Copyright is owned by the Author of the thesis. Permission is given for
a copy to be downloaded by an individual for the purpose of research and
private study only. The thesis may not be reproduced elsewhere without
the permission of the Author.



2« MASSEY
> UNIVERSITY
U TE KUNENGA KI PUREHUROA

UNIVERSITY OF NEW ZEALAND

The Theory of Diffusionless Phase
Transitions in Elemental Solids

A thesis presented in partial fulfillment of the requirements for
the degree of

Doctor of Philosophy

in
Chemistry

at Massey University, Albany,
New Zealand

Andrés Eduardo Robles-Navarro

2026



Acknowledgments

After these three years of journey, many new things learned are kept in my mind, but also
people that deserve to be mentioned here. First of all, thanks to Peter for giving me the
opportunity to work and learn from him here at Massey University, even though it took a
long wait to start due to the pandemic situation before. It is hard to live at interesting times, as
someone said. Also thanks to Vesna, who helped me from the very first moment I arrived to
New Zealand and with all the administrative work to start my PhD journey. This would have
been many times harder without her aid. Thanks to my co-supervisor Shaun Cooper for his
support throughout this project, particularly in strengthening the mathematical foundations of
this thesis. During this time I also met some quite nice people who supported me and also had
many great conversations. Odile and Catia, for the work we did together and the interesting
lunch conversations. Cannot say lunch without mentioning my lunch buddy Seona, of course.
Also a big thanks to Kimberley for your support during the last stage of this journey. Angy, for
reminding me not forget the Latino vibe while living here, and to everyone else I have met on
these three years. Finally, thanks to the Sir Neil Waters Foundation in Massey University for

financing my studies.



Abstract

Although phase transitions in the solid state have been described with the aid of
phenomenological theories and molecular dynamics or Monte Carlo simulations, a microscopic
framework that treats both crystallography and the energy landscape on equal grounds is still
missing. This thesis aims to establish the basis of the theory of diffusionless phase transitions
by relating different crystal structures, lattices and non-lattices, described by few parameters
through the use of accurate density functional approximations and exact lattice sums. The
methods described here, together with the use of fast converging series of modified Bessel
functions of the second kind, allow to treat general lattice sums for cubical and hexagonal
lattices equivalently during the transformation, as well as to calculate the lattice parameters,
cohesive and zero-point vibrational energies, bulk moduli, and entropy to computer precision
for systems obeying inverse-power potentials. Furthermore, the relative stability of the
infinitely many Barlow packings is assessed, showing that a linear relation between the free
energies of the packings explains why only a few of these structures are actually observed in

nature.
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Chapter 1
Introduction

The structure of matter has fascinated philosophers and scientists for millennia with by far
the greatest progress made only during the last few centuries. Tracing the origins back to
the Ancient Greece, Plato’s theory of elements associated with well-known regular polyhedra
intended to explain many properties of matter such as chemical reactions, the physical variety
of matter, melting and freezing.[!?l This was a starting point for the philosophical basis of an
atomic theory. However, the first opposite viewpoint was made by Aristotle, who argued that
only two of the regular polyhedra would not create a void in space, something “incompatible
with reality”, therefore rejecting Plato’s four-element atomic hypothesis.[>*! Nevertheless,
Aristotle was wrong because regular tetrahedra cannot tile the space without voids, an error
that persisted for almost 2000 years.[* In fact, the only regular polyhedron that can fill the
space without any gaps is the cube or distorted versions of it, leading to the so-called Bravais
lattices in crystallography. It is worth mentioning that 3-dimensional space can also be tiled by
other polyhedra such as triangular and hexagonal prisms, parallelepipeds, and other types of
space-filling polyhedra.!>¢]

These geometrical concepts developed were not simply an abstract reasoning without
connection to reality. As it was known from antiquity, many minerals are known to adopt
polyhedral forms, for example the pyrite (iron disulfide, FeS;), diamond (a carbon allotrope)
and quartz (made of silicon dioxide, SiO,). The last case is of special historical importance since
different geometrical structures of quartz are known and, indeed, is due to this mineral that the
word ”crystal” became widespread in scientific research,”! although the modern concept of a
crystal would appear not too long ago.

One of the first recorded attempts to understand the microscopic structure of objects in terms
of geometry was done by Kepler in his publication De nive sexangula in 1611.181 The central idea
was to understand why snowflakes have a six-fold symmetry, like an hexagon, by assuming
they are composed of tiny pellets that stack to form a macroscopic structure. However, he

was unable to explain the snowflake’s symmetry. Nonetheless, this effort was not futile: it
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settled a conjecture that would wait for around four hundred years to be proven, namely, that a
special type of sphere packing (now known as the cubic-close packed structure) is the optimal
in three-dimensions. [l The computer-assisted proof of Kepler’s conjecture was carried out only
very recently by the mathematician Hales.[!%1] A far more challenging problem put forward
by Hilbert in 1900 is building up of space from congruent polyhedra and remains unsolved
(Hilbert’s 18th problem). [12]

The influence of Kepler’s work was in line with the crescent popularity of atomism by the
hand of Robert Boyle and further influenced Robert Hooke to state that ”all crystalline forms
could be explained by a few basic packing arrangements of spherical atoms”.[#13] Following
the same train of thought, it is natural to ask whether the microscopic structure of solid matter
can be explained by either sphere or polyhedral packing. The advent of quantum mechanics
and the discovery of X-ray diffraction would help in giving an answer to this issue and now
one naively could say that both sphere and polyhedron packing can be correct to some extent.!

On the one hand, Niels Steensen would discover the First Law of Crystallography in 1669,
namely, the constancy of interfacial angles, later generalized by Jean-Baptiste L. Romé de
I'Isle in 1783.14] The very next year, René Just Hauy would continue the work on crystals to
settle down the Second Law (that can be associated with Miller indices) and Third Law of
Crystallography (regarding the symmetries of crystals). In his work, he thought of crystals
made of tiny parallelepipeds stacked in a way that resembles the macroscopic structure,
following certain relations between angles and planes found empirically. ['3-17]

The increasing popularity of the atomic theory at the beginnings of the 19th century, mainly
influenced by Dalton’s theory, revived the interest in sphere packings as the fundamental
structure of matter. One of the greatest advances was made by William Barlow at the end
of the same century, when he developed a sphere-packing theory describing the nature of some
crystals and also discovered the hexagonal close-packed structures.['8-201 Barlow’s work even
influenced William Bragg’s work on X-ray diffraction, which later would support the ideas of

Barlow about the structure of alkali halide crystals with experimental evidence. 223

Nowadays, it is well-known that atoms in a solid stay primarily at fixed positions!?42%],
besides vibrations and distortion (and internal rotations in the case of plastic crystals? or
orientational glasses[?”l). A special type of solids are crystals, which are characterized by an
ordered arrangement of atoms. This situation can be idealized by the mathematical concept of
a lattice in the following way: each atom occupies a certain position in the lattice, such that
there is a repeating pattern that extends over the space infinitely (translational symmetry). 2]
Naturally, there is no infinite perfect crystal in nature, but the much larger extension of a

macroscopic solid compared to the atomic distances makes this approximation plausible. An

IFor completeness, it is worth noting that R. G. Boscovich in the 18th century proposed that, instead of spherical
or polyhedral atoms with a given volume, there were a set of points balanced by attractive and repulsive forces, a
concept related to a lattice of interacting point particles. 1]
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essential concept in lattice theory is that of the fundamental domain (or region)[?8], which comes
from dividing the space into equal polyhedra (D-dimensional parallelepipeds). This could be
seen as one point in favor of polyhedral packing.

Now, from quantum mechanics, it is also well-known that atoms with valence electrons in s
states and filled or half-filled p, d, f, or g orbitals are spherically symmetric.[?’! In other cases,
the bonding with other atoms could pose the picture of a spherical atomic core (nucleus plus
non-valence electrons) immersed in a sea of interacting electrons, keeping the whole structure
together. This is, in fact, one of the first ideas to microscopically explain the structure and
properties of metals, developed by Paul Drude in 1900.3%3!] This model has proven to be very
useful and thus can be extrapolated to the idea of atoms embedded in a lattice as spheres being
packed in a certain regular way. Point in favor of sphere packing, settling the draw.

But not everything is about packing; a first principles explanation of the properties of a
crystalline solid also requires the joint work of quantum mechanics and statistical mechanics.
In principle, solving the Schrodinger (or Dirac) equation yields the desired result or prediction,
however, the enormous number of degrees of freedom in a macroscopic sample makes the task
impossible to solve in a normal time of a human lifespan. Therefore, it is common practice to
resort on interatomic model potentials to describe ground states, elastic properties, and phase
transitions, among other properties. 2l Nonetheless, this does not mean that a full quantum
mechanical treatment is ruled out, since there exist a variety of techniques and models that
approximate reasonably well to experimental data. ]

Sometimes, however, it is not possible to obtain experimental data with enough accuracy,
thus the only form to understand phenomena is through computational methods, either ab
initio or using interatomic model potentials. This can happen when describing some phase
transition problems, due to the small energy differences. In particular, one could think about
solid-solid phase transitions as a good example of problems that remain poorly understood.
The experimental techniques in solid-state physics do not allow to directly follow the entire
transformation process and thus the mechanisms are usually inferred through certain geometric

513433 (when it is possible to synthesize and isolate them) or

relations between different phase
by monitoring a physical property during the whole process. 3]

One of the difficulties lies in the fact that no real crystal is perfect, without vacancies,
dislocations, or impurities. Therefore, the exact transformation path is perturbed by changes

371 an issue that

in the energy hypersurface driving the transition between two or more phases,[
can be problematic near transition states or critical temperatures. Fortunately, the formation
of the initial and final structures while changing the conditions is still possible, although the
mechanism and driving forces can be hindered to experiment. This difficulty is also strongly
tied to the nucleation mechanism that depict the actual transformation in a real system. [3]

The different crystal structures that an element or compound can adopt under certain

conditions are often referred to as polymorphs.[3*#! Despite of having the same composition,
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each polymorph has its own physical, chemical, mechanical and optical properties. The study
of polymorphic transitions has a high relevance in both academic and industrial applications
like the prediction of solid-state structures of a compound when crystallizing, the manufacture
of steels and shape-memory alloys, and the development of pharmaceuticals. The latter case is
of particular interest to general public, since there have been cases where the polymorphism
of a medication can affect the bioavailability of the drug,[*?#3 or in the specific case of
enantiomorphism where the toxicity of one enantiomer can cause serious adverse effects to
human health. 44

Understanding the kinetics of a solid-to-solid phase transformation is a complex task,
since there are many factors that can affect the initial steps of the process. For example, the
freezing of water is a first-order phase transition that is driven by thermal fluctuations, %!
however, there are systems, like certain shape-memory alloys, in which these effects do not
play any role during the transformation.*! A broader classification of these phase transitions
is according to the kinetics of the transformation: when atoms move over long distances

[4647] (observed in crystallization from the melt

(53]

it is referred as a diffusive phase transition

51,52

in metals*8-501 and water!®%2, polymorphic transformations in molecular solids[®, certain

kinds of graphite-diamond conversions®! and the devitrification of glasses!®®!), otherwise it is
called a diffusionless phase transition. >l

An archetypical example of solid-solid transformations that can involve both types of phase
transitions is the hardening of steel.[>”%8] There is evidence that since the Iron Age it was known
that crucial processes for hardening steel involve the heating and quenching of the alloy,!®! that
is, rapidly cooling it after applying enough heat (usually over 1000°C). It was not until the 17th
and 18th centuries that scientists developed microscopy methods that revealed the formation
of microstructures in iron and steel!®], as well as discovering the existence of carbon in steel ']
and how influences the physical properties of the alloy. Subsequently, and with the aid of the
thermodynamics developed by Gibbs around the same time, a phase diagram of the iron-carbon
system would be sketched in which several phases in the solid state are recognized.[¢?]

The polymorphism of pure iron becomes evident when studying its cooling curve at
ambient pressure. Starting from the melt above 1536°C, the first crystal structure encountered
is 0-Fe (a body-centered cubic lattice), which transforms into 7y-Fe (a face-centered cubic lattice)
at 1392°C. Upon further cooling, another transformation back to a body-centered cubic lattice
occurs at 911°C, reaching a form called B-Fe, a paramagnetic solid. A further phase transition
happens at 769°C to a-Fe, where iron becomes magnetic while keeping the same crystal
structure? as B-Fe.[64]

The case of steel, however, is more complex than that of pure iron due to the additional

2Strictly speaking, the a-Fe phase is a body-centered tetragonal structure due to Joule magnetostriction,
however the distortion from a cubic structure is so smalll®3l that can be neglected and a-Fe is usually treated
as a body-centered cubic structure.
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carbon atoms, which do not exceed the 2% in mass content.[®®] A small amount of carbon can
make steel crystallize from the melt directly into the face-centered cubic structure (y-Fe), where
carbon atoms are embedded in the center of the cubic unit cell; a phase called austenite. %]
Upon cooling, there is a -« transformation of iron[®”l, where carbon atoms are hardly soluble
within the cubic unit cells. When the cooling process is slow, the steel reaches a phase with an

[65,66] however a rapid cooling (quenching) of the

almost carbon-free iron lattice called ferrite,
steel produces a tetragonally distorted body-centered structure called martensite, 8701 which
traps the carbon atoms within the unit cells.

The v-a transformation described above is diffusive when obtaining ferrite by slow
cooling, but diffusionless to get the martensite structure. This latter process is often called
a martensitic transformation and it has been shown that it is not unique to iron or steel.”!]
Other solids can also undergo martensitic transformations, for example, the transition from
a face-centered cubic crystal to an hexagonal close-packed structure in cobalt!”73 and the

[74-79] Furthermore, a new

80-83]

different phases of lithium when varying temperature and pressure.

class of materials discovered in the 1950s, known as shape-memory alloys!
84-87]

, can undergo
reversible martensitic transformations. !

Although there is a vast collection of materials that can exhibit martensitic transformations,
the underlying mechanisms are still on debate and no general microscopic theory describing
them is known. Some attempts include the use phenomenological theories using the relations

88-901 the Landau theory of phase transitions and

between the parent and product phases!
phase-field models, "3l however, they heavily rely on parameters and no direct explanation
of energetics along crystallography is provided. There are also attempts using molecular
dynamics or Monte Carlo simulations and density functional theory that overcome this
problem,?4191 however, they can be computationally expensive and the limited system size
and time scales could affect the accuracy of the calculation, considering that the energy
differences between two phases could be beyond the accuracy that many density functional
approximations can offer.

The lack of a precise mechanism of transformation between two or more crystal phases
makes difficult the transferability of the predictions of parametrized or ideal models to new
materials, since there are evidence of metals deviating substantially from ideal behavior. [192103]
Moreover, ideal models of sphere packing cannot describe properly the properties of a system of
interacting atoms. Real systems involve van der Waals interactions and other quantum effects
that can play a fundamental role in the geometries and stabilities of different packings, for
example, in determining the most stable structure for rare gas solids!'®! and the different

[105-107]

structures found in Group 2 metals Although many descriptions of Lennard-Jones

108-110lthere is

systems in hexagonal and cubical close-packed structures have been reported,
still gaps to fill, for example the more general Barlow packings which have maximal packing

density.[!®] There are uncountable infinite Barlow packings, however they are extremely rare
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in nature, except for the cubical and hexagonal close-packed structures. There is currently no
explanation for this.

The use of interatomic potentials together with lattice theory has extended the
understanding of sphere packings in three dimensions through lattice sums.[?$111 The
tirst realization of the connection between crystal lattices and number theory was by
Lennard-Jones and Ingham 2], who related inverse power potentials to the so-called Epstein

141 They realized

zeta functions!113! an extension of the better known Riemann zeta function.!
that the calculation of the sum over all lattice points in a crystal, the lattice sum, by a direct
method can be troublesome due to the convergence of the terms towards lattice constant. This
is why they developed a fast converging Bessel function expansion for cubic crystals, opening
a new area within solid-state calculations.

One of the first highly accurate calculations of lattice sums was done by Madelung for

s.[115] He demonstrated that the lattice sum in an ionic rock-salt

three-dimensional ionic solid
structure is conditionally convergent and can be performed with the aid of Bessel functions.
Furthermore, the same method has been successfully applied for other ionic crystals in different
lattices, (1161181 but other highly accurate methods for more general lattice summations have
been developed. For example, Ewald’s method to treat long-range interactions.11%120] Later,
another procedure was developed by Glasser!121-123 and Zucker[!24] through the use of Jacobi’s
theta functions!!2%],

All these developments have helped in evaluating the cohesive energy or the lattice energy
of a solid structure, however, the treatment of solid-solid phase transitions through exact lattice
sums has not been attempted yet for general crystal lattices. Exceptions are the cuboidal
transformation from bcc to fec.[126127] A more general treatment, that includes lattices of
different symmetries and even non-lattice structures still remains to be made.

The main objective of this thesis is therefore to develop a microscopic theory of diffusionless
phase transitions through lattice sum techniques. From this, we gain important insights which
allows for further first principles method simulations of several types of materials, specially
elemental metals. The methodology proposed here is designed to deal explicitly with the
behavior of individual atoms during the transformation and therefore create a highly accurate
energy profile around the stable and metastable crystal structures of a material using density
functional theory. The tools developed here are also applied to ideal Lennard-Jones systems
coupled to three-body forces, due to the availability of analytical formulas to calculate the
thermodynamic properties of a crystal from exact lattice sums. This also represents a challenge,
since the evaluation of lattice sums by direct summation can converge very slowly depending
on the type of potential used, therefore fast converging series are employed to expand the
known lattice sums. Furthermore, a complete description of the structural and thermodynamic

properties of ideal Barlow packings is presented here.
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Chapter 2
Theoretical Background

The first step in understanding solid-solid phase transitions is the correct structural and
quantum theoretical description of matter in the solid state. From the two broad categories
of solids, crystalline and amorphous, the focus of this work will be on the description of
ideal crystals (with no vacancies or defects) through model interaction potentials and density
functional theory, as detailed in the following sections. This chapter contains a brief summary
of the theoretical background required in order to provide a solid basis of the methods selected
and to standardize the notation used in this work. More information can be found in the

relevant chapters.

2.1 The Crystal Lattice

Among the different types of solids, crystals possess the characteristic feature of a highly
ordered structure where atoms are located at certain positions determined by the symmetry
of the crystal.[?>128129] This idea is the starting point of a mathematical description of crystals
called lattice theory. Since the atomic distances are much smaller than the actual size of the solid
they form, a first idealization is to consider the entire crystal as an infinite three-dimensional
array of atoms placed at specific locations. In mathematical terms, the lattice is isomorphic
to Z3. If the system displays periodicity in the atomic positions, then the geometric structure
formed is called a lattice.
For a D-dimensional lattice, any point that can be represented by the lattice vector

D
L(£) =) ta; (2.1)
i=1

where {a;},a; € RP is the set of basis vectors of the lattice and ¢; € Z, is called a lattice site.

In three dimensions, the parallelepiped formed by the basis vectors define the fundamental

1[130

region (28] of the lattice, also called the unit cel 1 1f just one atom is in the unit cell, then it

27



is called a primitive cell, which is the smallest possible unit cell, and all the coefficients ¢; are
integers. Otherwise, it is termed as the conventional unit cell13%] and needs additional vectors
to describe all the atomic positions.

For a given lattice, the set of basis vectors is not unique, however the volume of the
fundamental region is uniquely determined by the lattice up to a scaling factor. This volume,
(), can be calculated from the basis vectors by forming the generator matrix,

a a1 412 413
B = a;— = | dp1 dpp a3 (2-2)
agT asz] 4asp 4ass
and then calculate its determinant, ) = | det B|. By placing a; onto the x-axis and a, into the

(x,y)-plane, the B-matrix can be brought into a triangular form. If the generator matrix is not
a square matrix (i.e. for a subspace of a D-dimensional lattice), then we cannot follow this
procedure. Hence, it is more convenient to define the (positive definite) Gram matrix of the
lattice by,

G =BB' (2.3)

which is always a square matrix whose entries are the inner products a; - a;. Then the volume

of the fundamental region can be written as[?®!

Q = VdetG (2.4)

Two lattices are congruent if there is a matrix U with determinant £1 such that the following
relation holds for their Gram matrices (281311

G' =rucu’ (2.5)

where k is a non-zero constant. This relation makes clear the validity of the previous statement

about the volume of the fundamental region: it is uniquely determined by the lattice type up to

aconstantk > 0, ) = vdet G’ = kv/det G.

2.1.1 Packing of Spheres

Having the structure of the lattice, the following question arises: how do we place the atoms
into a unit cell? From a chemistry or physics point of view, this is not a trivial question because
it depends on the electronic structure of the atoms and their bonding properties, however one
can follow a naive approach and think of atoms as non-overlapping touching (or kissing) hard
spheres. In the case of elemental solids (one atom type), all spheres are equivalent. In general,
the most efficient way to fill a D-dimensional space with equal spheres is known as the sphere
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packing problem, 28] where efficiency means maximum occupation of the available space.
To account for this, we can define the packing density in a D-dimensional lattice as

B volume of one D-sphere B 7D/2¢D 2.6)
p= volume of the fundamental region T ( % 4 1) VdetG '

where r is the radius of the D-sphere, and T is the well known Gamma function. As an
example in two dimensions, the area of the fundamental region of a square lattice is 2r> and
that of the hexagonal lattice is v/12r%, hence the packing densities are approximately 0.7854 and
0.9069, respectively.[?8] Furthermore, it has been shown that the hexagonal lattice has maximum
packing density in two dimensions.['32] An example structure resembling this 2-dimensional
lattice can be found in the individual sheets of graphene, as observed through transmission
electron microscopy.!'33! The extension of this problem to three or higher dimensions is not
trivial. In three dimensions the problem is called the Kepler conjecture, 1341351 which states that
the maximum packing density is found in the cubical and hexagonal close-packed structures,
with a value of

7T
— %~ 0.74048 2.7
P V18 @7)

This problem was established by Kepler in 1611 and its formal proof, making it a theorem now,
was given by Thomas Hales!!% and officially accepted in 2017.[!1]

As the name implies, a close-packed structure is the most compact arrangement of equal
spheres in space, either in a lattice or non-lattice arrangement. Regarding the crystal structure
of elemental solids, at standard conditions of temperature and pressure, most of the elements
adopt either a cubical close-packed (ccp) structure or an hexagonal one (hcp). However,
many of them also take non-close-packed forms, being the body centered cubic lattice the

most common alternative.[136:137]

Furthermore, with varying conditions of temperature and
pressure, more complex structures can be found.[”47779136] A complete explanation of the
crystal structures adopted by all elements in the Periodic Table is not available yet, however
some insights from electronic structure and lattice dynamics will be given in later chapters.
The hexagonal and cubical close-packed structures of hard spheres are also examples of
strictly jammed packings!!'313%1 defined as any packing that resists any internal motion and
any boundary-preserving deformation, that is, where true mechanical rigidity is found.!3°]
In general, jammed packings are important for understanding the mechanical properties of

[140] al'*ll and even in biology!142143l, but they are more

solids , some soft matter phenomen
about geometry and mechanical motion, rather than thermodynamics.
They can be divided into 3 categories: locally jammed (resists particle displacements),

collectively jammed (has network rigidity), and strictly jammed. [138]

The latter type can be
understood in terms of a packing with positive-definite elastic constants and positive phonon

frequencies in the first Brillouin zone. Most elements of the Periodic Table at 0 K possess
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these properties, hence they are strictly jammed. Nonetheless, any system presenting lattice
instabilities or soft phonon modes under certain conditions could be only locally and/or
collectively jammed. Furthermore, non-close-packed structures like the simple cubic and
body-centered cubic lattices are only locally and collectively jammed, since a shear deformation
of the whole lattice will destabilize the packing. 138!

2.1.2 Bravais Lattices

From the packings mentioned in the previous section, the only one that does not fulfill the
lattice vector definition in Eq. (2.1) is the hcp structure. All the others mentioned are part of the
cubic crystal system, which is the one where the unit cell is simply a cube and it comes in three
different flavors: the simple cubic (sc), the body-centered cubic (bcc), and the face-centered
cubic (fcc, which is equivalent to the ccp structure). The simple cubic, shown in Fig. 2.1a, has
all sides of the cube of equal length, all the angles are 90°, and just one atom placed at the vertex
of the cube. In the bcc structure (Fig. 2.1b), there is one atom at each corner and another in the
center of the cube. Similarly, in the fcc structure, there is one atom at each corner and one atom
at the center of each face of the cube (Fig. 2.1c). On the other hand, there is the hcp structure,
which can be viewed as an hexagonal lattice with one atom at each vertex and three atoms in
the center, see Fig. 2.1d. In the hexagonal lattice, the height of the cell is different from the
length of the sides at the bottom and top faces, whose angles between the lattice positions are
120°. The ideal hcp structure has a ¢/a ratio equal to 1/8/3 and the atoms at the center are at a
distance of c/2 from the bottom and top hexagonal faces.

a

Figure 2.1: Four examples of crystal structures: a) sc, b) bcc, c) fcc, d) hep.

More generally, it is possible to build all the non-equivalent lattices in D dimensions
by considering their symmetries with respect to rigid transformations such as translations,
rotations, reflections, inversions, among others. All these symmetries can form a point group
in the Euclidean space, however, not all point groups known, for example, for molecules are
useful when dealing with crystals. In fact, the crystallographic point group has to be compatible
with the translational symmetry of the crystal and there is a further constraint in the rotational

symmetry given by the well-known crystallographic restriction theorem[!*4], which states that
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only one-, two-, three-, four-, and six-fold rotations are allowed in three dimensions (thus
so-called quasi-crystals do not belong to the common class of periodic lattices, but they are
still isomorphic to Z3). The consequence of this is that only 32 crystallographic point groups
exist. [144]

The lattice vectors in Eq. (2.1) also form a group of infinite order called the translation
group of the lattice, whose symmetry operations are defined by the set of basis vectors {a;}.
The 32 crystallographic point groups are compatible with the translation group, however, some
of them are subgroups of other crystallographic point groups among the 32 mentioned. Hence,
a crystal can only be represented by the point group with the largest amount of symmetries

[144,145] hoint group of the crystal. This further reduces

of the lattice, called the holosymmetric
the number of relevant point groups to 7 holosymmetric point groups: Oy, Dgj, D34, Dapy, Doy,
Gy, and C;. They are often referred as the seven crystal systems in three dimensions, where the
cubic system mentioned before belongs to the Oy, point group.

Furthermore, it is possible to keep adding lattice points to the seven crystal systems without
altering the holosymmetric point group and maintaining the same translational symmetry. This
process is called the centering of a lattice.*l When the lattice has no additional points, it is
called a primitive lattice, otherwise it is a body-centered, face-centered or base-centered lattice.
This procedure creates seven new lattices in three dimensions that, when added to the seven
primitive lattices, form a set called the Bravais lattices.

A clear and visually appealing way to define the 14 Bravais lattices is starting from the
most asymmetric one and then add restrictions to the lattice parameters, such as the length
of the sides and angles between the basis vectors. This also helps to visualize the symmetries
involved in the definition of the Bravais lattices. To begin with, the most asymmetric of the

Bravais lattices is called the triclinic lattice (C;), whose basis vectors are

al =a(1,0,0)"

a; = a7y1 (cos 6y, sin 91,0)T
T (28)

p cos b, — cos 05 cos 01 5 cos B, — cos 03 cos 04 2
a3 = avyy | cosbs, ,4/1—cos? 63 —

sin 01 sin 01
where 6; = Z(ay,ay), 6 = Z(ap,a3), 03 = Z(aj,a3), 11 = %, Y2 = %, and the superscript a

means anorthic, which is another way to call the triclinic lattice. The first constraint to make

that keeps the lattice structure is to set 8; = 6, = 90° such that the basis vectors become

.
"’ =4(1,0,007, a =a1,(0,1,0)7, alf =ay, (cos 0,0, v/1 — cos? 93> (2.9)

This set of vectors define the primitive monoclinic (Cp;) unit cell, which can also be
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Figure 2.2: Primitive unit cell (in red) of a) fcc, and b) bcc.

base-centered. A further restriction on the angles would be 6; = 6, = 63 = 90°, in which
case the three vectors are perpendicular and only the side lengths are different, forming the
orthorhombic lattice (D5y,). This lattice allows the three types of centering, hence there are four
Bravais lattices that are orthorhombic. The next constraint is to set b = a while having all
vectors perpendicular to each other, forming the tetragonal lattice (Dy;,), whose unit cell is a
simple rectangular prism in its primitive form and also allows a body-centered structure.

Another lattice structure can be made from the tetragonal by allowing 6; = 120°, while
keeping 0, = 3 = 90° and b = a. This is the hexagonal lattice (D) with basis vectors

a]f =4(1,0,0) ", ag = a (cos 01, sin (91,0)T , a’§ =a(0,0, 'yz)T (2.10)

The hexagonal lattice does not allow centering and it is closely related to the rhombohedral
lattice (D3,4) in which ¢ = b = a and 6; = 0, = 63 # 90°. For the last three Bravais lattices, all
angles are 90° and all side lengths are equal, such that the basis vectors of the primitive cubic
are

af’ =4(1,0,00", af =4(0,1,00", af=4(0,01)" (2.11)

This crystal system has a O, symmetry and can also be found as a body-centered structure and
face-centered structure. These are the 14 Bravais lattices in three dimensions. Even though the
process of centering adds a new lattice point, all centered lattices can also be described by a
primitive unit cell. For example, the primitive cells for fcc and bcc are shown in red in Figure
2.2.

Nevertheless, it is possible to find crystal structures that cannot be simply described by a
Bravais lattice. This is the case of the hcp structure shown in Figure 2.1d, where the central
atoms are in positions that do not belong to the Dy, group. In these cases, one must set up a
conventional cell with additional (shift) vectors that point towards the extra atoms, such that

I'](f) = L](ﬁ) + T (2.12)
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is the atomic position of atom j, £ is the integer vector defining the Bravais lattice translations,
and 7, is the fractional basis vector for the other atoms in the unit cell with all its components
within [0,1). Since the 14 Bravais lattices can also be described by Equation (2.12), the choice
of their unit cell is, therefore, not restricted to primitive cells. However, when doing solid-state
electronic structure calculations, it is usually preferred to work with a primitive unit cell, when

available, since it is the smallest cell that follows the translational invariance of the Hamiltonian.

2.1.3 Barlow Packings

An important class of crystals that cannot, in general, be described by a single Bravais lattice
are close-packed structures. Many elemental solids in the Periodic Table adopt these kind
of structures and the observation that this also can happen in binary solids led Barlow to
the discovery of the hexagonal close-packed structure together with the cubical close-packed

one, [18-20

I later identified as the fcc lattice. Both structures are the densest packings in
three dimensions. However Barlow himself??! and Melmore later!'#¢! mentioned that some
mixtures of hcp and ccp/fcc can also have maximal packing density.

Conway and Sloane showed that strictly jammed packings of spheres in three dimensions
at maximal density (Barlow packings) can also be obtained by a 3-coloring of A;, which is an
integer lattice in one dimension, provided some additional restrictions.!'#”] This means that if
we assign three colors or labels to the points in A, namely (A, B, C), and enforce consecutive
labels to be different, then a Barlow packing can be built where each label represents a
hexagonal layer closely-packed to the adjacent layers. Note that each layer can only be
hexagonal since it is the densest packing in two dimensions and the three different layers are
related by a translation of the hexagonal center, such that the spheres sit in one of the three types
of holes in the adjacent layers. Therefore, the stacking sequence given by allowed combinations
of A, B, and C fully determines the Barlow packing. For example, hcp has the stacking sequence
ABABAB... continued to infinity, while fccis ABCABC....

At this point, one has to differentiate between periodic and aperiodic Barlow packings. If
a sequence is infinite, then the packing is aperiodic, resembling a structure with randomly
stacked hexagonal layers. A periodic Barlow packing with a finite stacking sequence is more
relevant for the solid state community due to translational symmetry, i.e., a periodic Barlow
packing is a perfect crystal. With the exemption of fcc, a periodic Barlow packing cannot be
described by a single lattice vector as defined in Equation (2.1), therefore one needs to extend
the concept of a lattice to a n-lattice (or multilattice), where n lattice points are within the
fundamental region of the n-lattice.['43] Hence, any point in a D-dimensional n-lattice is given

by

D
Lk(ﬁ, {Vk}) = Z&aﬁ—vk, k=1,...,n (2.13)
i=1

33



where {a;} is the set of lattice basis vectors, {v;} is the minimal set of required shift vectors
with vi = 0, and ¢; € Z. In this sense, we can say that fcc is a 1-lattice, hcp is a 2-lattice,
and a more complex Barlow packing sequences like ABAC ... is a 4-lattice. A more detailed

definition for a periodic Barlow packing will be presented in later chapters.

2.1.4 Reciprocal Lattice and First Brillouin Zone

The description of n-lattices so far has been done in real space, but this picture can also be
complemented by a description in a dual (or reciprocal) space. This is specially useful when
describing the physical properties of periodic arrangements of atoms, such as a Bravais lattice
or a Barlow packing. In a n-lattice, the reciprocal space is defined by the underlying Bravais
lattice, since the shift vectors do not change the translational symmetry or the unit cell volume

of the n-lattice. Therefore, the reciprocal lattice vectors b; satisfy
bi "aj = 27‘((51‘]' (2.14)

where J;; is the Kronecker delta and the 27t factor is a convention used in physics such that

plane waves can be written simply as ¢**. From the set of vectors {b;}, a reciprocal lattice

vector in three dimensions is given by
G(f) = (1bq + {by + U3b3 (2.15)

with ¢; € Z. For example, we can think of a simple cubic lattice with side 2 whose reciprocal
lattice is another simple cubic with side length equal to 271/4; the dual lattice of fcc is a bcc
lattice of side 477/4; and the dual of an hexagonal lattice with sides a and c is also an hexagonal
lattice rotated by 30° with sides 47t/ V/3a and 277/ ¢.[?5]

Since the reciprocal lattice is also a lattice, one can choose a unit cell to form it by
translational symmetry from a basis set {b;}. A particularly convenient choice of unit cell that
preserves the point symmetries of the lattice is known as the Wigner-Seitz unit cell, however,
when working in reciprocal space, its name changes to the first Brillouin zone (1BZ).12512812%]
This type of unit cell contains only non-equivalent points of space around a lattice site, hence
it is a primitive cell and it is independent of the basis vectors used. In other words, the
Wigner-Seitz cell and the 1BZ are unique to a lattice and its reciprocal, respectively.

Two points in a lattice will be equivalent if their difference is a lattice vector. For example,
k; and k; are equivalent if ko — k; = G(£). This means that a simple way to construct 1BZ
is to connect a lattice point to its nearest neighbors by reciprocal lattice vectors and take the
perpendicular planes that bisect them. These planes are the boundaries of the first Brillouin
zone. In some lattices, however, nearest-neighbor bisectors alone may not create a closed

surface, but one can also take the planes bisecting the reciprocal lattice vectors toward next
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nearest-neighbors, thus completing the construction of the 1BZ.

Historically, the first Brillouin zone can be traced back to the work of M. J. O. Strutt on
vibrations of a string with a periodic mass distribution,['*”! which showed that waves in
periodic systems possess a band-like spectra, identifying a region of interest for the solutions
of the Mathieu-type differential equation posed. Later, L. Brillouin!>% explicitly applied the
Wigner-Seitz construction of the unit cell in reciprocal space to the study of Bragg reflection,
energy band formation, and wave propagation in solids, establishing the modern definition of

the Brillouin zone.

2.2 Quantum Theory of Solids

A complete first-principles understanding of crystalline solids comes, naturally, from the
quantum theory. Unfortunately, the exact solution of the many-body problem in quantum
mechanics is not possible in general, thus we need to rely on some approximations that are

valid in many cases of interest and also will enrich conceptually the theory of the solid state.

2.2.1 The Born-Oppenheimer Approximation and Bloch’s Theorem

Let us start by setting up the full many-body time-independent Schrédinger equation for a
system composed of N electrons and M positive nuclei with charges Z,, where «, 3, ... will

designate nuclei, can be written, in atomic units, as

where E is the total energy of the system, x denotes all electronic (spatial, r, and spin, o)
coordinates and R all nuclei coordinates. The first two terms are the kinetic energy operators
for the electrons and the nuclei,
2 2
N Vi, V&

M
T =-Y 5" and ﬁ(R):—ZZMz, (2.17)

respectively. The third and fourth term are the electron-electron and nucleus-nucleus repulsion

Coulomb potential operators between each one of its species in the system,

= an = - .
e 21 el —r1| wn 2 aﬁ#amﬁ—Rm\
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respectively. The last term is, of course, the electron-nucleus attraction potential energy
operator,

M N
Uon (1, R) ;Z T R,xl (2.19)
1

The problem of solving Eq. (2.16) quickly becomes intractable when just increasing the number
of electrons. A first simplification comes from the expansion of the total wavefunction into an

orthonormal set of eigenfunctions ¥;(x; R), such that
R) =) xi(R)¥i(x;R) (2.20)
i

where the coefficients x;(R) are functions of the nuclear coordinates only. Consequently, the
Schrodinger equation for the nuclear motion becomes

V% +E;(R i% L {2<T-|VR|T->VR +<‘Y~’V2 “1’>} xi(R) = Ex;(R) (2.21)
— & 2M, ) « 1 « ) Ry 1 ) ]

The terms inside the curly brackets are called the first and second-order non-adiabatic coupling
elements, however, if we are only interested in the ground state of the system, then the

non-adiabatic terms can usually be neglected. Thus, the resulting equation,

V& + Ei(R)] xj(R) = Ex;(R), (2.22)

is to be interpreted as the nuclei moving on a potential energy surface (PES) in which the

potential at every point, E;(R), is defined by solving the electronic Schrédinger equation
H.(;R)¥i(x;R) = E;(R)¥;(x;R), i=1,2,... (2.23)

where H, = To + Uoe + Uep + Uyy is the electronic Hamiltonian. This procedure of simplification

is called the Born-Oppenheimer approximation!51152l

and it is commonly described as
neglecting the kinetic energy of the nuclei due to them being much heavier than electrons
(Mg > 1).

The second step is to find the energies E;(R) that define the potential energy surface for the
nuclei. However, the electronic problem is still extremely difficult to solve without relying on
approximations. In this case, the interaction between the electrons is very important, and it is
not possible to neglect this term. Nonetheless, there are some models in which the electrons
can be treated as independent, but moving under the influence of a mean-field generated by all
the other electrons. Two such approximations are known as Hartree-Fock theory and density

functional theory; the latter being described in the next section.
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In a single-particle approximation, some special features can be found in the Hamiltonian
when treating atoms embedded in a lattice. First of all, the translational symmetry of the
lattice is inherited to the Hamiltonian through the terms including the positions of the nuclei.
Consequently, 7, commutes with all translation operators of the lattice. This implies that the

wavefunction of a single particle in a periodic potential becomes

P (r) = € T (x) (2.24)

This is the Bloch theorem, %3] where u,, is a periodic function, n the set of quantum numbers
describing the particle and k can be defined from the constraint on the wavefunction to remain
unchanged under any lattice translation, 7. This restriction is equivalent to state that k - L =

2ty with n; € Z and i = 1,2, 3. Therefore, the vector k is a reciprocal lattice vector given by

3

27TH;
k=Y giﬂlbi (2.25)

i

The following relation holds due to Bloch’s theorem: ¢, x = ¢, x+ G, where G is an arbitrary
reciprocal lattice vector of the lattice .#. This means that each k vector within the first Brillouin
zone corresponds to different solutions of the Schrédinger equation (if non-degeneracy is

assumed).[128]

2.2.2 Kohn-Sham Density Functional Theory

To extract all the potential usefulness of the Bloch theorem, we need a single-particle approach
to solve the many-electron problem. One of the most successful methods is density functional
theory (DFT), whose foundation was provided by the celebrated Hohenberg-Kohn theorems
which shows the one-to-one correspondence between the electron density and the potential
generated by the nuclei, thus determining all ground-state properties from just a function of 3
variables.[154]

However, practical applications of DFT became apparent only after the introduction of
the Kohn-Sham scheme (KS).[%%] This method relies on the use of a non-interacting auxiliary
system of particles through one-particle functions which has (in principle) exactly the same
one-particle density as the real system, but with the particles moving under the influence of
an effective potential which includes all the interactions and correlation of motion between the
interacting particles of the real system. Since the wavefunction of a non-interacting system
can be written in terms of a Slater determinant, the KS-DFT approach offers an orbital model

128]

of atoms and molecules, which extends to solids as electronic bands.! Hence, the central
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problem is to solve the Kohn-Sham equations

vZ
2 T Veff [o(r)] | @n(r) = en@n(r) (2.26)

to find the energy eigenvalues, ¢,,, and the orbitals, ¢, (r). The one-particle density of the system
is related to the orbitals through

N
= 22@1 1,0) (2.27)

where o denotes spin coordinates. Note that the effective potential in Eq. (2.26) also depends on
the density, therefore the KS equations must be solved self-consistently. The problem, however,
is to find the exact form of v.¢¢. The separate contributions to the effective potential are simply
terms regarding the electron-nuclei (v,,) and electron-electron interactions, where the latter is

divided into two terms: the Hartree potential, vy, and the exchange-correlation potential, vy:

Veff(T) = One(r —|—/| T dr -l-ch( ) (2.28)

Both v, and vy potentials can be readily calculated by standard methods, however the
exchange-correlation potential is troublesome and some approximations, discussed briefly in
the next chapter, are needed. This is one of the main problems to be solved in KS-DFT
and the complication is that there is no systematic approach to improve the functional apart
from the approximations mentioned. Despite this difficulty, KS-DFT has proved its value
by becoming one of the most widely used methods for ab-initio calculations in physics and
chemistry.[1%6157] This is due to the fact that highly accurate wave-function based quantum
chemical methods used commonly for atoms and molecules, such as configuration interaction
theory, coupled-cluster theory or the perturbative treatment of electron correlation, cannot be
so easily applied to the solid state because of its exorbitant computational costs and divergency
problems when the band gap closes (metallic systems).[1%]

2.2.3 Relativistic Effects in Solids

Historically, relativistic corrections to the electronic structure of matter were not considered
important before the decade of 1970, when Desclaux and Pyykko demonstrated that the orbital
energies (in a Hartree-Fock picture) for transition metal compounds can be heavily influenced
by relativistic effects.!!! The only relativistic correction considered to be important was
spin-orbit coupling in optical spectra of solid state compounds.[1®") However, some hints that
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this is not the case were given as early as 19401°!], and later proven by the work of Christiansen
and Seraphin. [16?]

In an orbital picture of the electronic structure of atoms, relativistic effects make s and, to a
lesser extent, p;/, electrons more tightly bound (direct relativistic effect), whereas p3,,, d and f
electrons become more loosely bound than the non-relativistic counterparts (indirect relativistic
effect).[163164], When moving from atoms to solids, those effects can play a fundamental role in
describing optical properties or phase transitions. For example, band structure calculations on
gold show that the excitation energy lies in the middle of the visible range due to relativistic
effects, giving gold its characteristic yellow color.[1%] Likewise, the melting point of mercury
is severely affected when including relativity, making it liquid at room temperature.['%] Even
in lead compounds, usually found in car batteries, relativistic effects are important since they
explain much of the voltage obtained from the lead-acid-battery reaction.[1¢7]

Actual calculations including relativistic effects can be approximated by neglecting the
spin-orbit coupling. This is termed as the scalar relativistic approximation!'®8l and includes
all corrections to the kinetic and potential energies due to the finite speed of light and
retardation of the interactions.[!®] Spin-orbit coupling, as it names indicates, can be an
important factor when discussing the magnetic properties of materials, which appears due to
the total angular momentum of the atoms, or in electronic spectra obtained from band structure
calculations. Such effects can often be treated perturbatively as they are often suppressed by

the intermolecular interactions.

2.3 Interatomic Potentials

After establishing the mathematical theory of lattices for crystalline solids and the quantum
theory that governs the electron motion for the atoms in the lattice, the next step is to
approximately describe the effective interactions between atoms in the solid, such that they give
rise to a reasonably accurate description of physical properties. While Kohn-Sham DFT or more
accurate wavefunction methods provide ab initio interatomic forces from the electronic ground
state at a given nuclei configuration, it is common practice relying on empirical functions
designed to reproduce the essential physical aspects of chemical bonding.

The concept of interatomic force is, strictly speaking, loosely defined since there is not
a unique way of decomposing a quantum many-body system into interacting subsystems.
Although we can think of a molecule or solid made out of atoms, when they are bonded they
become part of an entire correlated system of electrons and nuclei which strongly interact,
making the notion of an atom in a molecule or solid relatively vague. Nonetheless, some
partition schemes can be devised to gain insight in the bonding properties of a material, for
example, Bader’s atoms-in-molecules!!70-172 Mulliken'73-1771 or Lowdin!'781791 population

analyses, among many others.
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2.3.1 The Many-Body Expansion of the Total Energy

Within the Born-Oppenheimer approximation, this idea of partitioning an entire quantum
system becomes more powerful: the electronic degrees of freedom generate the effective PES,
parametrized by the nuclear coordinates, E;(R), that governs nuclear dynamics. Hence, the
interatomic potential is an approximation to the Born-Oppenheimer ground-state energy as a
function of the nuclear configuration. This is still a highly complex many-body function, E;(R)
with R = {Ry,..., Ry}, containing many-body interactions of all orders. One way to think of

this is to partition the energy as a finite expansion of the type!180-182]

E({R}) =) Ei(R) +) E2(R,Rj) + ) E3(R;,R;,Ry) +... (2.29)
i i<j i<j<k

where E; is the energy of the isolated subsystems, E; the pair interaction energy, E3 represents

three-body interactions, and so on. For a system of M atoms, this expansion goes up to M-body

interactions, and its convergence is problematic for strongly interacting systems such as metals

183,184

due to the ambiguity of defining the quantum states of all subsystems,! I however it

has proven to work well for van der Waals systems, hydrogen-bonded, and aqueous ionic
clusters. [183,185,186]

Although the expansion in Equation (2.29) is exact, it is common practice to work with
truncated expansions, exchanging accuracy for computational cost. This is specially useful
for systems where the leading contributions to cohesion and ground-state geometries are two-
and three-body interactions, such as van der Waals solids and hydrogen-bonded and aqueous
ionic clusters, as mentioned before. 183185186 1 gyich cases, the higher-order terms become
much smaller in magnitude and hence they can be neglected. Before 1960, it was assumed
that three-body interactions could also be neglected, but the work by Axilrod, Teller, and Muto
demonstrated that they can contribute significantly to the stability of the solid phase. 187191

Since, in the absence of external fields, the two-body term depends only on the internuclear
distance, E; = Ex(|R;j —R;
terms, which depend on the geometry of multiple atoms simultaneously. It has been found

), the forces on each atom are additive, unlike higher-order

that structural and thermodynamical properties of some rare-gas solids are well represented
by two-body potentials only, even at high pressures and in the liquid state,[1°!l however,
non-additive forces are needed to accurately reproduce internal energies, enthalpy, and
pressure. 1041081921931 Thys, one can use experimental data and reliable two-body potentials
to calculate the extent of non-additive forces in solids.

Two main approaches can be taken in order to design reliable two-body potentials:
1) generating an effective pair potential that reproduces structural and thermodynamical
properties, and 2) using a true pair potential that accurately reproduces the second virial

coefficient. The first approach is more extensively used, even though a potential designed to
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work in the bulk may be inaccurate for surfaces, liquids, and gases. For the second approach,
one can use Mayer’s cluster expansion [1%4-17] to relate the virial coefficients to two-, three-, and
many-body interactions. For example, the second virial coefficient for two spherical molecules
as a function of the temperature T is

By(T) = —% /0 " anr? [e_5¢2(r> —1} dr (2.30)

where B = 1/kgpT, kg is the Boltzmann constant, and ¢, (r) is a two-body potential as a function
of the interatomic distance r. Although it seems that a pair potential could be reconstructed
from experimental data on By(T) alone, it has been shown that this is only possible if the

potential is monotonic.[1%!

A remedy for this is assuming an analytical form for ¢, (r) with few
adjustable parameters and fit the function to B;(T). In principle, knowledge of higher-order
virial coefficients would help quantifying many-body effects, however the convergence of the
virial expansion can be problematic due to the existence of phase transitions.!’]

An effective two-body, or empirical, potential with parameters fitted to experimental data
may incorporate part of the many-body contributions to the total energy of the system, limiting
its transferability to other phases[3?! or predictability of properties outside the fitting region.
However, the analytical form of an empirical potential can be useful to obtain insight on the
physical forces that are acting in the system. For example, the repulsion at short distances
and attraction at long distances. Indeed, by using perturbation theory, London showed that
long-range forces between atoms with closed valence shells yield an additive interaction

proportional to R~¢, with R the interatomic distance. 2%

2.3.2 Model Interaction Potentials

At distances greater than the dimensions of the molecules involved, the electrostatic energy of
two interacting molecules can be expanded as a series in powers of 1/ R, known as the multipole
expansion.?!l The terms describing multipole-multipole interactions are well-known from

[202] however, when considering two interacting quantum systems,

classical electrodynamics,
the delocalization and overlap between the charge distributions is non-negligible even at
long-distances. Therefore, it is necessary to consider polarization (induction and dispersion)
and exchange interactions. Retardation232051 and magnetic2°0207] interactions can also play

a role in some systems. It has been shown, using perturbation theory to second order, that the

multipole expansion for the dispersion energy can be written as a series[!8"]
= C
Edisp = - R_Z (2.31)
n=6
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where C,, are called dispersion coefficients. For interactions between atoms, the leading term,
n = 6, is related to dipole-dipole interactions, the n = 8 term are for dipole-quadrupole
interactions and n = 10 accounts for quadrupole-quadrupole and dipole-octupole interactions.
When it comes to molecules, odd powers may also be involved.

The case of exchange interactions is more complicated since it depends on the nature of the
interacting subsystems. It has been found [208] that for two closed-shell atoms, the exchange
interaction can be approximated by the exponentially decaying repulsive term Ae~*R, with
parameters A and «. On the other hand, for atoms with an open shell, the exchange energy
can be negative, contributing to the attraction that forms a covalent bond. Nonetheless, in
the short-range, the force between two atoms is strongly repulsive due to the Pauli exclusion
principle and strong nuclear repulsion.

The simplest model for the interaction between atoms of the same type that consider the

short-range repulsion is the hard-sphere model,

oo if R <r
Prs(R) = _ (2.32)
0 ifR>r

where r( is the radius of the hard sphere. This leads, for example, to a volume corrected ideal

gas equation. A modification of this model can include a rectangular well of depth € and width

o, 12092101 ywhich in the limit of no width becomes a sticky hard-sphere model, also called a
kissing hard-sphere.[?!] Although the hard-sphere model can give some qualitatively sound
212-2151 3 physically more appealing model includes the attraction from the dispersion

216]

results,[

interaction at large distances while keeping the hard-core. This is the Sutherland potential, |

oo ifR <r
psa(R) =4 (233)
& ifR>rg

RO
that has been found to be in reasonable agreement with experimental data of the second virial
coefficient. [217]

A better approach is to introduce a “softer” repulsive term that varies with the internuclear

distance. One of the earliest examples that has had great success in molecular simulations is

the so-called Mie-Griineisen potential (also called general Lennard-Jones potential) 218219,
A B
pmc(R) = 27 — 2 (2.34)

where A, and B, are parameters to be determined. One of the most widely used form of this
potential is the Lennard-Jones (L]) potential with n = 12 and m = 6,1220,:221] incorporating
the dipole-dipole term of dispersion in its attractive part and a repulsive term that was
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originally introduced due to computational convenience.[!8 For a historical account on the
Lennard-Jones potential see Schwerdtfeger and Wales.[???! If the minimum of the potential is
fixed to match the diatomic equilibrium distance 7, and its depth is ¢, then the potential can be

uj(R) = — F (%)n 1 (%)m} (2.35)

written in the form

n—m|n m

with n > m > 3. These kind of potentials have been used extensively to describe the cohesive

220,221,223 wyith quantitatively not very precise results. However, their

energy of rare-gas solids
use in Monte Carlo and Molecular Dynamics simulations have given valuable insights and
shown reasonable agreement with experimental data, and have been used even for systems
other than the noble gases.!??4]

One of the alternatives that incorporate a more realistic repulsive term is the 4-parameter

Buckingham potential, 1802251

B C

Ppu(R) = Ae™*F — ¢ — =5 (2.36)

that also includes attractive dipole-dipole and dipole-quadrupole terms for the dispersion
interaction. However, the exponential term makes the calculations more difficult in infinite
lattice summations. This is why it can be more convenient to work with inverse powers of the

internuclear distance in a way that both the long-range tails and the repulsive part are fairly

well represented. This motivates the use of an extended Lennard-Jones class of potentials!?2°]
Cn
¢eLy(R) = I (2.37)
n

where n > 3 to ensure the convergence of the cohesive energy for a three-dimensional bulk

[221,227] and the c,’s are parameters for fitting. The determination of the parameters

system,
can be done through experimental data as well as highly accurate ab initio calculations for
the dimers involved, leading to predictions of thermodynamical data in agreement with

[228-230

experiment. I The lattice summations can be done to computer accuracy with the use

of special techniques in treating the Epstein zeta function as described further below.

2.4 Lattice Thermodynamics

After having settled what kind of interactions are required between the atoms in the description
of a solid (either through fitted interatomic potentials or ab initio potential energy surfaces), the
next step is to associate its microscopic properties to thermodynamic properties with the tools
of statistical mechanics. The general thermodynamic requirement for a solid to be stable is that

its internal energy, U, is a minimum at equilibrium (in the case of finite temperatures, T > 0K
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the free energy has to be minimized). This can be associated to relations between constant
pressure heat capacities/bulk moduli and their constant volume counterparts.

From a microscopic approach, the stability can be related to the elastic properties of the
crystal lattice, for example, by using Born’s stability criteria.[?>1232] However, it is important
to notice that a real crystal is not static, even at 0 K. The zero-point energy and the excitation
of the normal modes at high temperatures greatly influences thermodynamic properties such
as heat capacity, thermal expansion, elastic moduli, sound propagation, melting, interaction
with electromagnetic radiation, and phase transformations.[?>?33] Even a static property as
the cohesive energy can be altered by considering the zero-point energy. This is why a good
description of the properties of a solid needs to include lattice dynamical aspects.

Let L(£) be a lattice vector of . written in the basis {a;|i = 1,2,3} with r atoms in the unit

cell. The position of the a-th atom in the £-th unit cell is given by
Xy (€) = L(£) 4 s4(£) (2.38)

where s, (£) is the position of atom « in the unit cell £ with respect to the lattice points. If there

is just one atom in the unit cell, then x,(£) = L(£). The total kinetic energy of the crystal is

_vpa()? 1 Pay(€)?
Ty = % o =3 Z%{ - (2.39)
where m, is the mass of the a-th atom, p, its momentum, and y € {x,y,z}.

On the other hand, the potential energy is a function of the atomic positions that, in the
general case, can include many-body interactions. Here, for simplicity and without loss of
generality, only two-body forces will be considered, however the theory remains in the same
form while the potential depends on the atomic positions only. Let ¢(r) be the interaction
potential between a pair of atoms separated by r. Then, the total potential energy of the crystal

1S

Vo= T L 9 (all) - x(e)
b (£,)#(L,)
=28 L o (00 x5 @) ua(e) — ugle) (2.40)

where u,(€) = x,(£) — ngq)(ﬂ) is the atomic displacement of atom a from the equilibrium
position in the lattice.

Although the Hamiltonian, Hy = T + Vg, is specified by Equations (2.39) and (2.40), the
solution of the equations of motion for a many-body problem like this is unfeasible either at the
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classical or quantum level. Therefore, it is common to assume that the atomic displacements
from equilibrium positions are small compared to the lattice constants. This allows a Taylor
expansion of the potential around {xﬁf") (€) } such that

Ppop(£,2)) ,
Vy =V, : 2(Oug(l) + ... 2.41
# =ty EZaEZ,B: (8% )auﬁ(£)>ugu (Euple) 24D

Dup(LL')

where the first derivatives vanish at equilibrium and the second derivatives ®,5(¥, ¢') are
called force constants, that can be related to experimental data as parameters. A further
approximation is to truncate the expansion up to second order, in what is called the harmonic
approximation.[231]

Three remarks need to be made here. First, the potential energy when the atoms are at
the equilibrium positions is important when discussing static properties of the lattice, such
as the cohesive energy, its equilibrium size or equilibrium compressibility, but irrelevant for
lattice vibrations. Second, we usually want to study the ground-state of the crystals, meaning
that the atomic vibrations are with respect to minimum energy configurations and thus all
frequencies derived from the force constants should be positive. Otherwise, the lattice might
be, for instance, in a transition state. Third, in most cases of importance, the equations of motion
for a crystal in the harmonic approximation are exactly solvable.[?>! Therefore, if an analytical
expression for ¢ is given, then all force constants are determined by the parameters in the
potential. For example, the general (1, m)-L] potential has four parameters (1, m, € and r,) that
can be fitted to experimental data to get the force constant matrix and hence all thermodynamic
properties of the crystal within that model.

When there is no analytical form of the potential and its derivatives, a numerical error can
be introduced in the elements of the force constant matrix. This might seem as a small error that
can be neglected at first, but the sum over many terms may lead to unphysical consequences.
Therefore, it is important that some exact constraints are fulfilled. Firstly, the system has to

obey Newton’s third law, which implies23423]

zxy ,Bv(e el) = (I),Bv,zxy (El, E) (2.42)

where 1,v € {x,y,z}. If the force constants are not symmetric under pair exchange, some
spurious non-real valued phonon frequencies may appear, %! as will be shown later when
defining the dynamical matrix. To avoid this situation, numerical noise and cutoff truncation

errors can be corrected by enforcing symmetry

1

Dagpu(£,£) < 5 (Pupo(€,€)) + Py (£, £)) (2.43)
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For the second constraint, let u, = w be a constant rigid displacement for all atoms a. The
total potential energy is unchanged under this displacement, which means that there is no net
restoring force on each atom of the crystal under this uniform shift. Hence, the force on atom «
is

Fap = =) Py pv(£,€)uug, = —wy, ) Doy py(€,£) =0 (2.44)

pv p
In other words, the center of mass of the system does not undergo a displacement without
the action of an external force, i.e., the total momentum of the system is conserved and the
potential energy is translationally invariant due to Noether’s theorem.?3] In the solid-state

literature, this is also referred to as the acoustic sum rule (ASR):[231,235238]

Y Duupu(L,€)=0 (2.45)
B

for all w, u,v. A further physical consequence of the ASR is that there are at least three phonon
modes that are exactly zero at the I point. [128] I case the ASR is not fulfilled, one can calculate
the off-site blocks of the force constant matrix @, g, with f # a and then set the on-site block
tol234]
Pogi,ar (£, €) = — Z Doy p (£, ) (2.46)
(£.p)#(En)
which automatically enforces the acoustic sum rule, even though a cutoff radius for the
interaction is set. A further constraint can be imposed, namely, rotational invariance [235,239]
which leads to conservation of angular momentum. However, since a rigid rotation is not
a normal mode under Born-von Karman boundary conditions, breaking this symmetry does
not destabilize the system beyond introducing small numerical errors in the sound velocities
calculated from the phonon spectrum. 2401
To obtain the dispersion relations, it is necessary to solve the equation of motion of
the crystal in the harmonic approximation. This can be done either classically or in
the Heisenberg-picture of quantum mechanics (after defining an appropriate displacement
operator and setting up the commutation relations with the momentum operator), both forms

leading to the same differential equation [?>128!

maz;iay (48) - — Z@ay,ﬁv(e, E/)M/gv(el) (2.47)
B

The periodicity of the lattice allows us to assume plane wave solutions of the form
Uap (1) = Agy (K)elLHet) (2.48)
where k is a vector in reciprocal space, since they are eigenfunctions of the translation operators.
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Then, one can obtain the following generalized eigenvalue problem

Y D pu(£,£) Apy (k)™ ) = w2 Ay (K) (2.49)
E’,ﬁ

where w is the frequency of the vibration branch. This can be simplified to a simple eigenvalue
problem by defining the dynamic matrix

1
NPT

at every k-point. In other words, the dynamical matrix is the discrete Fourier transform

Dy, pv(k) = Zcb,w gu (£, €)e (F'-L) (2.50)

of the force constant matrix. Since the equations of motion, Equation (2.47), couple the
movement of all atoms in all unit cells and the lattice is periodic, the Fourier transform to
reciprocal space block-diagonalizes the initial matrix problem and then decouples the different
wavevectors k.[128] As a consequence, the eigenvectors of D (k) define the normal modes (also
called polarization vectors) of vibration, that behave like independent phonons in the harmonic
approximation. The eigenvalues of the jth-mode of vibration are the frequencies w; (k)?, where
j runs from 1 to 3r, with r the number of atoms in the unit cell. The modes are classified as
acoustic modes, where w; — 0 as |k| — 0, and optical branches, with a finite w; at k = 0.

The thermodynamic properties of the lattice in the harmonic approximation can be obtained

from the partition function [?4!]

—hew;(K) /2kpT

_ —H/kgT €
Z=Tr (e B ) AT (2.51)
k,j
From this, we can write the Helmholtz free energy of the oscillators as
hw; (k)
F= —kTInZ kz{ S~ +ksTln (1 o~ vj )} (2.52)
and the vibrational entropy as
OF hewj(k)/kpT i (k) /kpT

Svib = (ETT) = k), {1 _ (k) /ksT +in (1 —e T >} (2.53)

k,j

These two expressions allow the calculation of the free energy and entropy due to lattice
vibrations after knowing the phonon dispersion curves w;(k) from the force constants.
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2.5 Phase Transitions in the Solid State

Up to this point, the stability of a crystal is determined by the interatomic interactions and
lattice dynamics, however, the question of what happens when the structure is not a minimum
energy one remains open. The thermodynamic quantity of interest is the free energy (either
Helmbholtz or Gibbs), which is the driving force of any change to occur. Although an elemental
solid can have two or more crystal structures that are local minima, the one with the lowest
energy is thermodynamically preferred. All states can transform to the minimum energy
structure, provided the energy to overcome the barrier in between, by means of thermal
vibrations, deformation or electromagnetic radiation.

In the molecular domain, a transition between to local minimum structures are described
through a minimum energy path (MEP) on a potential hypersurface E(¢;). Here ¢; are the
3N — 6 internal coordinates (3N — 5 for a linear molecule) of a molecule composed of N atom:s,
usually representing bond lengths, bond angles and torsion angles. One specific point along the
MEP is called the transition state, which can be thought as a “point of no-return” when going
from the initial structure to the final state.?*?] This picture can be adopted for the structural
phase transitions in the solid state as well, where the parameter set ¢; contains all independent
lattice parameters (6 for the unit cell and 3r for the r atoms in the unit cell).

The first classification of phase transitions was introduced by Eherenfest in 1933 according to

[243] A nth-order phase transition exhibits

the behavior of the free energy along a transformation.
a discontinuity in the n-th derivative of the free energy at the transition point, where it was
initially thought of the existence of only first- and second-order phase transitions. The modern
definition for first-order transitions involve latent heat and coexistence of phases, [244] ywhereas
a second-order transition is a continuous symmetry-breaking distortion, often described by an

order parameter in Landau theory,*#] as discussed below.

2.5.1 Martensitic Transformations

Unlike melting or vaporization, a diffusionless (martensitic) phase transition in the solid
state preserves the atomic connectivity throughout the transformation between two crystal
structures.®*] This means that the transition pathway can be represented by a continuous
deformation of the initial lattice into the final structure, thus imposing geometric and
mechanical constraints in the lattice parameters, angles, and internal atomic coordinates. As
a consequence, the mechanism of transformation is tied to symmetry relations between the
space groups of the two phases.

The transformation mechanism between two crystals of the same element is severely
affected by the interactions between the atoms involved. This adds an extra layer of complexity

to microscopically describe martensitic transformations, therefore relying on phenomenological
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theories that describe either the crystallography or the energetics of the transformation,

246,247]

but usually not simultaneously. ! Nonetheless, it is generally accepted that the atoms

rearrange concertedly by means of the nucleation of a new phase inside the initial phase, even
if the kinetics of the transformation differs due to changes in the initial conditions.[?4!

A martensitic transformation is generally considered a first-order phase transition since
it is accompanied by latent heat, however, it is very closely related to a soft-mode-driven
structural transformation, 2432501 which can be of first or second order. In the latter case, as the
system approaches the phase transition, the frequencies of the so-called “soft mode” decrease

anomalously, triggering a lattice instability. 24824

Even though the role of soft modes has been
criticized,[?! both types of phase transformations can be phenomenologically described by the

Landau theory of phase transitions.

2.5.2 Landau Theory of Phase Transitions

The structural changes in a phase transition may also be accompanied by sudden changes in
the physical properties. A good example of this is iron, which at ambient conditions adopts
the ferromagnetic & form (bcc), but at high temperature the paramagnetic 7y form (fec).164]
Further, when a-Fe is at a temperature above 771° C (its Curie temperature), it becomes
paramagnetic, meaning that a significant structural change is not mandatory to get different
physical properties.

From a thermodynamic point of view, a phase transition can be characterized according
to, at least, the internal energy and the entropy together with the temperature, volume and
pressure. Let us assume that a phase A, with a highly symmetry structure, is more stable
at high temperature than B, a low symmetry phase. When cooling the system and below a
critical temperature, the transition A — B implies a symmetry breaking process. In other
words, a sudden change in some property of the system.[1?8] Since thermodynamic variables,
such as temperature, pressure or volume, vary continuously across the transition, it is better to
introduce additional degrees of freedom by means of a set of order parameters y which change
drastically across the transition. For instance, the magnetization can be an order parameter in
the ferromagnetic-paramagnetic phase transition of iron.

A phenomenological approach to describe phase transitions is the Landau theory, [l which
considers the free energy as an analytic function of a certain order parameter x such that it can
be expressed as

G(T,x) — Go :gz(T)Xz—i-gzl(%)Xél—l-... (2.54)

The order parameters are assumed to be small around the transition point and only even
powers of x contribute since the free energy should be symmetric in going from A — B or
B — A. If we consider just two terms as shown in Eq. (2.54), then g4 > 0 to have a stable phase
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and a change in the sign of g» will be associated to the transition point between the two phases.
Landau theory has provided a good understanding of phase transitions in general, for
example, the behavior of magnetic materials near the phase transitions or crystals close to

252-255] however the parameters involved are generally unknown. Some

the melting point,[
approaches have been given to find explicit expressions of the parameters from a microscopic
theory, but they can only be considered as a starting point. This is because the energy difference
between two or more phases can be very small and, hence, a general quantitative microscopic

explanation of phase transitions is still needed.

2.5.3 Transformation Between Cubic Lattices and hcp

As mentioned before, the geometric constraints on the transformation are characteristic of the
structural transformations between two crystals. The exact pathway depends on the chemical
nature of the system being investigated, however, there are some general transformation
mechanisms that serve as good examples of diffusionless transformations (martensitic or
non-martensitic).

The first mechanism was proposed by Bain in 1924 to describe the transformation from a
bec to a fec structure (or vice versa) of iron and steels through a homogeneous deformation. 25l
It can be seen as a tetragonal distortion of the fcc lattice, characterized by a compression along
one axis and a expansion in the orthogonal directions. That is, the underlying symmetry of the
mechanism follows a body-centered tetragonal (bct) lattice. 2”28 Although this mechanism
predicts specific orientations between parents and product phases that are not seen in steels,
the bct deformation is correctly describing the process. The bce-to-fec transformation has been
studied under many approaches, 7252611 but, not long ago, a microscopic framework has
been proposed to explain the lattice deformation for atoms interacting through Lennard-Jones
potentials[!?6] and lithium from DFT calculations!?7].

Another mechanism was proposed for the bcc to hep transformation by Burgers in 1934,

[262] This transformation is more complicated

when studying the phase transition of zirconium.
because the hcp structure is not a Bravais lattice. Hence, the Burgers mechanism is composed
of two steps: first, a stretch along the [110]p. direction while compressing the [001]pcc
direction, and then an atomic shuffle that produces the ABAB stacking sequence of hcp. The
transformation has also been studied with different approaches for many systems[263-2661,
however exact mechanism is still under debate since some studies hint the possibility of a direct

path to fcc instead. [267-26%]
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Chapter 3
Computational Methods

In this chapter, all methods used to calculate the different properties of a system will be
described in general terms. The detailed explanation of the application of these methods to
each problem formulated for this work will be subject of the next chapters together with the
corresponding results, however the discussion of the fundamentals will also provide an implicit

justification for the choice of such methods.

3.1 Ab Initio Methods

One of the most widely used and powerful tools to study the behavior of many-body
systems in the solid state from first principles is the KS-DFT framework.[?79271 This section
briefly discusses the approximations used in density functional theory and their limitations in

explaining solid state properties.

3.1.1 Density Functional Approximations

As discussed previously, the main problem of KS-DFT is to find the exact form of the
exchange-correlation potential, which is equivalent to solve exactly the many-body Schrédinger
equation. This is still an active research field and some approximations to vy, have been found
since the early days of KS-DFT.[272273] The simplest functional is found under the local-density
approximation (LDA), where the electron density is considered uniform within a small volume.

The total exchange-correlation energy can then be approximated as[?74-276]

EXPAp] = [ p(t)esclp] dr 1)
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where ey, is the exchange-correlation energy density. From this, the exchange-correlation
potential is obtained from

oA, OE:Mp] (a’sxc) 3.2
PN = T = el o () 62)

with the derivative being calculated using explicit expressions for ey, which has been

2771 Tn principle, this simple

extensively developed with the aid of Monte Carlo simulations.
approximation should be only applicable to systems where the density varies slowly, however
it has proven to be mildly reliable for atoms and molecules and relatively good for metallic
systems, but in general not enough to obtain highly accurate quantitative results.[?”!

One way to improve LDA is to include the gradient of the electron density in
the exchange-correlation energy functional. This approach, called generalized gradient
approximation (GGA), will add a non-local content to vy, and overcome some drawbacks found
in LDA, such as overbinding due to the so-called delocalization error!?’827l or the electron
self-interaction problem. It is worth noting that GGA functionals, specially the one developed
by Perdew-Burke-Ernzernhof (PBE), 28] have been so successful in solid-state physics that they
have become the standard approach in computational materials science. [?81]

Yet, further improvements over GGA have been developed towards the goal of more
accurate descriptions of electron systems. They are usually categorized in hierarchy as a
ladder!?82] with the next rung including the kinetic energy density to the exchange-correlation
functional. This is the meta-GGA class of density functionals and yield highly accurate
ground-state energies for molecules and solids. Recently, the SCAN meta-GGA functional 283!
and its variations have shown to be very reliable for solids in general.!?84l A different approach,
more popular in the chemistry community and often associated to a higher rung in the ladder,

is the use of hybrid functionals that mix the exact Hartree-Fock exchange with the one obtained
from GGAs. [285286]

3.1.2 Dispersion-Corrected DFT

When it comes to include weak interactions between atoms or molecules, such as van der
Waals forces, most density functional approximations are not able to describe the long-range
correctly. [287,288] Thig is, indeed, the case for the rare gas dimers and rare gas solids, where it has
been pointed out that in general LDA functionals overestimate dissociation energies, while the
application of GGA functionals produce repulsive potential energy curves.[?82%0] The nature
of dispersion interactions is intrinsically non-local, which explains why local and semi-local
density functionals fail at providing a proper description of them.

Among the existing methods overcoming this difficulty, one of the most used is Grimme’s
DFT-D approach!®!l, which is basically an additive energy correction to the KS-DFT
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self-consistent calculation and allows an efficient treatment of dispersion for large systems.
The main idea is the inclusion of two-body interaction terms that depend on the inverse sixth
and eight powers of the distance between a pair of atoms A and B, respectively. In one of the
most successful methods, known as DFT-D3(BJ), >l the general form of the dispersion energy
is given by

1 snCLB

Eqisp = ) Z Z

(3.3)
AT e Thp + 1 (Rp)

with R, = /C{B/CAB, and a; and a, being free-fit parameters controlling the dispersion
correction in the regime from short- to medium-range and they are adjusted for each density
functional approximation.

An overall improvement of the optimized geometries and thermochemistry can be obtained
when combining the D3(BJ) corrections with different types of density functionals, from the

2%3] Furthermore, this method can be easily

GGA level to the upper rungs in Jacob’s ladder.!
extended to periodic systems by relying on the translational symmetry of crystal structures.

For a given lattice with lattice vectors L, the dispersion energy is written as

£ 1 Yy snCAB
e = — =
P 2 i Tpu=es |tap+ L|" + f"(RY%p)

(3.4)

where r 45 is the distance vector between atoms in the same unit cell.

3.2 Lattice Sums for Close-Packed Structures

The evaluation of the physical properties of a system of atoms in a lattice interacting through
model potentials can be done after having some knowledge of the geometrical properties of the
lattice. A well-known example of this is the calculation of the lattice energy of an ionic crystal
with Coulomb interactions between the ions forming it, where the electrostatic potential is
defined in terms of the lattice parameters and the Madelung constant.[1151 A similar procedure
will apply in the case of L] systems.

Since in many cases the interaction potentials depend on the distance between the particles,
it is helpful to represent the lattice characteristics in terms of its quadratic forms. As described
by Conway and Sloane,[?8] the arithmetical properties of a lattice can be conveniently studied
through quadratic forms, which represent an alternative language of lattices. Following this
purpose, let x be a lattice vector of a three-dimensional lattice with basis vectors {a; }, generator

matrix B and Gram matrix G. Then, x can be written as

3
x=Y ia, =B'i (3.5)
n
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where i is an arbitrary vector with integer components. The norm of this vector is the quadratic

form associated with the lattice, 28]

q(i)=i'BB'i=1i'Gi=) iji,a,-a, (3.6)
uyv

For two-body interactions depending just on interparticle distances, the total potential energy
can easily be taken as the sum over all lattice points of the system, and here is where the
quadratic forms become useful. Let us consider a two-body potential ¢»(r;;) as an inverse
power law of the distance, rl.;s, between two lattice point i and j with some fixed exponent
s € Ry. The calculation of the total potential energy of a crystal can be reduced, by means of
the symmetries of a given crystal structure, to a geometrical constant (the lattice sum) times
the distance of a lattice point from the origin. This is exactly the case to obtain the lattice
energy of an ionic crystal in terms of the Madelung constant and the lattice parameters.[11%12]
Nonetheless, special care has to be taken with the type of potential, since it can lead to an
arbitrary constant which is defined by a conditionally convergent series according to Riemann’s

rearrangement theorem.[?*!l As we have

Yot = < Y. qs(i)> rg® = L(s)ry® (3.7)
k iez?
where the lattice points are located at distances r from a selected atom, on the right-hand side
the sum is reduced to a lattice sum L(s) multiplied by the nearest neighbor distance from the
origin, rg.
Explicit analytical formulas have been reported for different types of crystals, with special
emphasis on sc, bee, fcc and hep structures. The relevant lattice sums for this work are listed

below.[2%]

—S
Lie(s) = Y (z’% B+ 2+ iyis + iz + i2i3>
iez3

. . o 2,.. . o0
Lpec(s) = Z/ (I% + i + 15 — = (i1ip + i1i3 +1213))

3
; 3
1€Z, . (3.8)
Lhep(s) = ¥ z’%+i§+i1iz+yzz§>
icz3
+ Yy i+12+i+12+i+1 i+1+2i+12_
= 173 273 173 27T 3 T BB 5

where v = c¢/a in the hcp structure, which has the ideal value of \/g .

It is noteworthy to point out that the use of efficient lattice sums is not restricted to two-body
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inverse power potentials, but can also be extended to certain types of many-body interactions.
One example, that will be shown in later chapters, is the Axilrod-Teller-Muto triple dipole
interaction obtained from third-order perturbation theory.!'8718] The dependence on inverse
powers of the internuclear distance makes plausible the use of such lattice sums, however the
convergence and efficient calculation methods need to be developed.

3.3 Fast Converging Expansions

At first sight, the evaluation of the lattice sums for inverse power potentials seems to be
straightforward, but actually it can be fairly troublesome to converge the series for small
exponents s. Much work has been done on this topic since the seminal work of Lennard-Jones
and Ingham, [112220.221,296] who used Epstein zeta functions to get an accuracy in the summation
of L(s) up to 107*. Further improvement has made by Zucker!>”] by means of the Mellin
integral transformation reaching a convergence threshold of 10~8 and, more recently, Burrows
et all?%®l reported the evaluation of lattice sums up to computer precision (10~'#) within less of
a second of computer time using an expansion in terms of Bessel functions.

Specifically, the expansion methods express the lattice sums as series of modified Bessel

functions of the second kind of real order v, which is defined as!?%8!
1 [ -
Ky(x) = 5/ w e XN/ 2 4y for larg x| < % (3.9)
0

This function has a symmetry property with respect to its order, K, (x) = K_,(x), and, since the
higher order Bessel functions can be reduced to lower orders by
2(v—1)

Kv(x) = Tval(x) + KV—Z(X)/ (3-10)

all of them can be cast in terms of K, K1 and Kj /». The fast convergence of the series containing
Bessel functions is due to their asymptotic exponential decay,

Ky (x) \/gex (1 +O G)) (3.11)

for |x| — oo.

3.3.1 Expansion Methods

It has been pointed out!'!?! that the lattice sums in Eq. (3.8) are special cases of the Epstein zeta

functions: 111113 )

( h) Z/ e—2mih-1 (3.12)
Z(s,g h) = —_— .

1 qs/z(l +g)

55



where the prime indicates that the term 1 = —g is omitted if g is a lattice vector and 4(1) is a
quadratic form. An alternative definition, in terms of M (a n X n positive definite real matrix)
and ¢ (a complex variable with (&) > n/2) is!?*]

Z(Sn, &) = 2 y (aTSna> - (3.13)

21162

This latter form makes more explicit the relation between the Epstein zeta and the lattice sums
in Eq. (3.8). For example, if S is the Gram matrix of the fcc lattice, G, then Z(G, s) is just twice
its lattice sum. Indeed, this is the basis of the first expansion method developed by Terras, in
which the Epstein zeta function for a symmetric positive definite 3 x 3 matrix S3 is decomposed

as [299]

1
Al(s — 1) PTG —3) [ 0(2s)
Z(S3,8) = 2s—2) 4+ 2 [ s 1) 4
(59 = T Vaees, “ X AT T Vapt®E Ty
1/4
s 1-2s _1
+ 7 _Pl 5 ) <2>S * cos (—ZNUHL”)) K, 1| 2muv p)
F(S) 0—22+ ? u,veN u 022 : 022
2 [ 1S Ea
+ ==\ e cos (2muw 'y ) ul ™ (w'S;lw) © K,y (Znu\/th51w>
['(s)\ detS ug\T ( > ( 2 ) ° 2
weZ?\{0z}

(3.14)
Here S3 has been block-diagonalized to obtain the (2 x 2) symmetric sub-matrix S, = (03;),

T 1 T ¢ T 1 T
R L y 0, 0, (3.15)
z S 0, I, 0 S22/ \y Iz

and y, z are simple 2-vectors. This gives the relations,

z=Sy = y=85,'z (3.16)
and
m=t+y'Sy = t=m-— szglz (3.17)
with t # 0 and
Syl =det(sy) 1| 72 T2 (3.18)
—012 011

The other parameters and functions are defined as follows,

2
p= {011 - @} (3.19)

022
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Another expansion technique was developed by van der Hoff and Benson to write a series
in terms of another series involving Bessel K, (x) functions, 3] making them as efficient as the

Terras” expansion.

Y [2+i+07] = V(s —3) | ar y (| |>S_2cos(2nng) (Q@mnlx|)  (3.20)

i€Z I'(s) |x|2s_1 I'(s) neN .

N\'—‘

3.3.2 Theta Function Transformation

Yet another method of transforming the inverse s-th power terms in the lattice sums to series of

Bessel K, functions is by using the gamma function, T'(s) with s > 0, in the form[?%4]

qg° = L/ xS le 9% dx (3.21)
0

I'(s)
The form of g will be determined for each lattice sum studied here, but it should be pointed
out that, in general, it is possible to find terms of the form i% + ij + j?> within g. This is specially
useful because the exponential within the integral of Eq. (3.21) will contain terms that can be

related to the theta functions and, more importantly, to the transformation formula

Z e—27r( P+ij+j*)x _ 1 —27r(z +ij+72)/3x (3.22)
i,jEZ X\/_ iL,jEZ

and its variants. After some algebraic manipulation of the full quadratic forms, the integral in
Eq. (3.21) will have exponential terms of the form e~™~b/% which can be evaluated in terms of
Bessel K, functions according to the relation

00 s/2
/O X lemax=b/¥ 4y — 2 (Z) K, (2\/%) (3.23)

The details of the transformation process have been applied in previous studies for the hcp
structure!?¥ and will be omitted here for brevity.

3.4 Optimization Methods for Crystal Structures

The evaluation of the energy through either density functional theory or lattice sums is just the
first step towards a quantitative analysis of elemental solids. The next step is to know what
lattice parameters minimize the energy of the system. For example, the bcc lattice has a defined
geometry, but the volume of the cell can be changed by varying the sides of the cube. Likewise,
an ideal hcp cell has two parameters that can change its volume: the length of hexagonal sides,
a, and the height of the unit cell c.
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The interactions of the atoms in the lattice can change the lattice parameters and, in
some cases, the ideal structures are not even local minima, but approximations to it.[103107]
The optimization of the unit cell then becomes an important task prior to make quantitative
predictions. In this setting, the energy of the system becomes a real function of all variable
lattice parameters {¢;}, thus knowledge and understanding of the mathematical properties of
the energy landscape is essential when choosing an optimization method.

In many cases, the energy function around an equilibrium configuration of a crystal
exhibits a locally convex structure.!?3!l In other words, the existence of a minimum in that
region is guaranteed and a solution via a gradient-based optimization can be computationally
efficient. In general, smoothness conditions, such as Lipschitz continuity, provide insights on
the variation of the parameters of the energy function and, hence, the convergence rate of the
algorithm chosen.[301

Two types of optimization algorithms were used here: gradient-based methods[*??l and
Bayesian optimization[3®]. In general, one starts the process by defining either an initial guess,
xp, of the crystal structure or by providing bounds to the parameters of the unit cell and then
the algorithm chooses a starting point. Thereafter, a sequence of steps are generated such that it
terminates when the optimized point has been reached to within certain accuracy, or no further
progress can be made. The next point, x4, in the sequence is calculated by knowledge of the
function at the previous step, xj_1.

3.4.1 Gradient-Based Optimization

One of the approaches to create the sequence of solutions {x;} is to choose a direction py to find

the next value x; while satisfying f(x;_1) > f(xi). That is, each iteration is given by[30?!

Xk41 = Xk + QkPk (3.24)

where a; is a positive constant that regulates how big is the step in the direction py. For a
minimization, the direction has to be a descent direction that satisfies p; V f; < 0. The form of

the search direction depends on the specific algorithm, but in general it is given by [3%?]
pk = —B;'Vfi (3.25)

where By is a symmetric non-singular matrix which is positive definite in a descent direction.
Three optimization methods use this form, namely, Steepest Descent (SD, with By = I),
Newton-Raphson (NR, with By = H( fi), that is, the exact Hessian of the function at point xy),
and Broyden-Fletcher-Goldfarb-Shanno 23081 (BFGS, B is an approximation to the Hessian
that gets updated at each step).

In any case, the step length, when optimal, can lead to a substantial reduction of the
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optimization iterations by finding the appropriate x;,, that brings the function as close to the
extremum (e.g. minimum) as possible at that step. Finding the optimal step length for each
iteration may be too expensive to perform, hence it is common practice to rely on inexact line
searches for the step length. A common criterion for sufficient decrease in the objective function
f is the Armijo condition3%!

flxx+apr) < f(x) +c1aV ] px (3.26)

where ¢; € (0,1) is the Armijo constant, often chosen to be small (c; ~ 10~%). To actually
choose the step length, a backtracking approach is taken which relies on the Armijo condition
to terminate the search. In the backtracking procedure, the initial step length is multiplied by a
constant p € (0, 1) for a finite number of trials until it becomes small enough such that Equation
(3.26) is satisfied. This strategy has proven to be well suited with Newton and quasi-Newton
methods, such as BFGS. [392]

3.4.2 Bayesian Optimization

When analytical gradients are not available, gradient-based optimization methods can become
time consuming due to several function evaluations to obtain numerical gradients. This could
be specially troublesome when performing DFT calculations at very high accuracy and the
parameter space for optimization is large. Another issue here is the presence of noise due to
limited accuracy, which could possibly decrease the quality of numerical gradients and even the
function evaluation. Note that the energy differences in solid-solid phase transitions are tiny
compared to the cohesive energy of each phase and very close to the computational accuracy
of density functional approximations. A further difficulty could be the existence of kinks or
discontinuities in the energy landscape, also associated to phase transitions.

To avoid all these computational complexities, we could start by assuming that the electronic
energy with respect to the parameters is a black-box function, i.e., there is no analytical
expression and no knowledge of its derivatives, defined on a bounded and compact domain
X, suchthat f : X — R. Let ¢ = f(x) for x € X. Due to the noisy energy evaluations, we
can assume that the value obtained, y, after sampling f at a point x is distributed according
to an observation model p(y|x, ¢) that has to be carefully designed. For example, one can use
a Gaussian observation model ' in which sampling at a point x gives the value y = ¢ + ¢,
where ¢ is the error associated to the function evaluation, and the error follows a Gaussian

distribution with mean zero. Hence, the observation model is

1

x/ /Un —
p(ylx, ¢, 0n) Neror

e~ (=028 = N (y; 9, 02) (3.27)
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where 0, is the observation noise scale (or standard deviation of the distribution). On the other
hand, if function evaluations are exact, then y = ¢, and the observation model becomes a Dirac
delta distribution.

The uncertainty in the sampling of the energy can be handled using Bayesian inference. 3]
For this, a prior process containing all assumptions about f is established, then, an evaluation
of the objective function at the point ¥ in parameter space is performed to refine the prior and

[312,313

derive, through Bayes’ theorem 1, a posterior process. This is the first stage of Bayesian

optimization. 33!

The actual optimization machinery starts after defining an acquisition function that tells
us how good is a potential observation location. This becomes useful when reducing the
uncertainty about the critical points of the objective function, since the next step is doing
the observation at X’. This optimization method relies on the optimization of the acquisition
functions, which are cheaper to evaluate compared to the original objective function. Therefore,
a single complex problem is reduced to multiple simple problems and, in this case, the

computationally more demanding step is just the energy evaluation with DFT.

3.5 Dynamical Matrix

The calculation of the dynamical matrix at each k-point within the irreducible Brillouin
zone can be computationally demanding. When it comes to lattice vibrations, one of the
simplest approximations is called the Einstein model, which assumes that all atoms vibrate
independently at the same frequency wg.!3'#! That is, the dispersion relation is a constant in

w1l at high temperature, it is

reciprocal space. Although it reproduces the Dulong-Petit la
not qualitatively correct at low temperatures and at describing acoustic modes of vibration.
The Einstein model may be unrealistic for elemental solids,[?*! but more suitable in molecular
crystals where the internal molecular vibrations have higher frequencies (stronger restoring
forces) than lattice vibrations. This makes the optical branches relatively flat and independent
of the wave-vector k. Nevertheless, since around k = 0 (the I' point of the lattice) the optical
branches are somewhat flat, the Einstein model works reasonably well to describe them.

As has been pointed out early in the theory of lattice dynamics, the atoms in a solid oscillate

[231,316

collectively as propagating waves. I Therefore, knowledge of the full phonon dispersion

in the Brillouin zone gives a much better picture of the lattice vibrations, which allows an

accurate calculation of the zero-point energy and the stability of lattices at finite temperatures.

3.5.1 Sampling the Dynamical Matrix in the Irreducible Brillouin Zone

The determination of the force constants from first principles relies upon the solution of the

equations of motion of the lattice (see Equation (2.47)). When turning these equations into a
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matrix problem, the force constant matrix becomes a 3N x 3N matrix, with N the number of
atoms in the whole crystal.['?8] For example, consider the central potential ¢(r). The elements

of the force constant matrix are given by

qDD{y,’BV(E/‘e/) _ ( 824)(1’) ) B ery(f)xﬁv(ﬁ’) (824;(r) B 18([)(7’)) " %M (3.28)

0Xap0xgy | r2 or2 roor roor

where J,, is the Kronecker delta. Clearly, for a macroscopic sample with N = 1023, the
calculation of all @, 5,'s must be a very computationally demanding task. One approach to
this is to truncate the crystal to a finite number of unit cells, forming a supercell.[1?8] The size of
the supercell will determine how many coupled equations to solve, and this should be carefully
determined by studying the convergence of the properties and by ensuring that the constraints
mentioned in Section 2.4 (Newton’s third law and ASR) are fulfilled. Further disadvantages of
the real-space method above is the numerical noise accumulation, which may propagate across
all points in the Brillouin Zone.

An alternative approach is by diagonalizing the dynamical matrix at each k-point. Since
each k-point poses an independent eigenvalue problem, there is no error propagation across
the Brillouin zone and a system with long-range interactions may converge more smoothly.

3.5.2 Dynamical Matrix at the I' Point

When working with inverse-power-law potentials, it is possible to simplify lattice dynamics
to an Einstein-like model with few vibration frequencies, depending on the symmetry of the
lattice. For example, in a cubic lattice, this procedure reduces to the Einstein model with
only one frequency for all atoms. The idea is to calculate the frequencies only at the center
of the Brillouin zone, therefore obtaining only optical frequencies, in order to exploit efficient
evaluation methods of lattice sums.

At the I point of the lattice, that is k = 0, the dynamical matrix is

1
N

Drxy,ﬁv(o) = ;q)zxy,ﬁv(R) (3.29)
The absence of the phase factor physically means that all unit cells are moving in phase. If
the unit cell contains two atoms or more, they can either move in a symmetric way (uniform
translation of the lattice associated to an acoustic mode) or in an asymmetric way, which leads
to optical modes. In other words, for two atoms « and f, acoustic modes are symmetric under
the exchange « <+ B, whereas optical modes are antisymmetric under this operation.

The dynamical matrix for two atoms in a unit cell is a 6 X 6 matrix that can be separated into
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on-site and off-site blocks, such that

D= (D"‘“ D“ﬁ> (3.30)
Dg, Dpgg

where each block is a 3 X 3 matrix. At the I' point, the polarization vectors become e, =
\/Mallay. We can find a basis in which the dynamical matrix is block-diagonal by defining the
following displacement vectors

_ ch + u'B and u(_) . ulx - u’B

V2 V2

where u, is the displacement vector of atom « around its equilibrium position and we assume

uH)

(3.31)

that m, = m p- Hence, the transformation between the two vectors is

(+)
) (2)

with
1 1
o L (B B _pr (3.33)
V2 \13 —13
The similarity transformation of the dynamical matrix then leads to
Dy +D D)
D = F pF = (Dot Pap 0 = 0 (3.34)
O D“a - Daﬁ 0 D(i)

When working with hcp, we can use the hexagonal symmetry of the unit cell to further
simplify the dynamical matrix which allows splitting the frequencies into in-plane and
out-of-plane modes. Since the main rotation axis is along the z axis, we have, due to hexagonal

symmetry,
Uy Uy cosf —sinf 0 Uy
uy | =Rg | uy | = |[sinf cos6 O Uy (3.35)
Uy Uy 0 0 1 Uy

Since a 60° rotation about the z axis cannot change the potential energy in the crystal, we have
D' = R, DRy, thus the similarity-transformed dynamical matrix has to be a diagonal matrix of
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the form

&0 0o 0 0 0
0 ¢ 0o 0o 0 0
o 0o x* 0o o0 0
D = x g (3.36)
o 0 0 9 0 0
o o0 o0 o0 9 o0
o 0 0 0 0 x©
where &&) = Dy ax & Dyy pr and X&) = Dyz oz £ Dz g
For a central force ¢, (r) = &, we have
"(r)\ R,R "(r
cbay,ﬁv(R) == [(4):1/(7/) - (Pnr( )) iz - + anr( )(Sw/}
(3.37)

n+2\ o ~ ) A A
= —nc, KW) RuRy — r"%] = —ncy [fu(r)RuRy + gn(r)duy]

where R = R/r = R/ |R] is the unit vector pointing from atom a to atom B. All terms
containing R, R, do not depend on the magnitude of R, but in its direction.
Hence, to calculate the frequencies we encounter terms of the form

—ncy,

(r)R2 + gu(r) (3.38)

Z f” RZ +g”( ) and Dax,,Bx =
Mo rZo

DIXXDCX -

nCn _nCn A
Dazaz = fuVR2 4 gu(r)  and  Dysps = a2+ gu(r)  (3.39)
nZ,0z ", RZ#:O n n «z,Bz \/m; n z n

We can perform the summation over shells of symmetry-equivalent neighbors. Since R2 =

sin?§ cos? ¢ and R? = cos? @, in the hexagonal plane we have <R§>KP = (1 —cos?0)/2. The
terms containing the angular dependence can be written in terms of Legendre polynomials

such that
R2 = 1+ 2P,(cos6)

. 1 — Py(cos6)
2\ _ 2 =
<Rx>q) - . and 2 : (3.40)
If we define the lattice constants

L = ¥ (R (3.41)

RZ0
L0 Zr,xﬁ (3.42)
L3 = ¥ Py(cos 0)raq(R) (3.43)

R#£0
L) = ¥ Py(cos B)rap(R) (3.44)

R
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where 7,8(R) = |R + Tg — T,|, we can write the lattice sums appearing in the dynamical matrix

as
R _r-rd g oy R_nea? (3.45)
= 8 3 = 1 3 '
Therefore, we have
(0,a) (2,00)
—nc L —L
Pusae =, l(n - ( T ) ) L’%@] (3.46)
_ —hcy n—1 L(O,zxnc) _(n +2 L(Z,zxtx)
- My 3 n+2 3 n+2
—ncy n—1Y\ (0ap) n+2\ (2ap)
Docx,ﬁx - Tl TG 3 Ln+2 o 3 Ln+2 (3.47)
(0,a) (2,00)
—nc L + 2L
Dyzpz = an (1’1 + 2) ( 1 3 2 ) o Li(i(f;a)] (3.48)
—nc n—1Y\ (o) 2(n+2)\  2aw) |
—o () (2
—nc n—1Y\  (0ap) 2(n+2)\ . (2
Dz pe = man’jlﬁ [( . ) L) 4 (T L (3.49)

The (+) sector of the dynamical matrix give raise to the acoustic modes that are zero at the I’
point, hence we only consider the optical modes (—) to calculate the frequencies for hcp.

wﬁ = 6(7) = szx,acx - szx,,Bx (3.50)

W = X(i) = DIXZ,DCZ - szz,le (351)

This model can be easily expanded to lower-symmetry lattices or n-lattices, but the number of

frequencies will increase according to the degrees of freedom in each case.

3.5.3 Density Functional Perturbation Theory

When the potential does not have an explicit analytical form but is obtained from ab initio
methods, the evaluation of the force constant matrix can be made by two different methods:
the direct method 3173191 and density functional perturbation theory (DFPT).[32032! In the first
method, a supercell is employed to calculate the energy change after displacing the atoms from
the equilibrium positions and the dynamical matrix is calculated numerically. On the other
hand, one can avoid the use of supercells with DFPT and calculate the response of the system
to physical perturbations (such as phonons, applied electric fields, among others) from energy
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derivatives to, in principle, any order within DFT. This latter method will be employed here.

Within the DFPT framework, the entries of the force constant matrix are given by[128]

’E %0y 0%0(r) 90(r)\ (d0(r)
s~ g | <8uiauj) () dr+ [ ( o, ) S 2 (652

J

where v,,;, is the nucleus-nucleus interaction potential. The first two terms can be calculated
easily since they only require the atomic positions and the electron density at equilibrium.
However, the third term involving the derivative of the density with respect to the atomic
displacements can be challenging. Nonetheless, within KS-DFT this derivative can be obtained

from the properties of the system at equilibrium and the primitive unit cell, such that

op(r) _§§"_ 2 Wis (M| N\ i
ou, ~ ke e [\90| T, | 9r) OrDea(0) + e (3.53)

Since the KS potential is related to the density, this calculation has to be done self-consistently.
The advantage of this method is that obtaining the derivative of the density is at the same
computational cost as the energy calculation itself, including the use of symmetry in the unit

cell.
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Chapter 4

Tipping the Balance Between the bcc and
fcc Phase Within the Alkali and Coinage
Metal Groups

Chemical intuition using basic bonding models, such as the ball-and-stick model, the VSEPR
(valence-shell electron repulsion) model, hybridization concepts, covalent and ionic models,
ligand-field theory or force field methods, to name but a few, is extremely successful
in predicting molecular structures and chemical reaction paths.[3?23231 We cannot imagine
chemistry anymore without the use of such qualitative bonding models. However, such simple
bonding models do not necessarily transfer so easily into the solid state where one requires a
more elaborate quantum theoretical treatment and sophisticated algorithms!®?¥l to correctly
predict crystal structures at certain temperatures and pressures. This conundrum between
the gas phase and the solid state was nicely summarized by John Maddox in 1988: One of
the continuing scandals in the physical sciences is that it remains in general impossible to predict the
structure of even the simplest crystalline solids from a knowledge of their chemical composition. 32

A statistical evaluation of low-temperature crystal structures for 102 elements in the Periodic
Table shows that the majority crystallize either in the face-centered cubic (fcc) or hexagonal
close-packed (hcp) phase (48%), as one expects from a maximal packing density of pfec = Phep =
71/v/18 (74.05%) and a high coordination number of Ncn = 12. Far fewer elements crystallize
in the body-centered cubic (bcc) structure (21%) having a much lower packing density of pp. =
Tv/3/8 (68.02%) and Ncn = 8. As prime examples, the known Group 1 solids all adopt the bec
lattice, while in contrast the Group 11 elements adopt the fcc lattice at standard conditions.

We recently argued that the bcc phase for the lightest Group 1 element, lithium, is stabilized
over the fcc structure by zero-point vibrational effects.['?”] This vibrational stabilization of
the bec phase is further enhanced by temperature effects through the Boltzmann distribution

and the vibrational entropy term, which gives an atomistic explanation of the Landau theory
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favouring the bcc phase close to the melting point. 1252l However, lithium is quite different to the
other group 1 elements. Furthermore, zero-point vibrational effects are much smaller for the
heavier group 1 elements and one therefore seeks a different explanation for the dominance of
the bec phase within the (heavier) Group 1 metals. We therefore decided to carry out relativistic
density functional calculations along the path of smooth cuboidal (body-centered tetragonal
structures) transformations from bcc to fcc, see Figure 4.1. The important role of dispersion
effects will be highlighted by using Grimme’s add-on dispersion-energy correction, as well as
relativistic effects for both silver and gold. We use the formalism as outlined by Jerabek et
al.["?7l which involves only a single cuboidal distortion parameter A with A = 1 set for fcc and

A =1/2 for bec (see computational details).

Figure 4.1: Body-centered tetragonal lattice shown in blue with lattice constants 4 and c. For
a = ¢ we obtain the bcc lattice. The usual fcc unit cell with additional red atoms is shown as
well with lattice constants 4’ = av/2 = c.

Alkali metals are well-known for crystallizing into the bcc phase at standard conditions,
however, some density functionals predict other phases like fcc or hcp to be more stable at 0 K

264,326]

as the energy differences between the different structures can be very small.! To analyse

this in more detail, the cohesive energy with respect to the fcc phase along the cuboidal (Bain)

distortion path 2%

is obtained from density functional calculations (see computational details)
for the alkali metals from Li to Fr as depicted in Figure 4.2. Care had been taken to converge
the PBE calculations to the required accuracy of 1073 kJ/mol. As can be seen, the differences
in the cohesive energy between the bcc and fcc phases for each alkali metal are of the order of
0.1 kJ/mol (see Table 4.1), which provides a challenge to such calculations.3”] Nevertheless,
when adding dispersion corrections by means of Grimme’s DFT-D3(B]) method, %! the bcc
phase of the Group 1 metals with the exception of lithium becomes stabilized with respect
to fcc, but obviously not enough for francium to make bcc the most stable phase. This may
however change with different density functional approximations, which is currently under
investigation by our group. Thermal contributions to the free energy will further stabilize the

bee phase as already pointed out.['7]

Regarding the dispersion interaction we plot the ratio gqisp(A) = Egisp(A)/Eaisp(1) in
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Figure 4.2: Cohesive energy of (a) lithium, sodium and potassium and (b) rubidium, cesium and
francium relative to the fcc phase along the Bain path with the PBE functional and including
dispersion interactions.

Figure 4.3 to point towards a very similar functional behavior for all the elements considered
here. This ratio varies smoothly along the Bain path, having a maximum at the bcc phase.
Further, the magnitude of the dispersion energy among the alkali metals is the highest in
lithium. This is perhaps surprising as the dipole polarizabilities for the alkali atoms increase
down the group (except for francium and element 119 where relativistic effects become
important3%l) and the coordination number is 12 in fcc compared to only 8 in bcc. However,
as defined in the DFT-D3(BJ) method, 328! the magnitude of the dispersion energy will critically
depend on the nearest neighbor distance for all systems as the dominant London dispersion
term is ~ R™°. Further, the nearest neighbor distance decreases from fcc to bee along the Bain
path, see Table 4.1. Nonetheless, in Figure 4.4 we see an overall destabilization of the bcc phase
for lithium compared to its fcc phase. Although dispersion interactions are always stabilizing,
we notice that the electronic energy in the dispersion-corrected crystal is higher due to a smaller
nearest neighbor distance when dispersion is included. Thus, the destabilizing effect from
the electronic structure is added to the stabilization due to dispersion, generating an overall
destabilization of the bcc phase for lithium with respect to fcc, contrary to all the other alkali
metals. As shown in Figure 4.4, the group 11 metals behave in the same way as lithium in this
aspect. Because of the small energy differences involved leading to quasi-degenerate phases at
0 K, the dispersion correction plays a decisive role when determining the correct ground state
structure of the bulk.

We notice that the PBE-D3 functional often overestimates the cohesive energy compared to
the experimental values (Table 4.1), but this error should be mostly compensated by taking the
energy difference for the cuboidal structures with respect to fcc along the Bain path. In this
respect, Grimme’s D4 dispersion correction[328] has been tested recently for the solid state with
in general only slight improvements for lattice energies compared to the most widely used D3
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Figure 4.3: Ratio of dispersion energies along the cuboidal distortion path at the optimized
PBE-D3 geometry for the Group 1 and 11 metals. The inset shows more details of the curves
around the maximum.
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Figure 4.4: Change in the cohesive energy due to dispersion corrected-geometries along the
Bain path with respect to the fcc structure for the Group 1 and 11 metals. The inset shows more
details of the curves around the minimum for the heavier Group 1 metals

For the Group 11 elemental solids we see a completely different picture, that is the bcc
phase is not a local minimum anymore (see Figure 4.5), but rather a transition state towards
a meta-stable minimum lying close to the so-called axial centered cuboidal lattice A = 1/3
with a coordination number of Ncy = 10.1331 The location of the transition state is practically
unaltered by adding dispersion. In contrast, the location of the transition state (characterized
by the distortion parameter A¥) along the Bain path for the alkali metals is close to the so-called
self-dual mean-centered cubic lattice (A =1/ \/5), which, in some sense, is an average between
the bee and fec lattices as described in detail by Conway and Sloane.[33!] This is even more

apparent when dispersion is added, except for the lightest and heaviest Group 1 elements
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Table 4.1: Optimized nearest neighbor distance R in A, cohesive energies E.., and zero-point
energies Eq in kJ/mol, location of the transition state A¥ in the Bain path and corresponding
nearest neighbor distance R¥ and barrier height AE? relative to the fcc structure in kJ/mol
for the Group 1 and 11 metals. AE = Eg%ch — EEgﬁ and AE} = Eﬁgch — Econ(A¥) in KJ/mol.

Experimental values are taken from Kittel.['?’l Zero-point energy values in square brackets

from Equation 4.1, and exp. values are estimated from the Debye temperatures.!1?]
Metal Rfce  Rbee  RE AF Efec Ebec AE  AEF Eke  EpC  AE+AE

PBE 3.065 2978 2986 0.625 155.152 154987  0.165 0.187 3971  3.842 0.036
Li PBE-D3 | 2959 2880 2885 0595 172251 172030 0220 0.229 0.091

Exp. 3.023 158.0 3.22]

PBE 3742 3635 3.655 0.672 109.141 109.081  0.060 0.129 [1.617] [1.565] 0.008
Na PBE-D3 |3.635 3532 3559 0712 125016 125027 —0.011 0.081 ~0.063

Exp. 3.659 107.0 [1.48]

PBE 4711 4576 4607 0696 83673 83653  0.020 0085 [0.878] [0.850] —0.008
K  PBED3 | 4603 4469 4511 0739 95214 95269 —0.055 0.057 —0.083

Exp. 4525 90.1 [0.85]

PBE 5056 4908 4932 0.658 74482 74417  0.065 0.106 [0.534] [0.517] 0.048
Rb PBE-D3 | 4947 4804 4844 0718 84531 84542 —0.011 0.074 —0.028

Exp. 4.837 82.2 [0.52]

PBE 5502 5336 5360 0.655 68.642 68559  0.083 0.114 [0.377] [0.366] 0.072
Cs PBE-D3 |5386 5233 5271 0715 76987 76984  0.002 0.066 —0.009

Exp. 5.235 77.6 [0.36]

PBE 5499 5326  —  — 61079 60810 0269  — [0.292] [0.283] 0.260
Fr PBE-D3 |5367 5202 5218 059 70611 70449  0.161 0.166 0.152

Exp.

PBE 2570 2502 2502 0502 336257 332.865 3392 3.392 2877 2781 3.296
Cu PBE-D3 |2523 2456 2456 0499 393195 389.521  3.674 3.674 3.578

Exp. 2.56 336.0 [3.21]

PBE 2932 2859 2858 0499 243.013 240.034 2979 2979 [1.812] [1.747] 2914

NR-PBE | 3.009 2933 2933 0500 218742 216273 2469 2.469 2.404
Ag PBE-D3 |2879 2806 2805 0500 298.848 295340  3.509 3.509 3.444

Exp. 2.89 284.0 [2.11]

PBE 2939 2860 2860 0499 292883 290911 1972 1972 [1.336] [1.292] 1.928

NR-PBE | 3.128 3.049 3049 0500 219553 216.807 2745 2.745 2.701
Au PBE-D3 |2900 2822 2822 0501 355.012 352738 2273 2273 2.229

Exp. 2.88 368.0 [1.53]

lithium and francium. The energy barrier to go from fcc to bec (AEY) is however very small
for the Group 1 elements and around 0.1 k] /mol, with a decreasing tendency going down the
group for the PBE functional, but less pronounced when dispersion interactions are included
because of the change in the nearest neighbor distance and the corresponding electronic energy.
The energy barriers for the coinage metals are considerably larger compared to the alkali metals.
This implies that the bonding within the Group 11 atoms in the bulk is far stronger for the fcc
phase with the highest coordination number compared to all the other cuboidal phases along
the Bain distortion path as is evident from the cohesive energies listed in Table 4.1.

127] that the vibrational contributions to the free energy are

It was shown by Jerabek et al.|
of huge importance in stabilizing the bcc phase for lithium. As phonon calculations require a

computationally expensive supercell treatment for sampling the k-space, and are often difficult
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Figure 4.5: Cohesive energy of coinage metals relative to the fcc phase along the cuboidal
transition path with the PBE functional including non-relativistic results for silver and gold.
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Figure 4.6: Change in the cohesive energy due to scalar relativistic corrections to the geometies
along the Bain path with respect to the fcc structure for silver and gold.

to converge to the required accuracy, we used a simple model to calculate the zero-point
vibrational energy (ZPE, E) within the harmonic approximation applying Badger’s rule!33l
for the heavier elements, and using lithium and copper as a reference system for the remaining
Group 1 and 11 elements, respectively. Within this model, the ratio between the ZPE of the

reference element RE = Li or Cu to a heavier atom X is given by

EX(A)  [Ryg(A)Mge

ERE(A) ~ \| Ry (A)Mx &

where EX, Ry, and My are the zero-point energy, optimized nearest-neighbor distance and
atomic mass of element X. EXE(A) is determined from elaborate phonon calculations (see
computational details). Preliminary phonon dispersion calculations for Na show that this is

an excellent approximation, and the trends with increasing mass are in line with Borelius. 333!
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Further, one can estimate the zero-point vibrational energy contributions from the Debye
temperatures 0p, i.e. Ey = %kBGD, which are also listed in Table 4.1. These show that our
simple model gives very accurate results for the zero-point vibrational contribution. We note
that Li cannot be used as a reference for the Group 11 metals as the phonon dispersion curves
between the Group 1 and 11 elements are very different, and one cannot simply neglect the
distance-dependent term in Equation 4.1 as it leads to large errors otherwise. Adding the
difference between the bec and fcc ZPEs, AE, to the electronic contribution, we see from Table
4.1 that Li, Fr and all Group 11 elements prefer the fcc structure at 0 K, whilst the elements from
Na to Cs prefer bec. This is consistent with experiment[1?°! except for francium where no solid
state data are available.

Concerning relativistic effects, which are enhanced for the Group 11 and 12 elements, [164:334]
for both silver and gold the nearest neighbor distances are shortened and the cohesive energies
are increased substantially in agreement with previous work, 3% ¢f. Table 4.1. This produces
an interesting behavior along the Bain path with the bcc phase being slightly stabilized in gold
but destabilized in silver due to relativistic effects, see Figure 4.6. The relativistic stabilization in
gold is however not enough to stabilize the bcc over the fcc phase. Furthermore, the meta-stable
minimum located between acc and bcc is roughly at the same position as for the non-relativistic
Bain path. In both cases, the relativistic effects in the differences in nearest neighbor distances
and cohesive energies between fcc and bec are very similar, see Table 4.1. Spin-orbit coupling,
not considered here, might further influence these small energy differences.

In conclusion, the small energy differences between bcc and fcc for Group 1 metals makes
dispersion and phonon contributions important for the question of which is the most stable
phase at 0 K. For the Group 11 metals, fcc seems to be far more stabilized compared to
bec and both dispersion and phonon contributions do not change this trend. The activation
barriers along the Bain bath from bcc to fcc are very small and comparable to a Lennard-Jones

103]

system[ , and rearrangements can easily happen at more elevated temperatures. It was

already pointed out that simple two-body interactions such as Lennard-Jones favour the fcc

el103.227] "and stabilizing the bce phase at low temperatures requires higher than 2-bod
g P % q g y

phas
interactions. A simple harmonic oscillator model can be used to estimate the zero-point
vibrational energy for the heavier elements using the lightest element in the same group as
a reference system. Further investigations are underway to simulate the bcc to fcc phase
transition for the group 1 and 11 metals at higher temperatures and pressures.

Computational Details: The bcc and fcc lattices are closely related as they are dual

to each other. Following the ideas of Conway and Sloane,33!]

it is therefore possible to
build a connection between the two lattices through a smooth diffusionless (martensitic)
transformation by defining a set of basis vectors b depending only on two lattice parameters,

A and R, the first being responsible for the phase transition and the latter the nearest neighbor
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distance,

0 A
NS H S
A+T\ | VA+1
4.2)

ba —
ST JA+1

with R = §4/2+ (g)2 and A = } (g)2 Here a and c are the lattice parameter of the basic
bct (body-centered tetragonal) lattice as shown in Figure 4.1. The phase transition parameter
A is characteristic of the Bain diffusionless martensitic transformation, which includes four
important lattices along the path: the axial centered cuboidal lattice (acc, A = 1/3), the bcc
lattice (A = 1/2, the mean centered cuboidal lattice (mcc, A = 1/+v/2), and the fcc lattice

(A = 1). The volume of the lattice is related to the R and A parameters by

2
V(R,A) = —op3 | 4

> e (*3)

The bcc lattice has the largest volume within the Bain transformation path and hence the least
dense packing density,
m [(A+1)3
plA) =15 % (4.4)
Note that A classifies the crystal type, whereas the nearest-neighbor distance just expands or
contracts the volume.

For each value of A within the chosen interval of [%, 1.2} in steps of 0.01, an
optimization of the nearest-neighbor distance was performed for all systems using the
Perdew-Burke-Ernzerhof (PBE) exchange-correlation functional [280] including dispersion
corrections with the DFT-D3 approach and the Becke-Johnson damping. 21292 The importance
of dispersion forces for metallic systems is now well documented!®3l.  Additionally,
non-relativistic calculations were carried out for both silver and gold.[3] All electronic
structure calculations were performed with the VASP 6.4.0 version!33834] with the atomic
cores as described by Blochl’s Projector Augmented Wave (PAW) method 3423431 and the
recommended pseudopotentials. The electronic optimization was done using the tetrahedron
smearing method with Blochl corrections[**4 with an energy width of 0.1 eV. Convergence tests
regarding k-spacing and energy cut-off were performed guaranteeing a variation of less than 1
meV in the total energy with respect to more demanding accuracy settings. The energy cut-off
was set to 500 eV for Li, Na, Fr, Ag, and Au, 600 eV for Cu, 700 eV for Cs and 800 eV for K and
Rb, respectively. The k-point grid was set using KSPACING = 0.07 and centered at the I" point.
To calculate the cohesive energy for each metal, the isolated atoms were placed in a slightly
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orthorhombic unit cell of size 14 x 14.001 x 14.002 A3 and their total energy was computed at
the I' point in reciprocal space. After minimization of the total electronic energy with respect
to the nearest-neighbor distance, the variation of A for a given element creates a continuous
reaction path E g, (A) along the specified lattices (Bain path).2%]

Phonon calculations on lithium and copper were performed using density functional
perturbation theory with the aid of VASP 6.4.0 and Phonopy 2.14.0.13%! For this purpose,
a 6 x 6 x 6 supercell was built with the optimized nearest-neighbor distance and the force
constants were calculated with a I'-centered 3 x 3 x 3 k-point grid for lithium and 4 x 4 x 4

k-point grid for copper.
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Chapter 5

Exact Lattice Summations for

Lennard-Jones Potentials Coupled to a
Three-Body Axilrod-Teller-Muto Term
Applied to Cuboidal Phase Transitions

5.1 Introduction

Crystalline solid-to-solid phase transitions are induced by temperature or pressure change and
often involve symmetry breaking away from the original space group of the starting phase
along the minimum energy transition path towards the final crystal phase.[3%l The special
class of martensitic phase transformations is described by diffusionless transitions induced by
lattice strain and a collective movement of the atoms in the lattice. 812533473491 Gy ch martensitic
transitions are found in many important materials such as steel or oxide ceramics, ¥ but also
for some elements in the Periodic Table such as lithium.”?*%1 The body-centered cubic (bcc) to
face-centered cubic (fcc) phase transition belongs to the class of martensitic transformations. [352]
Both the bcc lattice (c/a = 1) and the face-centered cubic (fcc) lattice (c/a = +/2) have the
body-centered tetragonal (bct) lattice (crystallographic group #139 or [4/mmm) in common
defined by the lattice constants a; = 4y = a and a3 = ¢ and right angles a1 = ay = a3 = 90°) as
shown in Figure 5.1.

Concerning the interactions between the atoms or molecules in a lattice, the associated
infinite lattice sums describing such interactions have a long history in solid-state physics
and discrete mathematics.l"'!l They connect lattices to observables such as the equation of
state for a bulk system with inverse power potentials V(r) = r~* acting between lattice
points. [219227,353,354] \Most notable cases for such interaction potentials are the Lennard-Jones

112

potential[ I (see Reference 222 for a historical account), which in its most general case is
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Figure 5.1: Body-centered tetragonal lattice shown in blue with lattice constants a2 and c. For
a = ¢ we have the bcc lattice. The usual fcc unit cell with additional green atoms is shown as
well with lattice constants 2’ = av/2 = c.

given by

nm 1 /reN? 1 sre\™
Byt =e,— {; &) -w () 1 / ®-1)
and the Coulomb potential leading to the famous Madelung constant derived as early as 1918
by Madelung.l''®l In Eq. (5.1), 7, is the equilibrium distance for a diatomic molecule, € the
corresponding dissociation energy, and we have the condition n > m > d with d the dimension
of the lattice. The application of the Lennard-Jones and other empirical potentials has been
invaluable to gain deeper insight into bulk phases and their phase transitions[2223%5-361],

In the following, we consider d-dimensional Bravais lattices A = B' Z? = {B'i | i € Z%},
with d = 1,2,3, where the generator matrix BT = (l;i, . ,b_;l) contains the lattice basis

S. [295

vector I When evaluating energies or forces in such long-range interacting lattices, we

encounter lattice sums of the form
_ >\ T7
L=) f@)=) f (B 1) , 5.2)

where f is a scalar or vector-valued function that decreases sufficiently fast such that the
sum is absolutely convergent. An important special case is given by an inverse power-law
potential f(¥) = |¥|7", where the resulting lattice sum is a special case of the Epstein zeta

function, a generalization of the Riemann zeta function to multidimensional lattice sums!!13l

with many applications in physics[112362-364] These lattice sums are often slowly convergent,
and their efficient and precise computation poses significant challenges. Moreover, meaning
can be given to conditionally convergent or even divergent series through techniques such
as meromorphic continuation.[3®! The theory of converting lattice sums, including their

meromorphic continuations, into fast converging series has become a research field on its
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own. 111l

The dominant long-range three-body interaction contribution comes from the triple-dipole

interaction and is described approximately by the Axilrod-Teller-Muto (ATM) potential.[187.188]
For a trimer of atoms at positions 7, 7, 73, the ATM potential reads [366]
2.2 .2 22 N2 N (T T
3 11or13153 + 3(F12 - 713) (Fa1 - P23) (P31 - P32)
E/(xT)M _ )-1213723 . (5.3)

(712713723)5

Here, A > 0 represents the ATM coupling constant, while 7;; = 7; — 7; denotes the relative
position vector between distinct atoms i and j with norm r;; = |#};|. The coupling strength
A depends on the polarizabilities of the interacting atoms, where three-body interactions can
become highly relevant, among others, for the heavier and more polarizable noble gases.
Notably, for solid argon at 0 K, three-body forces have been shown to contribute approximately
8.9% of the total cohesive energy.!'®! We should mention, however, that the expansion of the
total interaction energy in terms of many-body interaction contributions in a cluster or bulk
system can become problematic when atoms start to interact strongly .[183]

The precise simulation of solid-solid phase transitions can be highly challenging due to the
movement of many atoms within the simulation cell.[3503¢”] Martensitic transformations are
less complex in nature but are nevertheless difficult to predict theoretically and to measure

experimentally. [265,266,349]

For a general (n,m) L] two-body potential, we recently showed by
exact lattice summations that the bcc phase is at an extremum along the cuboidal distortion path
and becomes either energetically unstable or metastable. In addition, one requires rather soft
Lennard-Jones potentials to stabilize the bcc phase against rhombohedral distortion [3%5,356:368],
This bec instability persists into the high-pressure regime for a LJ solid.['?] This result can
most likely be generalized to all physically relevant two-body interactions. Thus, the existence
of the bcc phase, known for a number of elements in the periodic table, likely results from
vibrational and temperature effects, and/or from dominant higher than two-body forces. We
note that Landau theory predicts that the bcc phase becomes dominant near the melting line
for metals?>?l and for other solids!103¢].

In this work, we analyze a smooth connection between the cuboidal body-centered
tetragonal (bct) lattices through a martensitic Bain transformation including both general
two-body L] interactions and a three-body ATM potential.[256:370371] We first write the lattice A
along the transition path as a function of a single parameter A,[193127] and collect the basic
properties of the resulting lattice. We then present efficient methods to evaluate both the
arising two-body and three-body lattice sums to full precision. For the two-body potential,
we re-express the algebraically decaying sum in terms of a series of super-exponentially
decaying sums, which can be efficiently evaluated. We then present a novel efficient method

for computing general three-body lattice sums, based on integrals involving zeta functions on
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multidimensional lattices. Using these advanced numerical techniques, we offer a rigorous

study of the stability of the bcc phase relative to the fcc phase as a function of the ATM coupling

355,356,372] along the Bain path,

o [368]

constant A. Here we neglect possible rhombohedral distortions!
which has not been investigated in detail yet beside the work by Ono and It , as it requires

a different treatment of our lattice sums.

5.2 Theory

5.2.1 General lattice properties

We begin our treatment by defining lattices and important associated quantities. We call a
point set A C IR? a (Bravais) lattice, if A = B'Z% = {{"B = B'i|i € Z%} for some nonsingular
matrix B € R%*4, The matrix B = (El,- . ,Ed)T, called the generator matrix or the cell tensor
contains the set of linearly independent lattice basis vectors EZT as its rows. Lattices exhibit
discrete translational invariance, meaning that A + X = A for any ¥ € A. The Gram matrix G is
defined in terms of the generator matrix as G = BB and appears in the computation of lattice
vector norms. We further define the elementary lattice cell B' (—%, %)d. The lattice volume is
defined by V) = |detB| = v/detG. An important lattice quantity is the minimum or nearest

neighbor distance Ry with

Ry=min{|¥—¥| | X, 7€ N, X #V} = )?615\11\?0} X1, (5.4)

due to translational invariance of the lattice, where |X| denotes the Euclidean distance. In terms

of the Gram matrix this is equivalent to

Ry= min Vi'Gi (5.5)

iez\{0}

The packing density A describes the ratio between the volume of particles with radius p
and the volume of the elementary lattice cell,

a/2 d

L
A= a2 ) vy (5-6)

with the gamma function I'. For dense hard sphere packings we have p = Rp /2. Finally, the
kissing number for dense hard sphere packings is defined as the number of nearest neighbors

of an arbitrary lattice point,

kiss(A) = #{7 € A | 7] = Ra}. (5.7)
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5.2.2 Properties of cuboidal lattices

In case of the three-dimensional cuboidal lattices, we start from the work of Conway and
Sloane!33!! and consider the lattice generated by the vectors (£u, £v, 0)" and (0,+v,40)",
where u and v are non-zero real numbers. We now use the lattice basis vectors ElT =
(u,0,0), EZT = (4,0,0), E3T = (0,,v), where u and v are non-zero real numbers. Let A = u?/v?.
The generator matrix B' and the Gram matrix G are

VA VA 0 A+1 A 1
BT:<51 b E3>:v 1 0 1|, G=BB =®| 4 A+11|. (8
0 1 1 1 1 2

The determinant of the generator matrix reads det B = —2v°\/A and thus V = 2|v°|V/A.
Different lattice phases are obtained depending on the choice of the argument A. These are,

in decreasing numerical order,
1. A = 1: the face-centered cubic (fcc) lattice,
2. A =1/+/2: the mean centred-cuboidal (mcc) lattice,
3. A =1/2: the body-centred cubic (bcc) lattice,
4. A = 1/3: the axial centred-cuboidal (acc) lattice.

The resulting Gram matrices for the fcc and bcc lattices are identical to the ones shown in our
previous work on lattice sums, [295] whereas the mcc and acc lattices occur in Refs. 331 and
373. A more detailed description of these cubic lattices and their transformations can be found
in Refs. 103 and 127. The mcc lattice is the densest isodual lattice in three-dimensional space,
but beside being of theoretical interest, has not been observed in nature so far. However, this
lattice is expected to play a role in the dynamics of the cuboidal fcc to bec transition, as we
investigate in detail in this work.

Inserting either the generator matrix or the Gram matrix in Eq. (5.5) yields the nearest
neighbor distance as a function of A,

20V/A, 0<A<1/3,
Ry=qouvvA+1, 1/3<A<L], (5.9)
V2, A>1.
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From Eq. (5.6) then follows the packing density A for dense sphere packings,

(27t/3) A, 0<A<1/3,
Ap =S (m/12)\/(A+1)3/A, 1/3< A<, (5.10)
(1t/6)V2/A, A>1

which is displayed in Fig. 5.2. On the interval 1/3 < A < 1, which includes the acc, bec, mcc,
and fcc phases, the packing density has a maximum of 71v/2/6 ~ 0.74 at A = 1 corresponding
to fcc, and a minimum of 71v/3/8 ~ 0.68 at A = 1/2 corresponding to bec. The acc lattice has a
rather large packing density of Ayc = ZF ~ 0.698, but is the least dense packing with kissing
number 100374371 However, it is most likely strictly jammed according to the definition by

Torquato and Stillinger. [376]

It consists of linear chains of touching spheres surrounded by four
neighboring linear chain arranged within a bct cell. It is the starting point of separated linear
chain formation within region I (A < %)

Finally Eq. (5.7) yields the kissing number for dense sphere packings,

(

2, A<1/3,
10, A =1/3(acc),
kiss(A) =#{T e A||7|=Ra} =<8, 1/3<A<1 (5.11)
12 A =1 (fco),
4 A>1

The limiting case A — oo corresponds to infinitely separated two-dimensional square lattice
layers with kissing number 4, while in the other extreme case, the limit A — 0, we obtain
infinitely dense 1D chains with kissing number 2 repeated on a two-dimensional grid, e.g. see
Ref. 377.

Figure 5.2 shows a graph of the packing density as a function of the parameter A. Further
information is recorded in Table 5.1.

The cuboidal lattices belong to the body-centered tetragonal lattices (bct) usually defined by
the two lattice constants a and c, see Figure 5.1. We can easily transform our two parameter
space (u,v) used by Conway in terms of (R5, A) used here and (4, ¢) used for bct lattices in the
interval 1/3 < A <1by

A Ry

/ 1
(u,v) = (RA A—l—ll \/A——|—]> and (RA,A) = (g 2+’)’2, E’)’z> (512)

for the range 1/3 < A < 1 (region II) and v = c¢/a. For example, if we use for the bct lattice
in Figure 5.1 the lattice constants 2 and v = V2, we get A =1 (fcc) and Ry = 4, which is the
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Figure 5.2: Graph of the packing density Aj versus A. The regions I, II and III, divided by the
solid black lines, correspond to the different kissing numbers. Explicit formulas are given in
Table 5.1. The location of the fcc, mcc, bee and acc lattices are indicated the solid and dashed
black lines.

distance from the origin of the lattice to the nearest face-centered point, whilst for y = 1 we get
A= % (bcc) and Rp = a‘/Tg, which is the distance from the origin to the nearest body-centered
(bc) point, i.e. Ry = Ryp. From Eq. (5.12) we see that for A < % we have v < 1 which implies
c < a. For A > 1 (region IlI) we have Ry = a, the distance between nearest neighbors in the

base layer. For A < % we enter region I for which we get ¢ < \/g and therefore ¢ < Rp.. Using

the two lattice parameters (R, A) has the advantage that Ry € a [@, 1] in region II varies only
slowly, and the Bain transformation introduced in the next subsection is mostly described by

one single dimensionless lattice parameter A.

5.2.3 The Bain transformation

The Bain transformation is a diffusionless smooth transformation from bcc to fcc and vice versa.
If we start conveniently from the fcc generator matrix we find a smooth transformation in terms

of a diagonal matrix

VA VA 0
BT (A) = ¢(A)Tgain(A)B,. :c(A)ﬁ (1) (1) 1

) (5.13)
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Table 5.1: Kissing number kiss(A) and packing density A, for the lattice defined in Eq. (5.8).
The values in the table depend only on A and are independent of v.

Region | A kiss(A)|Ap
I (0,3) |2 ezl
acc % 10 27”

A+1)3
il (31) |8 2/ Al
fec |1 |12 ny2
111 (1,00) |4 %

with B(A) = B(A)/R(A) and B = B(1). The diagonal Bain matrix reads

VA 00
Tgain(A)=| 0 1 0 (5.14)
0 01
and the prefactor ¢(A) is given by
1/V2A, 0<A<1/3,
c(A) =< /2/(A+1), 1/3<A<]1, (5.15)
1, A>1.

In the particularly relevant range 1/3 < A < 1, the rescaled generator matrix takes the form

) VA VA 0

B"A)=——1 1 0

1 5.16
VvVA+1 0 1 1 (5.16)

In later sections, we will extend the above definition of B" (A) in Eq. (5.16) to the whole range
0 < A < 1, where the nearest neighbor distance for A > 1/3 is given by the lattice constant a
(see Figure 5.1) and to the distance between the origin and the body-centered atom for 0 < A <

%. As always, the Bain transformation matrix depends on the particular choice of lattice basis
vectors.
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5.2.4 Cohesive energies from a Lennard-Jones potential coupled to a
three-body Axilrod-Teller-Muto term
Using translational invariance of the lattice, the static cohesive energy for a lattice can be

expressed in terms of a many-body perturbative expansion of the interaction energy from a

chosen atom at the origin,

Eeon =) Eoh = 5 1 E® (o) +5 1, E® (i, 7oy 7y) +hot, (5.17)
k=2 ieN ijeN
j>i

with 7 =7; =7}, 1jj = |7ij|/ IN = {1,2,3,- - - } the set of natural numbers, and i = 0 denotes the
index of the atom at the chosen origin in the solid. The perturbative expansion is formally exact
for finite clusters, but is often slowly convergent, or perhaps even divergent as suggested by

1831 1 this work we focus our studies on the two- and

Heine 3”81, especially for metallic systems.
three-body interactions, neglecting vibrational and temperature effects, as well as higher order
terms (h.o.t.) such as four-body interactions. In the following, we adopt dimensionless units,
writing length scales in units of the equilibrium distance r, of the L] potential and energies in
units of the L] dissociation energy e.

The dimensionless two-body potential in (5.17) then takes the form,

2) nm 1. _ 1,._
B = 2 (S - L) 618

with n > m > 3. The resulting cohesive energy can be written in terms of the Epstein zeta

function, a generalization of the Riemann zeta function to higher-dimensional lattices. For a

lattice A, an interaction exponent v > d, and a wavevector E, it reads[113]
. , e—27ti5c’-%
Zay(k) = =T (5.19)
XeA ‘x|

where the lattice sum can be meromorphically continued to v € C. For the L] lattice sum, the
Epstein zeta function is evaluated at k¥ = 0 only, where we omit the argument Z Av = Zay(0) to
simplify the notation. General wavevectors will, however, become crucial in the evaluation of
three-body lattice sums. The two-body term in the cohesive energy for a L] potential can then
be rewritten as

¥|—n ¥|—m Z~ Z.,
E(z) — hm ! |X| o |X| _ nm An  “Am 5.20
coh = 2(n —m) L nR"  mR™ 2(n —m) \ nR*  mR™ (520

where we use the normalized lattice A = A/R. This normalization is useful, as the distance R
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(e.g. the nearest neighbor distance) will become a tuning parameter depending along the Bain
path on the exponents n and m and on the parameter A as specified in the next sections. It also
shows more clearly the link to the L] potential (5.18) for a diatomic.

Different computationally efficient methods for evaluating the Epstein zeta function exist. In
Appendix B, we evaluate the arising sums for particular lattices A(A) = B' (A)Z3 using Bessel
function expansions in Equation (B.38) or Equation (B.39), with the more common notation

L(A,n/2) = Z ) (5.21)

e
As an alternative, for general d-dimensional lattice sums including oscillatory factors and lattice
shifts, the recently created high-performance library EpsteinLib (github.com/epsteinlib) can
be used. 3”1 Both approaches allow to compute the two-body term to machine precision.

In a similar way we express the three-body Axilrod-Teller-Muto (ATM) potential in Eq. (5.3)
in dimensionless units. As the ATM potential only depends on relative distance vectors, we can

set X = 7o;, j = 7pj and Z = 7;; = ij — X, yielding the potential as a function of two vectors only,

- 1 (Z-9){-2)E-7)
EQL(%,7) = A (4 s 3 A ) (5.22)
AT X P17z XPTPIEP ey s

where the minus sign on the right-hand side arises due to 7; = —7;;. The cohesive energy

contribution due to the three-body interactions is given by the lattice sum

G _1yv .0 oo
Eoh=¢ Y. Eaxrm(®9), (5.23)
XyeN

where the prefactor 1/6 avoids double counting and where the primed sum excludes the
undefined cases ¥ = 0, i/ = 0, and ¥ = §. We now normalize the lattice, setting A = A/R
and subsequently split the three-body lattice sum into a radially isotropic and an anisotropic
part,
3 3) p 3 3)\p—
ESL = Af8 R = A(f) + fP)R? (5.24)
with the normalized lattice sums
G _ 03,06 o 1l 1 g 1 &§Fy2E X )
fcoh - fi’ +f11 ’ fi’ - 6 L |J—C»|3|y»|3|2|3/ fa - 7 5115 (5 5)

Xje

where we adopt the convention Z = i/ — ¥ from now on. For simplicity, we leave away the
tilde in the following, assuming that the lattices have been appropriately normalized. The
above form for the three-body lattice form makes it immediately clear that the ATM potential

becomes attractive in one dimension, as then f, = —3f, and hence ESL = —2A er_g < 0.
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5.2.5 Efficient computation of the ATM cohesive energy

The efficient computation of three-body lattice sums has been an important open problem,
which we solve in this work. In the past, elaborate direct summation methods have been
used, [104,229,230,380-382] (here, however, a single evaluation in three dimensions can demand
up to 4 weeks of single core CPU time. In this section, we briefly show how general three-body
interactions, including the ATM potential, can be computed from singular integrals that involve
products of Epstein zeta functions. A deeper discussion, including a rigorous proof as well as
numerical benchmarks, is provided in Ref. 364. For a lattice A = B'Z? with B € R%*4

nonsingular, we consider general lattice sums of the form

D@y = Y R - 2, (5.26)
XyjeA

with 7 = (vq,10,13)7, and its meromorphic continuations to v; € C (see Appendix E for details),
which we call three-body zeta functions. One can show that the above double sum converges
absolutely and independently of the summation order if and only if the conditions v; + v; > d
fori # j, and v1 + v, 4+ v3 > 2d hold. We note in passing that this lattice sum can be extended
to the more general n-body zeta function, which will be addressed in our future work.

We first show that the normalized ATM cohesive energy in Eq. (5.25) can be written as a
tinite recombination of the above zeta functions. The radially symmetric term fr(3) is already in

the desired form with )
;3 = gé(f)(?», 3,3). (5.27)

For the anisotropic part fu(a), we note that the vector products can be rewritten as
28y = X"+ gl =215 27-Z=yI" + 27 = x5, 223 = —([zZ[7 + X"~ [g]"). (5.28)

As the above lattice sums remain unchanged under permutation of X, i/, and Z, we find,

3 _ 1 &)NF-IE-X) 1 |%| 1 1
V=3 X R~ 16,k CiEs R T R

Rewriting the above right-hand side in terms of three-body zeta functions yields
1

Recombining fr(3) and f,1(3) finally yields the ATM cohesive energy in terms of three-body zeta
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functions,

1 3 3
faon = 5508 3,3,3) = =230 (-1,5,5) + 207 (1,3,5). (5.30)

C

The three-body zeta function can now be recast as an integral over products of Epstein zeta

functions. Recall that for a wavevector k € RY, the Epstein zeta function reads

—27mik-%

%

e
' v>d,

ZA,V(E) = Z

XeA

which can be meromorphically continued to v € C. For an extensive discussion of the analytical
properties of the Epstein zeta function, see Ref. 379. Using the properties of the Epstein zeta

function, one can now show that foranyv; >0,i=1,...,3,

—

(@) = v, /E Zan (B Zn sy (F)Zi 05 (F) dF, (5.31)

where V, denotes the volume of the elementary lattice cell and where E* = B~1(—1/2,1/2)4
defines the unit cell of the reciprocal lattice A* = B~1Z? centered around the I'-point. The proof
of this formula is based on exchanging summation and integration for sufficiently large v; and

then applying the relation
Va [ e TR = o

with 6 the Kronecker delta. A mathematically rigorous proof as well as details on the numerical
computation of the integral will be provided elsewhere.

Special care needs to be taken in evaluating the resulting integral, as the Epstein zeta
function exhibits a singularity at k = 0. We can separate the Epstein zeta function into an

analytic function and a singularity as follows
Zay(k) = Z38 (k) + =38, (k), (5.32)

where the regularized Epstein zeta function Zf%(%) is analytic in the reciprocal unit cell. The
function §, (k) can be understood as the Fourier transform of |Z| ™ (in the distributional sense).
It is defined as

. v—d/2 S
A _ B v
Sy(k) = 1"(1//2)r<(d v)/2)k]"™%, v & (d+2N).
In case that v = d +2n, n € IN, the Fourier transform is only uniquely defined up to a
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polynomial of degree 2n. We adopt the choice

A N 7Tn+d/2 (_1)n+1
Sd+2n(k) = r(n +d/2) n!

(k)" log (7k?).

Hence, the Epstein zeta function equals the sum of an analytic function and a power-law
or logarithmic singularity. Therefore, the integral can be efficiently computed using either
a specialized Gauss-Legendre quadrature or a Duffy transformation.[33] Our results are
benchmarked against a direct summation approach, presented in Appendix D, where we reach
tull precision in one and two dimensions, where the direct sum can still be evaluated to machine

precision.

5.2.6 Minimizing the cohesive energy

In order to analyze the impact of a long-range three-body ATM potential on the stability of
lattices with two-body L] interactions, we need to determine the optimal nearest neighbor
distance R > 0 that minimizes the cohesive energy

Zan 2, 3) b
Econ = Cnn (28 = Z20) + AfGR 7, (5.33)

with n > m and
nm

Cnm = m/
for a given lattice A with distance R. The resulting global minimization problem can be easily
solved numerically using standard tools. It is, however, instructive to discuss particular special
cases some of which allow for an analytic solution. Here we distinguish the cases where the
repulsive part of the L] potential dominates the three-body potential for small nearest neighbor

distances or not.

1. n > 9. After setting 0E,,/dR = 0, this case reduces to solving the following root finding
problem,
com(Zanw— ZamR™™) +9AfEI R0 — 0, (5.34)

For the special case n = 9 + k and m = 9 — k the energy minimum can be determined

analytically as

(3) () \? 1/(n=9)
A A
Rumin(n,m,A) = <9f—coh + J (A) + @) ) (5.35)

2Cn,m ZA,m 2Cn,m ZA,m ZA,m

The often used (12,6) L] potential with k = 3 belongs to this class.
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2. n = 9: In this special case, we find from Eq. (5.34) that

7 97 (3) 1/(9—m)
Ruin(11,m,A) = (Z/‘\‘” o m];CZh ) : (5.36)
M ’ 1

In case of attractive three-body interactions ( fc(s'})1 < 0), the minimum only exists for
sufficiently small ATM coupling strength A with

Cn,m ZA,n

A< .
9]

(5.37)

3. n < 9: This case requires special care. The ATM potential dominates the L] term for
small R. For attractive three-body interactions, this means that the global minimum of
the energy is obtained for R — 0, leading to a collapse of the lattice into the origin. Local
energy minima can however exist for R > 0. For the special case n = 9 —k, m = 9 — 2k,

we find extrema at

1/(9—n)
7z Zoo N2 9rf®)
R= 2o 4 ( A“) + Jeo . (5.38)
2ZA,m 2ZA,m Cn,mZA,m

For attractive three-body interactions, a local minimum exists under the condition

ZZ
A< cnm% (5.39)
36Znmlfol

In the following we introduce instructive toy models in one- and two dimensions where
R is chosen to be the nearest neighbor distance. We then analyze the influence of three-body
interactions on the stability of cuboidal phases along a Bain path in three dimensions, where
we choose R as the distance from the atom at the origin to the body-centered atom, which is the

nearest neighbor distance in region I (% < A <1, see Figure 5.2).

5.3 Results and Discussion

5.3.1 LJ+ATM Potential for a equidistant infinite linear chain

We begin our investigation with the effect of a three-body ATM potential coupled to a two-body
LJ-potential in one dimension for an equidistant linear chain. The cohesive energy for the chain
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with nearest neighbor distance R and normalized lattice A = Z becomes

2 3 2¢(n) _ 2g(m) 3)
Ecoh(R,n,m) = EEOL(R, n,m) + EEO%(R,n,m) = cn,m< R R ) +/\fc(0})1R %, (5.40)
where we have used that the Epstein zeta function in 1D reduces to twice the Riemann zeta
function, Zz ,, = 2{(n). In this 1D case the simple pole is situated at n = 1 and Zz, — 2 for
n — oo as each atom has two nearest neighbors. The three-body ATM potential in 1D is purely
attractive, which follows directly from Eq. (5.25),

G) _ @) @) 1y 1 Loy () (yz)(zx) 1.3

fon =F T =6 L Pl PRP 2,k PPl o <O 64D

The attractive behavior of the ATM potential for three atoms in a line has been discussed already
by Axilrod and Teller!'8”] and will have important consequences in the following.

In one dimension, the three-body cohesive energy can still be evaluated to machine
precision using exact summation. We obtain fc(;)l = —0.2723018495076886, which is
in excellent agreement with the result from the Epstein zeta function treatment (f C(;)l =
—0.27230184950768865) as outlined in section 5.2.5. This serves as a benchmark for higher
dimensional lattices, where exact summation becomes exceedingly numerically expensive.

We now discuss the optimal nearest neighbor distance Rpin(7,m,A) as obtained in the

previous Section 5.2.6 for different repulsive L] exponents 7.

1.n > 9: In this regime, the repulsive part of the L] potential dominates the
attractive ATM term. The solution to the root finding problem in Eq. (5.34) can be
obtained numerically, with analytical solutions available for special cases such as the
(12,6)-L] potential in Eq. (5.35). We obtain Rpin(12,6,0.0) = 0.997179263885806,
Rmin(12,6,1.0) = 0.964148870884975, Rmin(12,6,3.0) = 0.902526982458744 and
Rmin(12,6,5.0) = 0.847847116323818. As expected, the nearest neighbor distance
decreases with increasing coupling strength A due to the increasing ATM attraction.

2. n = 9: Here, the repulsive part of the L] potential and the attractive ATM potential share
the same scaling and their prefactors determine the dominant term. The value of R that
minimizes the energy is given by Eq. (5.36) as long as A obeys the bound

A< Lg)@). (5.42)
‘ (m - 9)fcoh|
If this critical value of A is exceeded, then the energy diverges to —co for R — 0 and the

chain collapses into the origin.

For example, for the (9,6)-L] potential we get A < 7.359541586938727. At larger coupling
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strengths, the minimum vanishes and the interaction becomes purely attractive and
collapse occurs, i.e. R — 0. This has consequences for 2D or 3D lattices as under this

model, the crystal may distort into a set of linear chains, as we shall see later on.

3. n < 9. Here, the attractive ATM potential dominates at small distances R and the global
minimum is obtained for R — 0. Local minima can, however, exist for R > 0, as described
in the previous section, with analytic solutions available for n = 9 —k and m = 9 — 2k.
A minimum then exists for sufficiently small A as described by Eq. (5.39). For example,
form =4 (k=3)and n = £, we obtain A < 1.003897458750910 which is a rather small
value. We find that by lowering the exponent for the repulsive force in the L] potential,
the existence of a minimum for the cohesive energy is achieved at lower critical values of

the coupling strength A.

Figure 5.3 summarizes our results for cases 1 and 3 for two different L] potentials. When the
two-body potential is of (12, 6)-L] type, the repulsive L] term dominates at short distances over
the ATM term in the cohesive energy. On the other hand, for a softer two-body potential with
exponent n < 9, as for the (6,4)-L] potential, the ATM potential completely dominates over the
repulsive part of the L] term for A > 0.9 making the total cohesive energy behave like —R™°
with a singularity at R = 0. When A < 0.689, there is a competition between the attractive
and repulsive parts of the cohesive energy, leading to a maximum in the short-range region
that makes the cohesive energy slightly positive, followed by a divergence towards —co due
to the dominance of the attractive 3-body term. It is well known that the simple ATM term is

3841 and one has to correct the unphysical behavior of the 3-body

valid only in the long—range,[
term in the short range in order to avoid the collapse of all atoms towards the origin. On the
other hand one should make sure that the repulsive wall in the two-body potential is described

realistically.

5.3.2 LJ+ATM Potential for a square and hexagonal lattice

After analyzing the one-dimensional chain, we extend our focus to two-dimensional lattices.
Among the five possible Bravais lattices, we restrict ourselves to the case of a square (SL)
and hexagonal lattice (HL) with a nearest-neighbor distance R, as shown in Figure 5.4, and
to the rectangular lattices as a mode to distort the square lattice into a set of linear chains. The
hexagonal lattice is the densest packing of circles in a two-dimensional plane.

The two- and three-body terms of the cohesive energy for a square lattice A = Z? are given
by Eq. (5.33). Note that the Epstein zeta function for the square lattice appearing in the L] term

can be rewritten in terms of elementary functions, 124l

Zgon = 40(3)B(3), (5:43)
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Figure 5.3: Cohesive energy of a linear chain with atoms interacting through: a) (12,6)-L]
coupled to an ATM potential, and b) (6,4)-L]J coupled to an ATM potential. Separate two-
and three-body contributions are also shown in dashed and dotted lines, respectively.

Figure 5.4: Square and hexagonal lattices of atoms interacting through LJ+ATM potentials with
nearest neighbor distance R.

where B denotes the Dirichlet beta function.

The three-body term of the cohesive energy is given by Eq. (5.25). After an evaluation of the
lattice sums through direct summation restricting the sums over integers to Nmax = 1600, the

ATM term in the cohesive energy of the square lattice can be written as
3 3) p—
Egih = MiaR ™ (5.4

with £3) = £ 4 £8) — 0.77009365051710454 where f\°) = 2.2754822858923625 and f.*) —
—1.5053886353752584, see Eq. (5.25). This compares well with the more accurate result from
the Epstein zeta treatment as outlined in section 5.2.5, i.e. we get f C((‘:’})l = 0.7700936505167162
with £{¥ = 2.27548228589309 and f\°) = —1.5053886353763737. The three-body contribution
from an ATM potential to the cohesive energy is now repulsive for any R in the square lattice
in contrast to the 1D case.

One can now perform a similar analysis compared to the 1D case. We
only mention two examples here. For the (12,6)-L] potential, the optimal
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nearest neighbor distance is given by Eq. (5.35), where the ATM potential
is now positive. This results in Rpyin(12,6,0.0) = 0.977489041852768,
Rmin(12,6,1.0) = 1.021577293064089, Rmin(12,6,3.0) =  1.112586607942759 and
Rmin(12,6,5.0) = 1.202957096531386. We see that the distance is increasing rapidly with
increasing coupling strength A.

The other case we consider here is when the potential becomes completely repulsive over
the whole range of R values. This can happen if the attractive R™" term is always dominated
by the repulsive ATM term, which can only occur for m > 9. Consider the case m = 9 which

leads to the minimum distance,

S 1/(n—9)
Rmin(n/ 9/ A) - < A,Tl(3) ) (545)
Zpao — A foon/Cno
and to the condition that p
A< &0 . (5.46)
9f coh

For example, for n = 12 we get A < 10.88508744343488. With increasing exponent 7 the critical
A value decreases as one would expect.

The cohesive energy for the square lattice as a function of R for two different (n,m)-L]J
potentials coupled to the ATM potential is shown in Figure 5.5. We depict the two-body
éiL(R, n,m), the three-body contribution EEiL(R,A), and the full cohesive energy. An

example of the long-range region becoming dominated by the repulsive ATM term is for the

term E

hard (30, 12)-L]J potential as shown in Figure 5.5. For A = 1, there is a region in which the square
crystal is bounded around the equilibrium distance, however for A > 3.1834 the cohesive
energy becomes positive at any distance, meaning that we have a purely repulsive potential
energy.

There is one small caveat here to consider as the square lattice might distort to a set of weakly
interacting linear chains which may collapse to the origin for n < 9 as discussed in the previous

section. In order to show this we consider the following generator matrix B" and Gram matrix

+ (10 (1 0
o (09), ot 2) e

which allow the square lattice to distort into a rectangular lattice where 7 is the distortion

7

parameter. Here, analytical solutions for the corresponding L] lattice sums exist only for special
cases of 7 values. [29%385,386] We therefore use either the Van der Hoff Benson expansion [300] (see
Appendix C) or EpsteinLib for the two-body term, and direct summation for the three-body
term, where the latter approximation is sufficiently accurate to demonstrate the effect of such
an unphysical distortion.
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Figure 5.5: Cohesive energy of the square lattice with atoms interacting through: a) (12,6)-L]
potential coupled to an ATM potential, and b) (30, 12)-LJ coupled to an ATM potential. Separate
two- and three-body contributions are also shown in dashed and dotted lines, respectively.

As it turns out, there exists a critical value of 7, ~ 1.388 that makes the three-body term
of the cohesive energy neither repulsive nor attractive, i.e. E£ 0})1(R, v,A) = 0,A > 0. This
critical value remains basically constant along different A values with a (shallow) saddle point
appearing at (., Ac) = (1.388,1.526). 7. can be seen as the limit between the three-body
attractive interaction in the linear chain and the three-body repulsion characteristic of the
square lattice as shown before. The (v, A)-cohesive energy hypersurface for the difference in

cohesive energy with respect to the square lattice with (y,A) = (1,0), i.e
AECOh(Iz/ ,Y’ A) = ECOh(R/ ,)// A) - ECOh(R/ 1/ O)/ (548)

is shown in Figure 5.6. The square lattice without three-body interactions is located at a local
minimum of the hypersurface at (7,A) = (1,0), whereas the global minimum in the selected
range is found at the upper right corner of the plot.

The point (,A) = (2,5) corresponds to a rectangular lattice with one of the sides of its
unit cell being twice as large as the other. The reason for the high stability of this structure with
respect to the square lattice is due to the fact that it is located at the region where the three-body
potential becomes attractive, similar to the case of the linear chain. In fact, the square lattice
structure is highly destabilized by the repulsive three-body forces, as shown in the lower right
corner of Figure 5.6, whereas the rectangular lattice in the upper left corner is destabilized by
due to two-body forces.

In a similar way, the generator matrix and the Gram matrix for the hexagonal lattice Apey =
B'2Z?2, depicted in Figure 5.4, are given by

1 1
B}Tex = (0 \2/) ’ Ghex - (
2
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(5.49)
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Figure 5.6: (y, A)-hypersurface for the difference in the cohesive energy of a rectangular lattice at
optimized R with respect to the ideal square lattice at (¢, A) = (1,0). The horizontal black line
indicates the critical value of 7y in which the ATM potential is neither repulsive nor attractive
and the black point sits at the saddle point, located at (., Ac) = (1.388,1.526).
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Figure 5.7: Cohesive energy of the hexagonal lattice with atoms interacting through: a)
(12,6)-L] potential coupled to an ATM potential, and b) (30,12)-L] coupled to an ATM

potential. Separate two- and three-body contributions are also shown in dashed and dotted
lines, respectively.

The lattice sum of the hexagonal lattice also has an analytical formula given by Zucker and
Robertson, [124]

Zigon =60(3) 3772 (23,1 - 25, D) | (5:50)

where ((n, x) is the Hurwitz zeta function, see Appendix A. The full cohesive energy is then
given by Eq. (5.33).

For the three-body term in Eq. (5.25) we evaluate the 2D lattice sums through direct
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summation with Npax = 1600 to get
3 3)
E®)(R,A) = AfO) R (5.51)

with £3) — 1.9183333648489187 (£*) — 4.263827935989311, f\>) — —2.3454945711403923)
From Epstein zeta treatment, we get f.) — 1.9183333648478795 (f°) = 4.263827935991082
and fa(?’) = —2.3454945711432025). As in the square lattice, the three-body term also results in
a repulsive contribution to the total cohesive energy, as shown in Figure 5.7. Furthermore, the
lattice becomes unstable after a critical value of A is reached, where the total cohesive energy
is positive for any value of R. For example, this limit is obtained for the (30,12)-L] potential
coupled with the ATM when A > 1.8854. These results show that the hexagonal lattice is more
strongly destabilized by adding three-body interactions compared to the square lattice because
fc(gl)\,hex > fs&,sq' This is due to the hexagonal lattice being a close-packed structure in 2D with
the highest packing density and kissing number.

Again we can do the same analysis as for the square lattice case, but mention only
here the minimum distances for the (12,6)-L] potential for which we get Rpin(12,6,0.0) =
0.990193636287356, Rmin(12,6,1.0) = 1.06923072624940, Rpin(12,6,3.0) = 1.22992964510945
and Rpin(12,6,5.0) = 1.37801743468056. Similar to the square lattice, a distortion into a set of

linear chains can occur if n < 9 for large ATM coupling strengths A.

5.3.3 LJ+ATM Potential for the cuboidal lattices

We are interested in the Bain minimum energy path E.,(Rmin, A) along the A-dependent
cuboidal lattices at an optimized distance R = Rpin. The corresponding cohesive energy is
obtained from Eq. (5.33) as

nm Zaayn  Laa, 3 N
Ecoh(n/ m, A, A, Rbc) = 2(7[ _ m) ( nl(ig) - — m;{l"}m> + Afc(ot)l(A)Rbcg’ (5.52)
C C

for the lattice A(A) along the Bain transformation path

L (VA VA
el B

0
A(A)=BT(A)Z3, B'(A) = 1 1|, o<A<1.
0 1
It is important to notice that the above lattice only exhibits unit nearest neighbor distance for
1/3 < A < 1. We here define our measure of distance Ry, for all values of A as the distance from
the atom in the origin to the body centered atom, otherwise one has to change the lattice sum
in region I. In region I in Fig. 5.2, the resulting nearest neighbor distance can easily be obtained

from Ry,. This choice is made to assure a smooth behavior of the resulting minimized distance
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Rmin across the whole range of A values and facilitates the exploration of region I, where we
investigate the distortion of the cubic lattice to a set of weakly interacting linear chains along
the c-axis. For ease of notation, we set R = Ry, in the following.

The two-body contribution to the cohesive energy depends on the Epstein zeta function
Za(ayn = L(3,A), which is either obtained from the Bessel expansion in in Appendix B or
using EpsteinLib. In the following we analyse the Bain phase transition for a range of (1, m)-L]
potentials, i.e. (6,4)-L], (8,6)-L], (12,6)-LJ and (30,12)-L]. Note that the Epstein zeta function
Z(A),» becomes minimal for the bee structure (A = %), as discussed in detail in Appendix F.

The three-body lattice sum fC(SI?I (A) is depicted in Figure 5.8 as a function of the parameter A.
For region II the highest repulsive three-body energy occurs for the densely packed fcc lattice,
while the energy minimum is reached for the bcc lattice within the studied parameter range,
similar to the lattice sums for the Lennard-Jones (L]) potential. This suggests that the fcc lattice
may become unstable relative to the bec lattice if the coupling parameter A becomes sufficiently
large. Moreover, at small A-values in region I we see that the three-body has a maximum and
starts to go steeply down in energy becoming eventually attractive as discussed for the one-
and two-dimensional cases.
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Figure 5.8: The normalized ATM cohesive energy fc(s&(A) = fr(S)(A) + fa(3)(A) is displayed
along the Bain path as a function of the lattice parameter A.

In order to assess the stability of the bcc with respect to the fcc phase we need to minimize
the cohesive energy (5.52) with respect to the distance R. The resulting optimization problem
is discussed in detail in Sec. 5.2.6 and can be easily solved numerically with standard tools.
However, as already explained in the previous sections, for the (12,6)-L] potential coupled to
an ATM potential we can derive analytical solutions for the minimum of Eq.(5.52), which we

like to analyse in more detail.
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The optimal distance Rpy,in to the body-centered atom is obtain from Eq. (5.35) as

1
3

2
B3AFB)(A) Zaayz  BAFCI(A)
Runin(12,6,A, A) = ) 4 4 . (5.53)
mia ) J ( 4Zx )6 Zaae  AZa)e
For A = 0 we obtain the well known result, [22°]
Zaayaz \°
Rmin(12,6,A =0, A) = | =242 (5.54)
VANONY:

and for A — oo we see that Rpin(A) — oo for a repulsive three-body term. A few examples
illustrate the behavior of the minimum distance Ryin(A) with increasing coupling strength:
for A = 1.0 (fcc) we have Ryin(0.0) = 0.9712336909596462, Rmin(1.0) = 1.3291651590715157,
Rmin(3.0) = 1.8281263889243278, Rmin(5.0) = 2.1571214550726303, and for A = 0.5 (bcc)
we have Rpin(0.0) = 0.9518648186624387, Ruin(1.0) = 1.2915727206984038, Rpmin(3.0) =
1.7717531211610782, Rmin (5.0) = 2.0899090593393477.

Because of f. C(gl)l(fcc)> f C(j})l(bcc) the minimum distance is more rapidly increasing for fcc than
for bee with increasing coupling strength A. This is shown for different (1, m)-L] potentials in
Figure 5.9. The minimum properties are also shown in Table 5.2. We note that for the (30,6)-L]
potential we have Rpin = 0.9828 (bcc) and 0.9923 (fcc) at A = 0, which is close to the unit
distance for hard spheres. This is expected for a hard-wall potential that approaches the sticky
hard-sphere limit.[2°] Further, soft potentials (low 7 and m values) lead to larger contractions

in Rmin when moving along the cuboidal distortion path from fcc to bec.

22
|l — (30,6)-LYbcc ----- (30,6)-LJ fcc
o L— (12,6)-LIbcc ----- (12,6)-LJ fcc
| — (8,6)-LIbcc ----- (8,6)-LJ fcc

18k (4.6)-LJ bee (4.6)-LLfec.

1.6

Figure 5.9: Minimum distances Rpin(A, A) for the bec (A = %) and fcc (A = 1) structures for
different (1, m)-L] potentials as a function of the ATM coupling parameter A.

To estimate the range of typical coupling strengths A, we consider the formula derived
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Table 5.2: Minimum distances and cohesive energies at A = 0 derived analytically from the
lattice sums (see also Ref. 103). For the bcc structure we have the general condition that

9% (A = %)/ dA = 0. For the (8,6), (12,6) and (30,6) L] potentials the bcc structure is a

coh
maximum along the Bain path.

6,4) 8,6) (12,6) (30,6)
Rmin(A=1) 0.7357107511 | 0.9192764815 | 0.9518648187 | 0.9827992166
Rpmin(A=1) 0.7552731838 | 0.9411200107 | 0.9712336910 | 0.9922781478
EZ (a=1) -38.636118884 | -10.152177739 | -8.237291910 | -6.799035350
EZ) (A=1) -38.934203192 | -10.401252415 | -8.610200157 | -7.571032638
?E) (A=1)/3R? | 3426.26165602 | 1153.28899200 | 1309.17106453 | 2534.07927284
aZE%f)) (A=1)/9R? | 3276.15467791 | 1127.37098543 | 1314.40215104 | 2768.15729574
azﬁgii(A:%) /OA? | 13106119526 | -4.0072840086 | -8.6586541684 | -19.701773034
EZ) (A=1)/9A? | 7.2332403470 | 4.8703884251 | 6.8704958970 | 17.713990956

from the Drude model describing the triple dipole interactions between three identical atoms
at equilibrium distance r,, 387,388

3
A= 19—65:—2 (5.55)
where [ is the first ionization potential of the atom and a the static dipole polarizability. For
example, taking known experimental or theoretical values 38391 we get for argon A5, = 0.025,
for xenon Ax. = 0.034, for the heaviest noble gas atom Ag; = 0.101, and for lithium (due to
its large polarizability and small equilibrium distance) A1; = 6.0. However, for bulk lithium
the many-body expansion is not converging smoothly, as this is generally the case for metallic

[103183] This implies that the ATM term is applicable only for small coupling parameters

solids.
A, as larger values suggest that higher-order terms in the expansion (5.17) become important
as well. Based on these A values we chose the following grid in our computations: A € [%, 1]
with step size AA = &, and A € [0, 6.0] with step size AA = 0.05.

As the differences between the bec and fce minimum distances are relatively small compared
to Ry at constant A, we consider the difference in the minimum distances between the
cuboidal and the fcc structures, i.e. ARmin(A,A) = Rmin(A,A) — Rmin(A = 1,A). Figure 5.10
shows ARpin(A, A) values for the four different L] potentials. They all show a qualitatively
similar behavior in the region £ < A < 1. The smallest distance is always found at the bcc
structure (A = %). However, we see some significant changes to lower AR, values with
minima occurring in the region A < % for larger coupling strengths A and larger repulsive
walls (exponents n = 12 and 30), which is due to linear chain formation as will be discussed in

the following.
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Figure 5.10: Difference ARpin(A,A) = Rmin(A,A) — Rmin(A = 1, A) for the (6,4) (a), (8,6) (b),
(12,6) (c) and (30,6) (d) L] potentials for different coupling parameters A. The four distinct
lattices acc (A = % on the left, bcc (A = 1) and mcc (A = %) at dashed lines, and fcc (A = 1)

on the right are indicated.

Figure 5.11 shows the cohesive energies for a few selected A values for the (12,6)-L] potential.
The energy curves are shifted towards higher energies with increasing A value as we expect, and
become very flat at high energies. At the optimized distance Rpin(A, A) it consistently holds
that AE.on(A,A) < 0, which is below the atomization limit as expected. With increasing A,
Rmin becomes larger to the point that at long range the dispersive R™" term (m = 4, 6) in the L]
potential dominates over the repulsive ATM force.

Details of the Bain transformation path become more transparent when we plot the
difference in cohesive energies with respect to the fcc structure as shown in Figure 5.12. It was
pointed out before that for a certain range of (1, m) values with m < 5.25673,n > mand A = 0
the bcc phase becomes metastable, otherwise it will distort towards lower A values, i.e. the acc

(193] However, the bcc structure strictly remains an extremum.!1%! The instability of

the bee phase for certain L] exponents was already discussed in 1940 by Born and Misra[35%:3%],

structure.

and later by Wallace and Patrick.[%”?] Similar results are obtained for the generalized Morse

392

potential®?! indicating that many-body forces have substantial influence on the bcc phase.

However, a distortion from the ideal bcc phase was also found by Craievich et al for several
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Figure 5.11: Cohesive energies, E.h(A,A) (a) at the corresponding Rpmin(A,A) values
dependent on the parameters A and A for the (12,6)-L] potential. The four distinct lattices
acc (A = % on the left, bcc (A = 1) and mcc (A = \%) at dashed lines, and fcc (A = 1) on the

right are indicated. The difference AE o (A, A) = Econ(A,A) — Econ(A =1, A) is shown in (b).

elemental metals.[® Adding the ATM potential we see that at a critical coupling strength A.
(Ac = 0.635 for the (12,6)-L] potential for example) the bcc phase starts to lie energetically below
the fcc phase. The critical A values obtained from a polynomial fit are listed in Table 5.3 for the
four (n, m)-LJ potentials considered.

Figure 5.14 shows curves of the critical coupling parameters A, for fixed m and variable n for
(n, m)-L] potentials including the ATM potential. The A, values given in Table 5.3 are indicated
as well. For very small values of both exponents (1, m) we see that A, is zero. At the other end,
in the kissing hard-sphere (KHS) limit (n,m — co,n > m) for a L] potential the cohesive energy
is given by Egl = Niiss/2, where Nyqs is the kissing number. Adding the three body term we
get the condition for the critical coupling strength considering that R = 1,

64+ AED (A=1)= -4+ AE (A=1) (5.56)

C

which gives A, = 0.45430739956758. This explains the asymptotic behaviour of the curves
shown in Figure 5.14 for large m-values. However, this coupling parameter results in a purely
repulsive force for the KHS limit for all cuboidal structures. The main message of this analysis
here is that soft two-body interactions and strong repulsive many-body forces favor the bec over
the fcc phase. A prime example for this is lithium where the two phases are almost energetically
degenerate.[””! This is also seen in Fig. 5.13, where for a soft (8,4)-L] potential, bcc becomes
energetically favorable compared to fcc for A > A, = 0.68740381212384, with bcc forming a
local minimum of the cohesive energy along the Bain path.

The first derivatives are dE.h(A = %, A)/0A = 0 at any A value and a proof that
d fc((“?})l(A) /dA = 0at A = ] is given in Appendix E. This implies that the bcc structure remains
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Figure 5.12: Cohesive energy differences, AE.on(A,A) = Econ(A,A) — Ecoh(A = 1,A) at the
corresponding Rmin (A, A) values dependent on the parameters A and A for the (6,4) (a), (8,6)
(b), (12,6) (c) and (30,6) (d) LJ potentials. The four distinct lattices acc (A = % on the left, bcc

(A =1)and mcc (A = \/LE) at dashed lines, and fcc (A = 1) on the right are indicated.

an extremum if the ATM term is added. The rather small second derivatives compared to the
corresponding values at A = 0 show the flatness of the cohesive energy curves E.q, (A= %, Ac)
clearly seen in Figure 5.12. However, the bcc structure at A, still remains a minimum for the
(6,4)-L] potential, and a maximum for the other three potentials considered. At even higher
values, A > A.) the lattice distorts to much lower A values. While for the (6,4)-L] potential
we can still locate a very shallow minimum at A values up to the maximum value considered,
for the other potentials we change to a monotonically decreasing function to smaller A-values,
that is the three-body force destabilizes both fcc and bcc.

Kwaadgras et al. discussed in detail the formation of linear chains for finite systems within

394 and commented on the importance of the ATM

the induced dipole interaction model,!
potential. Figure 5.15 depicts the behavior at small A-values if the coupling strength A becomes
large. We see a formation of linear chains along the c-axis. The kissing number is reduced to
2 as listed in Table 5.1. This is easily explained through Eq. (5.12): For A — 0 we have ¢y — 0

and R — \/LE — 00, which implies that for increasing coupling strength A keeping c finite we
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Figure 5.13: (a) Cohesive energy differences, AE.oh (A, A) = Econ(A,A) — Econ(A = 1, 1) at the
corresponding Ruin(A, A) values for A = 1 as a function of A for the (8,4)-L] potential. (b)
The normalized cohesive energy differences AELG™ (A, A) = AEoh(A,A)/|AEcon(A = 1/2,A)
for different values of 0 < A < 1. Numerically, we observe that bcc becomes energetically
favorable compared to fcc for A > A, = 0.68740381212384.
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Figure 5.14: Critical coupling strength A. for different (1, m)-L] combinations n > m. The
values for the specific L] potentials given in Table 5.3 are shown as black triangles.

see the formation of largely separated linear chains where the ATM force becomes attractive as
explained in section 5.3.1. Hence we see exactly the same (unphysical) situation as for the 2D
lattice where we allowed for distortion in one direction.

We add some final comments here. First, very large A values are not realistic as shown
above. Second, and more importantly, the ATM potential is only valid in the long range. In the
very short range, the three-body force becomes even attractive for the rare gas elements. 395391
Third, the many-body expansion of the total energy of a lattice described by quantum theory
does not converge fast at short distances. This is especially the case for metallic systems as
already mentioned.®3 Fourth, if we maintain the use of such a model system we need to
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Figure 5.15: a) Conventional cell of the acc structure at A = 1/3 showing the linear chain
formation parallel to the c-axis, and b) weakly interacting linear chains obtained from a
cuboidal structure with A = 0.005.

Table 5.3: Minimum distances and L] and ATM contributions to the cohesive energy at critical
Ac where Eqop (A = 3,Ac) = Econ(A =1, A0).

(6,4) (8,6) (12,6) (30,6)
Ac 0.4193457686 | 0.7733575166 | 0.6347968492 | 0.3886346322
Rimin(A=1) 0.9852364722 | 1.1958708129 | 1.1721405159 | 1.0793981795
Ruin(A=1 1.0137042601 | 1.2295453143 | 1.2038745402 | 1.1033397959
EéiL A=1) -22.6422225486 | -4.6655349480 | -4.0473152968 | -4.7402824565
ACES) (A=3) 11.6852182056 | 3.7683462411 | 3.7046445690 | 4.7625029058
ACES) (A=1) -4.5992266773 | -1.4831968267 | -1.4581242585 | -1.8744904913
Econ(A=3) -15.5562310202 | -2.3803855336 | -1.8007949863 | -1.8522700420
EE(Z)L (A=1) -22.6730462463 | -4.6902916517 | -4.0933436461 | -4.9288827060
ACEfj’) (A=1) 11.6816642186 | 3.7915200539 | 3.7630292199 | 5.0500055052
ACEfj> (A=1) -4.5648491451 | -1.4816139852 | -1.4704806092 | -1.9733929072
Eon(A=1) -15.5562310202 | -2.3803855336 | -1.8007949863 | -1.8522700420
OEcon(A=1)/0A [1077] -3.128265 -1.008829 -0.991775 -1.275000
0?*Econ(A=13)/0A? 1.319068 -0.194625 -0.423196 -0.811519

make sure that the exponent of the repulsive force in the L] potential exceeds the one in the
ATM potential, otherwise we observe a collapse of the linear chain for n < 9 as outlined in
section 5.3.1.

5.4 Conclusion

In this work, we have explored the influence of three-body interactions on the stability of
cuboidal lattices. To this end, we have studied the cohesive energy along a Bain phase
transformation path connecting the fcc lattice structure to the mcc, bcc, and finally the acc
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lattice, where we have included both a two-body (n,m)-LJ potential and a three-body ATM
potential of increasing coupling strength. The two-body lattice sums were computed to full
precision using either rapidly converging Bessel function expansions!!12%! or, alternatively,
efficient evaluations based on the Epstein zeta function. 3] The challenging computation of the
high-dimensional, slowly converging three-body lattice sums has been successfully achieved
using a new representation based on singular integrals involving products of Epstein zeta
functions. This approach enables, for the first time, the precise evaluation of three-body lattice
sums within minutes on a standard laptop, and can (most likely) be extended to more general
many-body terms and multiple zeta functions which is part of our future work. 3!

Using our advanced numerical framework, we have been able to precisely evaluate the
small energy differences between the cuboidal structures along the Bain path. Our results
demonstrate that the three-body potential can destabilize the fcc structure for large ATM
coupling strengths. We analytically show and numerically confirm that the ATM potential
exhibits a minimum along the Bain path at the bcc structure, resulting in the bcc structure
becoming a metastable minimum for soft L] potentials. For hard-wall L] potentials, the
structure distorts towards, and even beyond, the acc phase. Linear chain formation is observed
at high ATM coupling strength, which is due to the short-range behavior of the ATM force.

Our results indicate that, beside the softness of the two-body potential, the stability of
the bcc lattice may heavily rely on higher than two-body effects. While this study serves as
an initial exploration of the martensitic bcc-to-fcc phase transition mechanism, more realistic
systems, such as metals, need to be investigated in future work and possible symmetry breaking
effects (such as rhombohedral distortions) need to be included!®*]. This requires a more
precise computation of many-body potentials based on density functional theory, as well as

the incorporation of temperature and pressure effects.
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Chapter 6

Lattice Instabilities Along the
Transformation from Hexagonal to

Cuboidal Structures in Hard- and
Soft-Sphere Models

6.1 Introduction

The relative stability between the face-centered cubic (fcc) and hexagonal close-packed (hcp)
structures, and their formation from the gas or the liquid phase known as the nucleation
problem, has been a matter of intense discussion and debate over the past 50 years 26834939,
Both phases have the same hard-sphere packing density of p = 77/3+/2 = 0.74048048969 ... .,
as have all possible associated Barlow structures (mixtures between (AB)e and (ABC)e

18,400-402

stackings)! I for which there are infinitely many. It was only in recent times that Kepler’s

original conjecture, stating that the fcc packing density cannot be surpassed for hard (unit)

sphere packings and therefore is optimal, was proven by Hales[104%3],

Optimal sphere packings predict only a very small difference in the free energy up to
the melting point[394044%] " For real atomic or molecular crystals the two close-packed
structures are also found to be very close in energy%l. A prominent example is solid
argon, where at low temperatures and pressures, vibrational effects need to be included to

104,109]

stabilize the experimentally observed fcc over the hcp phasel . However, the cohesive

energy difference between the two phases is predicted to be a mere 8.1 + 0.7 J/mol[104477]

from relativistic coupled cluster calculations. Such small energy differences between the fcc

and hcp phase for solids are also detected in nucleation processes!?26408-4101 On the other

hand, for the heavier noble gas elements the hcp phase becomes the dominant phase at

[267,411,412

high pressures, I which is most likely due to the fact that with increasing pressure
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vibrational effects become less important compared to the competing many-body electronic
contributions.

Why one phase dominates over the other at certain temperatures and pressures delicately
depends on the different static and dynamic contributions to the free energy. It is however
notoriously difficult to get a detailed mechanistic insight into solid-state phase transitions
by both experimental and theoretical methods,!®>?] and therefore such transitions are in

general not so well understood 3544131,

One could naively slide some of the hexagonal layers
to turn hcp into fcc, i.e. for the hexagonal layer sequences we have the transformation
(ABA|B/ATB1)e —(ABCABC)o, 13 which involves a supercell treatment. However, it is
not known if this is the lowest minimum energy path, for example, in such sliding of the
hexagonal layers one may well access local minima such as dense Barlow packings, e.g.
(ABABA|B)s —(ABABCB)c.

In 1934 Burgers suggested a very simple diffusionless hcp<+bcc (body centred cubic)
phase transition path[?%?l, while Bain earlier in 1924 proposed a simple cuboidal fcc<+bcc
transition path!?>®l. Since then, there has been some controversy whether or not the fecc
phase is actually required in a minimum energy path for the hcp—bcc phase transition
and if these transitions follow at all the diffusionless mechanism as suggested by Bain and

269,414-416]

Burgers! . Moreover, it is not clear if the Burgers transformation belonging to the class

[417] .

of martensitic transitions is a first-order phase transition or not More recently, Feng and

Widom showed from DFT calculations of several transition metals that the hcp—bcc transition
exhibits an alternating slide instability corresponding to a tetragonal symmetry breaking 18],

While this instability manifests in a distinct phonon instability, a detailed explanation is still

missing.
Modeling solid-state phase transitions at the microscopic level poses significant
challenges[206:350352419-4211 " Thjg is mainly due to the fact that often stacking faults or

defects are involved in such phase changes, which requires a computationally expensive

3674224231 ' Diffusionless martensitic

super-cell treatment in a molecular dynamics simulation!
transformations do not have these problems, but mapping out the correct minimum energy
path for such a transition can still be a formidable task!260367.371414415] " Moreover, various
theoretical approximations (such as the density functional approximation) may not result
in the correct energy sequence between the different (often quasi-degenerate) polymorphs
involved 4], Moreover, when empirical model potentials are used, the stability of the bcc

phase heavily depends on its analytical form and parameters chosen[?>].

352]

Caspersen and Carter! generalized the climbing image-nudged elastic band

algorithm[#2426] to find transition paths in solid-state phase transitions, and subsequently

[256,262] from hep to the bec structure

applied this to the diffusionless martensitic transformation
and further to fcc for metallic lithium. They gave detailed information for the transformation

matrices acting on the corresponding lattice vectors. In a different approach, Raju Natarajan
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and Van der Ven used a set of two parameters derived from the Hencky logarithmic strain to
map out the volume preserving potential energy surfaces for the Burgers-Bain transformation
for metallic lithium, sodium and magnesium?7]. Cayron introduced transformation matrices
(which he termed angular distortion matrices) for continuous atomic displacements between

the three different phases!*1°l.

Bingxi Li et al. performed molecular dynamics simulations
using a (12,6)-Lennard-Jones potential for argon calibrated at T = 40 K and P = 1 bar[3”],
They discussed different paths for the hcp<+fcc phase transition. However, the topology
of the cohesive energy surface as a function of the lattice parameters to map minimum
energy paths in such phase transitions may critically depend on the chosen model applied
describing the interactions between the atoms in the lattice. Moreover, molecular dynamics
(MD) or Monte-Carlo simulations for the phase transitions in the solid state are computer time
consuming and depend on the size of the supercell chosen. From the dynamics at elevated

428] Hence,

temperatures it is often not easy to map out different minimum energy paths!
it would be advantageous to develop a simpler model capable of estimating the activation
energy (or at least an upper bound) involved in such solid-state phase transitions.

In this paper we analyze in detail the Burgers-Bain hexagonal-to-cuboidal transformation

path from hcp—fec/bece for the case of a general (n,m) Lennard-Jones (L]) potential (n >

m,m > 3),1112222,296]
_enm 1 fre\n 1 1™
Py (r) = n—m {E (7) m (7) } (6.1)

describing the interactions between the atoms in a solid using exact lattice summations to obtain

the cohesive energy[111:227,295,429]

. Here, € and 7, are the binding energy and the equilibrium
distance of the diatomic molecule, respectively. Both of these parameters can be arbitrarily set
to 1 in order to express them in dimensionless units. For very large exponents (1, m), the L]

potential approaches the kissing hard-sphere (KHS) model with

00 for r<r,,
pxus(r) =< —e  for r=rt,, (6.2)
0 for r>r,.

2094301 A preliminary account for the (12,6)-L] potential is

as originally introduced by Baxter
given in Ref. 431. Here we focus more on the theoretical details of the combined Burgers-Bain
path and derivations of lattice sums. Many insights gained through this simple L] model
become invaluable in future applications for real systems using, for example, density functional
theory. We note that the L] potential has in principle uncountable infinitely many solid state

402429]) “and many for

structures representing minima (proof by number of Barlow packings!
unit cells which are not too large in size. For example, not too long ago a new metastable L]

phase has been discovered by Parrinello and co-workers!432],
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We have recently shown[127433434] that the Bain transformation can be effectively described
within a two-parameter space (A, rNn), where ryy is the nearest neighbor distance in the
solid and A is responsible for describing the martensitic transformation path from the axial
centred-cuboidal (acc) lattice (A = 1/3), to the bcc lattice (A = 1/2), the mean centred-cuboidal
(mcc) lattice (A = 1/+/2), and tinally the face-centred cubic (fcc) lattice (A = 1) in a general
body-centered tetragonal (bct) arrangement. The advantage of this choice of parameters instead
of the usual bct lattice parameters (a,c) is that the nearest neighbor distance changes only
slightly along the Bain transformation path and a two-dimensional picture can therefore be
avoided. We will show that a similar choice of parameters for a bi-lattice shown in Figure 6.1 can
be used to describe the Burgers transformation from hcp to fcc, and demonstrate that symmetry
breaking effects need to be considered in the Burgers-Bain transformation, with the possible
appearance of a bcc phase representing a local minimum along the Burgers path. Furthermore,
the observed symmetry breaking results in a connection between the Burgers and the Bain
path. The formalism can be used for future density functional studies and the activation energy
obtained can be seen as an upper bound to the true (and possibly more complex) minimum

energy path requiring supercell treatments and consideration of Barlow packings.

Figure 6.1: The (distorted) cuboidal (blue lines shown on the left) and the hcp structure both
with a ABABAB... sequence shown in a hexagonal unit cell with corresponding basis vectors

with cell parameters |b;| = a, |by| = b, and |b3] = c. The ratio 7, = c/a = /8/3 together
with Z(b1,b,) = 60° and |b1| = |by| = a leads to the optimal hep lattice with 12 kissing spheres
around a central atom. For ¢ = 4 and 4(51,52) = 90° we obtain the bcc lattice with 8 kissing
spheres. Alternatively, we have b1 = |by| = a,c/a = /2 and Z(b1,b,) = 90° for the fcc lattice
with 12 kissing spheres.

In the coming section we detail the theory of the Burgers-Bain hcp<+fcc++bcc transformation
and develop the corresponding lattice sums for inverse power potentials in terms of fast
converging Bessel sums to capture important long-range effects. We then apply these lattice
sums to various (n, m) Lennard-Jones potentials and discuss the results for the transition paths.
We will show that for such potentials, starting from the hcp phase, the minimum energy
transition path leads to fcc rather than directly to the bec phase within the parameter space
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chosen, except when we allow for symmetry breaking within an extended parameter space for
the lattice constants for soft L] potentials, that is in the case where bcc becomes a metastable
minimum. As a special case we discuss solid argon where we also apply density functional
calculations together with the variable cell nudge elastic band algorithm to map out the MEP.

A conclusion and future perspectives on this topic is given in the final section.

6.2 Theory

To correctly describe the Burgers-Bain martensitic hcp<+fcc/bec phase transition, 2262621 we
define the cuboidal and hexagonal lattices within the smallest common unit cell, that is, a
monoclinic cell with two specified layers A and B as shown in Figure 6.1. We then introduce
a common set of basis vectors containing parameters that transform the lattices smoothly into
each other.

6.2.1 Lattice vectors and properties

The hexagonal close packed structure

The hcp phase is a bi-lattice*3®! that requires two hexagonal Bravais lattices to describe the
close-packed structure, or alternatively one hexagonal unit cell with one atom positioned inside

specified by its fractional coordinates (0,0,0) and (3, 1, 1). It belongs together with all the other

Barlow lattices to the more general class of multi-lattices43].
To define the hcp lattice, we start by considering the underlying hexagonal Bravais lattice

(h) with the accompanying basis vectors,

13

_’T: 1 _;T: - vy
bl a( ,0,0), bz b 2/ > ’

0), bj =c(0,0,1) (6.3)

with the lattice parameters |by| = a, |by| = b, |bs| = ¢, Z(by,by) = 60° and Z(by,b3) =
Z(by,b3) = 90°. These basis vectors build the A layers in Fig. 6.1. The parameters a, b and
c, allow for flexibility in the cell dimensions, and the hexagonal unit cell is recovered when
a = b. We define the generator matrix B (also called the cell tensor) with consisting of these
three vectors as

2 1 0 0
By= |8 | =a|y ¥Bu o (6.4)
_bg 0 0 Y2

where we use the notation y; = % and 7, = §. This leads to the following positive definite
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symmetric Gram matrix

1 4 0
—-T— 2
0 0 73

or G = BB, with detG = %af”y%’y% = %azbzcz > (0. From an arbitrarily chosen atom at the
origin, all points in the hexagonal lattice (A layers only) are described by

7]11(5 = B;?: 1'151 + izgz + 1'353 (6.6)

with i € Z3. Their distances to the origin are given by the quadratic form

PL(@)| = \/iT Gy = ar/ & + yriria + V33 + 3. 6.7)

The volume of the unit cell is determined through the Gram of B matrix

V3
V(a,v1,72) = detB;, = \/detG;, = 75137172 (6.8)

which is just the product of the diagonal elements of the B-matrix as this matrix has been set
is in triangular form eliminating unwanted rotations of the unit cell. The nearest neighbor

distance is given by
i (a,b,c) = min{r}(i)} = min {a,b,c} . (6.9)

and the kissing number for a lattice £ is defined as
k(L) = #{7(0) € L] [F())] = ran(£)} (6.10)

where # stands for the count (the number of distances). For the hcp structure with ideal value

of Yhep = \/g the kissing number is ¥ = 12. Similarly, we have ¥ = 12 for fcc and « = 8 for bcc.
We now introduce the second layer, i.e. the B-layer as shown in Figure 6.1, to complete the
hcp structure. If we assume, for example, that the sphere of the second layer lies above the

centroid of the triangle defined by the vectors by and by, then the B-layer is shifted by a vector
of 77; =7 <2+371 , %, 'yz> with respect to the lattice vectors given in (6.3), such that the position
of any atom in the B layers is given by

(i) =By i+), 6.11)

Note that the generator matrix B T transforms the fractional into the Cartesian coordinates for
atoms located inside the unit cell, and vice versa through the inverse (B")~!. As a side note we

could also have taken the center of the inscribing circle of the triangle defined by the vectors b
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and by, but this is not important in our analysis as we shall see.

We call the set {Ei, U} generalized lattice vectors describing the positions of additional
atoms inside a unit cell. The resulting set of distance vectors {7" (?),?’21 (1)} then produce all
points in 3D space for the hep bi-lattice. For the minimum distance ., in an hcp bi-lattice we
now have,

th\TN(a, b,c,|y]) = min{a,b,c, |7,|} = amin {1,71,72, ‘I;—h|} ) (6.12)

The cubic structures

From Figure 6.1 we see how the hcp and cubic structures are related and can be smoothly
transformed into each other, which is what Burgers had in mind in his original 1934 paper![2¢2],
We therefore make the transformation from cubic to the hexagonal lattices through an
underlying monoclinic unit cell, as defined above for the hexagonal lattice. The description
of the simple cubic (c) lattice in terms of a primitive monoclinic (mP) can be achieved by

introducing the following basis vectors
ST o T ST
by =a(1,0,0), by =a(0,71,0), B3 =a(0,0,7). (6.13)

For the cubic structure we have Z(by, by) = Z(b1,b3) = Z(by, b3) = 90° and the simple cubic
unit cell is obtained when y; = 7, = 1. We conveniently keep 71 and 7, in the definition of the
generator matrix for the cubic lattice as it becomes important later-on for the definition of the

bce and fec lattices,

1 0 0
Be=a|0 7 0 (6.14)
0 0 7

We can already see the familiarity between the two matrices Bj, and B.. This gives the following

Gram matrix for B,

1 0 0
Ge=a*|0 93 0 (6.15)
0 0 93

with det(G) = a®y37% > 0. The volume is therefore V(a,y1,72) = a®y172 = abc, or for the
ideal bec lattice V = a°. The distances to all atoms within the A layers are given by 7 (i) =Bl
and we have the expression in terms of the quadratic form (iT Gei),

1

F@) = (7Gd) " =ay/2+ 2R3+ 233 (6.16)

We now address again the B-layer in Figure 6.1 for the bcc lattice by using the shift vector 7, =

2(1,71,72) with length |7;| = §1/1+ 7% + 3. The distances are given by 75(i) = Bl i+ ..
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Again, the set of both vectors {75(7),75(i)} produce all points in 3D space for the bcc lattice.
So far we have a three-parameter space for the distances 7 (a,y1,72) for the two lattices hep
and bcc. They will become variable parameters when we discuss the Lennard-Jones potential
turther below.

There is one important fact to note. In the anticipated hcp<+bcc transformation we start
with an hcp multi-lattice using the hexagonal primitive cell as the underlying unit cell which
transforms along a certain path into a cubic multi-lattice. This cubic unit cell is not the primitive
bec cell. In fact, the smallest distance in the bec cell is given along the [111] direction to the center
lattice point with a distance of a. = |7.| = av/3/2 for 71 = 72 = 1. Lennard-Jones and Ingham
therefore introduced an additional multiplicative factor to the lattice for the bec celll1'2], which
we discuss further below for the more general Burgers transformation between the hcp and the
cuboidal lattices.

The Burgers-Bain transformation

The connection between the hexagonal and the cubic generator matrices is given by

Bj, = UgB. = B, (6.17)

o NR -
ON|§O
_ O O

This means that the distances will transform like 7/ = Ug#; (k = 1,2). The second set of

distances, 75, also concerns the transformation of the shift vector

7 =Usge =1 (1L (452),m) (618)

However, the vector o differs markedly from 7, in its first and second component. It is therefore
more suitable to introduce the shift vector directly with freely varying parameters B1, B2, and
B3 such that

S a

9 =5 (BB Bs) (619)
with B§ = B = 1 for the ideal cubical lattices and p = 1 and g} = % for the ideal hexagonal
lattices. The length of the shift vector becomes |7s| = 5,/B87 + 5 + B3. This factor becomes

important when we rescale our lattice sums.

The Gram matrices transform as

1 2 o0
2
G = ByB, = UpB:B/ Uy = UpG.Uy = (Uplg )G = | Lt ﬁf 0| Ge=5SG.. (620
0 0 1
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We can now formulate the smooth transition from the cuboidal lattice to hcp as

B(a,a,v1,72) = «Bc(a,v1,72) + (1 — a)By(a,71,72) = {a + (1 —a)Up} Bc(a,7y)

1 0 0 1 0 0
—q | 000 o, [04 <1 - \/T§> + JT?:} 0 f=alwi(a,m) wsla,r1) 0 (6.21)

where « is the structure parameter defining the type of lattice being « = 0 for the hexagonal
and @« = 1 for the cubical lattice, by definition, wq(a,11) = L(1 —a), and ws(a,71) =
7 [oc (1 — 4) + \/Tg] Note that in this form, the length of the vector b, changes during the
transition at fixed b (in fact, b is a parameter to be optimized), and its variation with respect to

« is given by

Bal = by/1— (e — 1) (V3 —2) = bfs(a) = arafi(a) (6.22)

where fs(a) is a scaling factor that has its minimum value f; = 0.965926 at « = 0.5.
Consequently, the transformation matrix B is describing the rotation and scaling of the vector
by. As shown in Figure 6.2, the angle A(El, Ez) = 61, approaches 0° at low a but never reaches
180°. In the interval of interest, « = [0, 1], it varies almost linearly with a and is thus a good
measure of the angle of the base of the unit cell. In fact we have

w1
/2 2
wi + w3
(a42)7T

The linear behavior in the plot could be approximated as 61, ~ “=¢== in the [0, 1] region.

cos b, = (6.23)

The two sets of distance vectors are given by

71(1) = B(a,a,71,72) i and 72(i) = B(a,a,71,72) i + s(a, B1, B2, B3) (6.24)

We now have a seven-parameter space {p;} = (a,«,pB1,B2 B3 71,72) as a minimum set
of parameters to describe the Burgers-Bain transformation with an underlying primitive
monoclinic cell. If the middle layer sits exactly in between the two neighboring layers we expect
that B3 = 7».

The symmetric Gram matrix for B(a, &, 7y1, 72) becomes,

1 wl(“/’)/l) 0
2
=a | wy(a, wo(a,
1(a,71) wa(a, 1) g 6.25)
0 0 72

G(a, o, v1,72) = B(a, &, 71, 72)B(a,&,71,72) "

= a®S3(a, 11, 712)
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Figure 6.2: Relationship between the parameter & and the angle between the two base vectors
El and Ez.

where

wr (&, 71) = wi(a, 11)* + wsla, v1)? (6.26)

For G(a,a,y1,72) to be positive definite we have the condition that w3(x) > 0,i.e. « > —(3+
V3) ~ —4.732.

It is now clear that the martensitic transition is described by a shearing of the A-layer,
related mainly to the parameter a, with a change in angle between the two basis vectors by
and b, together with a sliding of the B-layer in direction orthogonal to the by and b3 vectors and
additional changes in the lattice parameters, which are summarized in Table 6.1 for the three
lattices hcp, fcc and bec. The Burgers transformation is shown schematically in Figure 6.3. We
note that the Burgers path maintains the symmetry of a primitive monoclinic unit cell (space
group mP).

The specific choice for the a-dependence of the basis vector by in (6.22) originates directly
from the linear combination between the two B-matrices given in eq.(6.21). In the following
we will call this model for the Burgers transformation Model 1. As it turns out, the minimum
energy path for the Burgers transformation within Model 1 fulfills the condition ; fs = 1, that
is for the whole path with « € [0,1] we have the condition that 1| = |bs| for the two basis
vectors of the hexagonal sheet. This saves one parameter (1) in our optimization procedure.
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Figure 6.3: The shearing in the A-layer (gray spheres, change of angle between by and by) of the
base hexagonal plane and sliding of the B-layer (red spheres, sitting at c¢/2 above the A-layer)
in the Burgers transformation. Left: bcc lattice with 4(51,52) = 90°, 72 = 1 and fractional
coordinates il T = (%, %, %), or fcc lattice with 75 = V2 and iiT = (%, %, %) Right: hcp structure

with Z(B1,B2) = 60°,72 = /S and 7 = (4, 4,3)

Table 6.1: Ideal lattice parameters using for the three lattices hcp, fcc and bec with lattice
constant a, b and c as shown in Figure 6.1. The values for wj, w», w3 and the hard-sphere
volumes V for hcp and fcc and for bec (setting a = 1) and corresponding packing densities are
also shown. The values for the bcc structure occurring in the vicinity of the Burgers path are
also shown using Model 2.

Parameter | hcp | fcc | bec(Bain) | bec(Burgers)
w 0| 1 1 :
02! 1 1 1 1
72 \/§ V2 1 \/§
B 1 1 1 3
p2 7 1 1 22
Bs Vil va 1 Vi
/(b1,B) | 60° | 90° 90° arcos(%)
w1 (DC, ’Yl) % 0 0 %
wo (e, v1) 1 1 1 1
w3 (a, 1) \/Tg 1 . 1 %ﬁ
v V2| V2 33 33

| V3 V3
P 32 32 8 8
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Alternatively, we could adopt from the beginning on the condition that |b;| = |by| for y; = 1.

1
w3=\/1—w%:§ 4—(1—-a)? (6.27)

and wy = 1, keeping the original definition for w;. This changes the B-matrix to a more natural

This implies that

choice for the lattice vectors,

1 0 0 1 0 0
B(a,a,72) = a(by,by,b3) =a | 1(1—-a) 3/A+a)3—a) 0 | =[cosb sinf 0
0 0 72 0 0 7

(6.28)

We call this choice Model 2. In this model the angle Z(by,by) = 61, € (0, 7) used in (6.28) is
easily obtained from the parameter «,

w1

1

COS 012 = \/—a)_2 = w1 = 5(1 — 0(). (629)
and we have a nice linear relationship as shown in Figure 6.2. We also give the inverse B-matrix

for model 2 required to obtain the fractional coordinates through if = (BT)~17;,[4%]

(a—1)
(1+a)(3—a)
B~ (a,a, _ 41 2 6.30
(a,0,72)=a"']0 TEIEE 0 (6.30)
0 0 vyt

As we must get the same cohesive energies at a specific angle 61, we can use eq.(6.29) to
derive the relationship between the a-values in the two different models, i.e.

1 — o
1—
\/1 - 2C0£M1(1 — D‘Ml)

ANV = (6.31)

with C = (1 — \/Tg) The back-transformation requires the solution of a quadratic equation for
which we get the following expression (taking the negative sign for the square-root expression
in the quadratic equation),

o 1=C1 = awp)® — V(1 — an)?(1 4 C(1 — an)*(C —2))
ML= 1-— 2C(1 — OCMQ)Z

(6.32)

Substituting an; by anp in (6.21) changes the Burgers transformation into a non-linear
transformation of the B-matrices. However, for the reduction of the parameter space the B

matrix (6.28) is quite useful as y; = 1 if |b;| = |by| and any symmetry breaking through

116



|El| # |Ez| will be described directly by 7 # 1. It is clear that ay;g = apnp for ayg = 0
and apr; = 1. The maximum deviation between the two a values is app — anpe = 0.02078464
with ap = 0.33846180 and aypp = 0.31767716 in the interval ay; € [0,1]. Note that the bec
structure found at aypp = 1/3 (see Table 6.1) corresponds to ap; = 0.35411421.. . ., highlighting
the advantage of Model 2 locating the bcc structure at a rational value of the parameter «.

The volume of the a-dependent unit cell then is,

V(a,a,71,72) = \/detG(a, 0, m1,72) = A raws(a, 1) (6.33)

This results in a packing density compared to spheres of radius r,

Vsphere - 4mrd

Vhex  3a372ws(a, 1)

(6.34)

where we considered that we have two spheres in the unit cell. With the values listed in Table
6.1 this gives ppcca=1 = %7{ (with r = @ = @a), Pfcc = %7( (r = %a), and ppep = %7(
(r= %a).

Table 6.1 shows that at specific lattice parameters at & = % (Model 2) an additional bcc
structure appears along the Burgers path situated in-between the hcp (¢ = 0) and fcc (v =
1) structures. The corresponding lattice vectors are ElT = a(1,0,0), EzT = a(%, 23&,0), and
E3T = a(0,0, \/g) Notice that the angle Z(by,by) = arccos (%) = 180° — 01, where 07 =

109.4712206 . .. is the tetrahedral angle. The corresponding shift vector is 7] = a(%, 4, %),

or expressed in terms of fractional coordinates u, i.e. i = (B, = (%, %, %)T Hence, the
atom located inside the unit cell is exactly body-centered with a distance from the origin of
\%. This is just another unit cell definition for the bcc structure as shown (in blue color) in
Figure 6.4. The primitive rhombohedral cell for bcc (in green color) with lattice parameters
a; = by = c1 = a,a1 = B1 = 1 = 01, and the conventional unit cell (in red color) with lattice
parameters ap = by = ¢y = \2/—%,&2 = B2 = 72 = 90° are also shown in Figure 6.4. In the interval
a € [0,1] we only have two occurrences of a bcc structure, i.e. at w = % and a« = 1, where the
tirst one is convenient to discuss distortions along the Burgers path to either hcp or fcc, and the
second one for cuboidal distortions to fcc along the Bain path.

We briefly summarize. For the Burgers transformation we reduced the, in principle,
nine-parameter space (6 lattice constants for the Bravais lattice plus 3 parameters for
the position of the middle layer) for a bi-lattice to a seven-parameter space {p;} =
(a,a,71,72, B1,B2,B3), where « € (—1,3) is the important structure parameter (our
reaction coordinate) describing the Burgers-Bain phase transition. All other parameters
a,71, 72, B1, B2, B3 have in principle to be optimized along the transformation path. We expect
approximately the following parameter range for « € [0,1]: a € [anep, b, 11 ~ 1.0,
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Figure 6.4: bcc phase shown in a (3 x 2 x 3) super-cell. Left: the conventional bcc bi-lattice
shown in red color (left) with the body-centered atom in grey; middle: the bi-lattice shown

in blue with unit cell identical to the one defined in Fig.6.1 with (£(b1,b,) = 70.5287794° =
180° — 67), where 6t is the tetrahedral angle; right: the rhombohedral primitive bec cell of
equal lengths shown in green (containing no central atom), with a ratio for the length of the

lattice vectors compared to the conventional unit cell of @ The angles between the lattice
vectors are 180° — f7. Note that the primitive bcc cell has half the volume of the conventional
one.

Y2 € {1, \/gl, B1 = 1.0, B € [\%,1}, B3 =~ 2. For the Bain transformation the originally

introduced distortion parameter A in Ref. 434 is simply related to the parameter 7y, by
A = v3/2, and similarly the nearest neighbor distance in the cuboidal lattice is given by

NN = 51/2+ 7%.[127'433] This implies that at « = 1 the transformation from fcc to bcc is
described mainly through the parameter ,. An additional bcc structure appears along the
Burgers path at « = %, which will be discussed in detail for the case of a L] potential.

6.2.2 Quadratic forms and functions for the lattice sums

Lattice sums have a long history and are usually based on quadratic functions. For inverse

power potentials V(r) = r~° such as the Lennard-Jones potential or the Madelung constant

for Coulomb potentials, these are related to the so-called Epstein zeta function!!!1112115],

For the cuboidal Bain transformation the associated lattice sums were already described in

103,434]

our previous papers! For the more general Burgers-Bain transformation we need to

introduce two lattice sums for all the distances in a bi-lattice.
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We first introduce the quadratic form Q 4 involving only atoms in the base A-layer,

Qall,a,v1,72) = 1" Sa(w, 11, 72)i = a2 G(a, &, 11, 72)1

. - . . (6.35)
= l% + 2w (&, y1)irin + wo(a, ’71)1% + ’Y%lé

with the associated lattice sum

! 1
Hi (s, ,71,72) = Y —= :
Tez3 (?TS3(“/ Y1, ’)/2);35

(6.36)

The prime notation at the sum indicates that we avoid the term i; = i = i3 in the summation.
This lattice sum can be re-expressed in terms of a fast converging Bessel functions[?952%]
described in detail in Appendix H.

For the second lattice sum we need the quadratic function for the distances between the A-

and B-layer lattice points derived from eq.(6.24),

Qs(i, {pi}) = a2 (I"B(a,a, 1, 72) + 3 (B B2, 12) ) (Bl 11, 72) T+ 85(Br, B2, 1))

(6.37)
- a—Z [?Tc(a’ &, Y1, 72)?—'_ ZZTB((Z/ &, Y1, /}/2)65(51/ ﬁZI IYZ) + |55(51’ 52/ 72) |2:|
2 2 2
= <i1 + wi(a, 71)iz + %) + (w?)(“r m1)iz + %) + (72i3 + %) (6.38)
where wi(a, 1) and ws(a, 1) have already been defined. The corresponding lattice sum
becomes 1
Hi(s,{pi}) = ) —— (6.39)
1 Te73 QB(Z/ &, Y1, Y2, ,Bl/ ,32/ ,33)5
Both lattice sums are absolute convergent for finite s > 3 with a simple pole at s = 3, but

can be analytically continued for s < % However, for s — oo the lattice sum Hﬁ — oo for

the bec lattice. This can be understood from the fact that some terms in Qg(7 for (i1, iy, i3) €
[—1,1] can become smaller than 1 in our definition of the lattice sum. This divergence of the
lattice sum for s — co will be compensated by the optimized lattice constant a obtained from a
Lennard-Jones potential as discussed further below, but this results in a (0 x oo) case for s — 0.
It is therefore far more convenient to avoid such divergences by re-scaling the lattice constant
such that r,. = af(B1, B2, B3), and rp. = |Ts| is the length from the atom at the base layer A to
the nearest body-centered atom in layer B. f(B1, B2, B3) becomes part of the lattice sum assuring

convergence to a finite value for s — co. We now redefine the two lattice sums such that they
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behave well in the limit s — oo,

: o 1
Lo (1)) = £ B H o, 2) = (BB b & g (640
and
Li(s, {pi}) = f(B1, B2, B3)*Hi(s, {pi}) = f(Br, B2, B3)™ ?GZZ‘,S m (6.41)
with

f(B1,B2,B3) = % = %\/ﬁ% + B3+ B3 (6.42)

This ensures that the bcc lattice sum is identical to the one defined originally by Lennard-Jones

and Ingham['2]. The total lattice sum is then given by

L'(s, {pi}) = Lly(s, {pi}) + L}(s, {pi}) (6.43)
H"(s,{pi}) = Hi(s, {pi}) + Hj(s, {pi}) (6.44)

Both lattice sums can be expressed in terms of fast converging series involving Bessel functions
as derived in Appendix H. We note that it is sufficient to take just the sum of the two layer
contributions, e.g. L]}‘ + Lh, as in our definition of the bi-lattice each atom is equivalent to all
the others, i.e. they have the same surrounding. This can also be seen from a more general

formula for Barlow packings [402]

6.2.3 Lattice sums for the special cases of hcp, fcc and bec

Using the parameters in Table 6.1 for the hcp structure we get f(B1, B2, 3) = 1, and for the

lattice sums

/ —S
Ly = ¥ (R +ii+5B+53) (6.45)
icz3
h . . . . =S
Ly = ¥ (G + dia+ 5%+ (Pia + 53502 + §(ia + 1)?)
icz3
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These are exactly the lattice sums as shown in Refs. 294,295,437. For bec we get f(B1, B2, B3) =
\/5 /2 and

\/§ 2s

/ —S

L = (7> Y (R+B+3) (6.46)
icz3

Lbee =3} ((21'1 F1)2+ (2 + 1)+ (2i3+ 1)2)_

iez3

These are identical to the ones given by Lennard-Jones and Ingham[1'?] and used in Ref. 295

for various Bessel function expansions.
For fcc we get f(B1, B2, B3) = 1 and

/ —S
=y (3+8+28) (6.47)
icz3
o= Y ((h+32+ o+ 12 +205+ 1))
icz3

This can be brought into a more familiar form discussed in Ref. 295 (see Appendix I),

! . . . —S
L 4 1 — o1 Y7 [1 - (—1)”“2“3] (i% +i5+ i%) (6.48)
icz3

6.2.4 The Lennard-Jones cohesive energies for the lattices along the fcc to

hcp transition path

The cohesive energy for the hexagonal-cuboidal structures for a general (1, m) L] potential can

be expressed in terms of lattice sums and is given by the expression 1122262271

Ei‘]’h(n,m,{pi}) _ 2(reln_mm) Hh(%;l{Pz}) (%)ﬂ B w (%)m] (6.49)

enm  [L"(% {pi}) (i)n AR (i)m]

2(n—m) n The m be

where the distance from the base to the body-centered atom is related to the lattice constant
rve = af(B1, B2, B3) as already mentioned. Note that the factor f(B1, B2, B3) in eq.(6.42) cancels
out when we with the lattice sums H — L and the distances r,. — a at the same time.
The expression for the lattice sum L"(s, {p;}) is taken from Eq. (6.43) and the corresponding
Bessel function expansions we used in our work are given in Appendix H. As these Bessel
sum expansions are fast converging series, they can easily be obtained to arbitrary computer

precision, i.e. to double precision accuracy within a few seconds of computer time.
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In order to discuss the behavior for the L] potential with varying parameters p; we treat the

lattice constant a4 independently from all the other parameters to be optimized. For this, we

follow the procedure in Ref.[1%®! and get from angh /0da = 0 the minimum lattice parameter,

i Te f(B1, B2 B3)

1
af. = amin(“/ ﬁl/ ,82/ ,83/ Y1, ')/2) _ 1 Lh(%, Q, ﬁl/ 52, 53, 7, ,-),2) n—m (6 50)
Lh(%,“,ﬁl,ﬁz,ﬁ&’h,’)q) ’

and the * indicates that reduced (or dimensionless) units are used. We can then evaluate the

*
min

cohesive energy at a; . and get

Ejp = ESM(n,m, al, &, B1, B2, B3, Y1, 72) /€ = — = 2
nm LJ ( min ﬁ :8 :8 ) Lh(%,tx, ﬁl/ﬁZ/ ﬁS/’Yl/ ,)/2),11

1
1[ L%, B1, Ba Bsy1,72)" |
- [ (6.51)

We therefore have to deal only with the six-parameter space «, 81, B82,B3, 71,72 for fixed
exponents (1, m). As « is fixed to map out the Burgers path, we only have to optimize E};,, with
respect to both sets { 81, B2, B3} and {1, 72} using a 5D Newton-Raphson procedure as outlined
in the supporting information. We chose the interval « € [—0.2,1.2] in steps of Ax = 0.05 for
the Burgers path. For the following we omit the * notation, i.e. all quantities are in reduced
(dimensionless) units unless otherwise stated.

The validity of using (6.51) instead of (6.49) has been checked by computations which show
that we obtain exactly the same results for the extreme points (maxima and minima) and the
minimum energy Burgers path. This is perhaps not surprising as we have dE,;,/da = 0 and
OEym /071 = 0Eun /072 = 0 for the minimum energy path. Thus, by performing the derivative
0E.n/0a = 0 and considering oL" (%, a, B1, B2, B3, 71, 72)/0a = 01in (6.49) we can easily prove by
substituting da = —mi—la% that (6.51) is valid. For the area around the Burgers path where this
condition does not exactly hold, but we obtain rather small deviations from the exact solution

(6.49). Here, the situation is similar to the hcp case as discussed before [294]

6.2.5 The Burgers-Bain transformation within the kissing hard-sphere
model

For large exponents, the (1, m)-L] potential approaches the kissing hard-sphere limit (KHS)

as defined in eq.(6.2). Within the KHS limit we optimize the number of contacts between the

spheres (atoms). It is therefore illustrative to discuss the Burgers/Bain type phase transition

within the KHS limit first.

For the Burgers transformation the KHS cohesive energy, Exys, and kissing numbers x are
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given as

—4 for a<0 and a>1, x=38
Exps =4 -6 for a=0 and a=1, k=12 (6.52)
-5 for O0<a<1, x=10.

with & = apg or &« = app. Exys is now a step function, i.e. we do not have a single point
maximum for the energy anymore. In this Burgers transformation, the central atom in the
middle layer is located at the bisecting line of the two lattice vectors by and b of lengtha =1
(half unit sphere of radius R = %), i.e. the atom moves up- or downwards at half-distance
(%|Bl| = 5) along the Burgers path. This is illustrated in Figure 6.5. The parameters change
accordingly along the path and we have the boundary conditions f1 = 1, y1fs = 1, B3 = 72
and r,. = 1.

Figure 6.5: Burgers transformation using a kissing hard-sphere model potential along different
values of a from —0.2 — 0.0 — 0.5 — 1.0 — 1.2. The continuous black lines show the bonds
from the atom at the origin to its nearest neighbors (kissing spheres). The red atoms lie in the
Wyckoff positions of the unit cell and form layers above and below (B layer) the layer of gray
atoms (A layer). Including the bonds for the lower B layer we count the number of solid lines
and get the kissing numbers as shown in (6.52).

We may naively assume a linear behavior for 7y,(app) and Ba(an), but this does not
correctly describe the movement of the hard sphere in the second layer while the angle between
by and by changes. We therefore need to derive analytical formulae for both v, (apg) and
B2(an ). For this we conveniently choose Model 2 as ayg, has a simple relationship with the
angle between the two vectors El and b, (cf. eq.(6.29)).
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Figure 6.6: The movement of the second layer atom (red color) with respect to the base layer
in the Burgers transformation with the parameters for the KHS limit dyp = di3 = dja = dpg =

dyy = 1,dyz = 2811’1912 with 61, € [60,90] degrees, height h = 12 and s = % described by an
irregular tetrahedron Note, the kissing number of each sphere i 1s 10.

In order to derive the exact movement of a hard sphere of radius a/2 within the second
(middle) layer relative to the layers above and below with changing base angle 61, from 60 to

90 degrees, we use a well known relation for the volume Vr of an irregular tetrahedron,

1 1
Vr=-Ath= ——+/D 6.53
T=3Ar 12\/5\/ cM (6.53)

where Ay = 7sinf), is the area of the base triangle between points 1, 2 and 3 as shown in
Figure 6.6 and Dcy; is the Cayley-Menger determinant for an irregular polyhedron3l. The
lengths of the edges for the hard—sphere model are fixed atdip = diz =a=1,dyy =1, = 1,
dry = d3g = 1, and we have dy3 = 2s1n 2. Ash = 7, /2 we obtain

1\/DC
Y2 = 2\/— A

The (5 x 5) Cayley-Menger determinant can easily be evaluated from the distance conditions

(6.54)

above, and we have D¢y = 243;(3 — d5;). After applying some basic trigonometry, this leads

,/3 d23 2sin %2 124/3 — 4sin 12 \/2+2c05912 1—2cosb1p) (655)

to

72 sin 912 1-— COS2 912

From eq.(6.23) we finally get

8 + danp (1 — ) 2 —amp
= =2 6.56
Y2(am2) \/ 4—(1—anp)? 3 —anvp ( )

72 is a monotonically decreasing function in the interval ay, € [0,1]. Moreover, 7, changes

from vy, = \/g at ayp = 0to 72 = V2 at ayp = 1. In other words, the KHS model directly
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connects the hcp with the fcc structure (in our specific unit cell treatment), unlike the original
proposed transformation by Burgers which is between hcp and bec (262,
Now that we have an expression for 7y, we can give an analytical formula for our unit cell

volume along the Burgers path (6.8) for the KHS limit,

V(amz) = 1ows = \/2 + anv2 (1 — anm2) (6.57)

which is an astonishingly simple function in ap,. This function has a maximum at app = %
with a volume of exactly Vimax = % From Table 6.1 we see that Vj,oc > Vmax. The corresponding

packing density becomes
T

3\/2 + DéMz(l — OéMz)

which at maximum volume becomes p(V = 3) = 271/9. The ratio to the hard-sphere packing at

fcc minimum is therefore p(V = 3)/p(V = /2) = %ﬁ = 0.942809.... This value is significantly

above the ratio near melting (o = 0.739) given by Mau and Huse 31,

o(an2) = (6.58)

From our expression of 7,, we can easily derive an analytical expression for B, for the
hard-sphere model using simple geometry,

,Bz(lXMz) _ \/4— (1—06M2)(06M2—|—3) _ \/1+“M2 (6.59)

4 — (1 —OéMz)z 3—DCM2

B2 is a monotonically increasing smooth function in ayp € [0,1]. We will see later on that this
implies no symmetry breaking effects within this model.
We need to mention the bce structure which can appear on the Burgers path at & = % at the

right conditions for the lattice parameters. Within the KHS model at & = % we get 7 = \/g =
1.5811388..., 81 = land Bo = % = 0.70710678 . ... The 7 value is perhaps closest to the one
associated with the bcc structure (7, = 1.632993 in our unit cell definition, but both the KHS
values for 1 and B, deviate substantially from the ones defined by the bcc structure, see Table
6.1). This clearly shows that the KHS model bypasses the bcc structure along the Burgers path,
a general feature we also expect for harder L] potentials close to the KHS limit. This is comes
at no surprise as the kissing number is constant at x = 10 for the Burgers path in the interval
a € (0,1) compared to the bee structure, where « is reduced to 8.

As we will discuss also the fcc—bcc transformation in section 6.3.3 further down, we
mention the Bain phase transition as a special case of our Burgers-Bain transformation by
setting « = 1 and varying > € [1,4/2]. In this transformation the 8 atoms at the edges of
the cuboidal cell move slightly out as the unit cell gets compressed from fcc to bcc and we have
a > 1. The kissing number changes from 12 to 8, i.e. the cuboidal structure for 7, < V2 lies
energetically always above fcc or hcp and even above the hard-sphere Burgers transition path.
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As we have a > r,. = 1 for 7, < V2 and & = 1 within the KHS model, we can easily derive
that for the lattice constant @ we have

alys) = ——— (6.:60)

\2+75

As w3(a = 1) = 1 we get for the volume of the Bain path of a cuboidal lattice

872

2 (6.61)
(2+3)2

Veub (72) =

that is the volume is monotonically increasing from fcc to bcc within the KHS model. We can
easily verify that for the appropriate 7, values we get the results as shown in Table 6.1. We can
now compare the KHS model with the results obtained from (n, m)-L] potentials.

6.2.6 Density functional Calculations using the Variable Cell Nudge Elastic
Band Method for Solid Argon

Solid argon is reasonably well described by two-body interactions!!®! such as the (12,6)-L]

226,227,440]

potentiall Hence, in order to verify our lattice sum calculations for the hcp—fcc

phase transition path, we decided to carry out additional density functional theory (DFT)
calculations [441] using the Perdew—-Burke-Ernzerhof (PBE) exchange-correlation functional [280]
together with an ultrasoft pseudopotential for argon#4?! to replace the argon core, and the PBE
functional including dispersion interactions through the DFT-D3(BJ) method 21231, mapping
out the Burgers path by applying the Variable Cell Nudge Elastic Band method (VC-NEB) for
solid argon 4264434451 y15ing 25 grid points on the transition path between hep and fec. For this
we used the same unit cell as shown in Figure 6.1 and optimized all variable parameters for the
B-matrix and the shift vector to obtain the stress tensor for the path optimization. While the
PBE functional may not reproduce solid state properties of argon accurately,#4°l the PBE-D3
functional performs far better, and for the transition path we assume that the errors inherent in

447

the DFT3?7] or pseudopotential approximation4’l should cancel out for energy differences to

some extent. We also included the local density approximation (LDA)#48] as a limiting case, as
it is well known that this functional substantially overestimates the binding energy of Ary, 44!

and therefore of solid argon as well.
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6.3 Results and Discussions

6.3.1 The hcp«>fcc Burgers transformation in a restricted four-parameter

space

For the following we adopt Model 2 for convenience, i.e. & = app and 1 = 1. We first consider
the smaller four-parameter space (a, «, B2, 72) by setting f1 = 1 and B3 = 7, in agreement with
the hard-sphere model. Only a few combinations for the exponents (1, m) of the L] potential
are selected here, sufficient to discuss the most important features of a generalized L] potential.
Furthermore, we keep the discussion in this section rather short. More details can be found in
the supplementary information, and preliminary results for the (12,6)-L] potential were already

published by our group 43!l

. Furthermore, extension of this small parameter space results in
symmetry breaking effects with a bifurcation point occurring including the appearance of an
additional minimum for the bcc structure, which will be discussed in detail in sections 6.3.2 and
6.3.3.

The optimized lattice parameters and corresponding energies are summarized in Table
6.2. As can be seen, the energy difference between fcc and hcp is very small for all L]
potentials applied, e.g. AEu, = EPP _ pfec — 8703x10~4 for the (12,6)-L] potential
and —1.6705x107% for the (6,4)-L] potential. This is already well documented in the

literature [104,192,227,372,406,450-452

I Figure 6.7 shows the hcp-fce phase transition line between the
two phases for a (1, m)-LJ potential where we have AE,;,, = 0. Only for very soft long-range
potentials becomes the fcc phase more stable compared to hcp. The critical exponents n, m, for

the phase transition line can be approximated by the following functional form,

C c
me =3+kie Fne 4 L 2 4

Cc nc

% with 7. > 5.705 (6.62)
Cc

where k; = 3.322473067 x 108, k, = 5.95017115, ¢c; = —9.23169654, ¢; = 1.73880812 x 10% and
c3 = —1.89668849 x 102 with a coefficient of determination of R? = 0.9998. For example, for
ne = 12 we get m. = 3.291725434064, which implies that for the (12,6)-L] potential the hcp
phase lies energetically below the fcc phase. It was recently shown 1%l that, for a rare-gas solid
like argon, phonon dispersion is required for the stabilization of the fcc over the hcp phase at
OK.

To obtain the minimum energy path, for which we have the condition 0E .y, («) /9x; = 0 for
x; € {a, B2, 72}, we changed the parameter « in forward direction from —0.2 to +1.2 in steps
of 0.025 optimizing all other lattice parameters. The results show that we automatically end up
with the fcc structure at « = 1 and 7, = /2 on that path for all L] potentials considered here, in
perfect agreement with the KHS model (cf. Figure 6.8). The reverse path starting from the bcc
structure at &« = 1 and 7y, = 1 goes steeply uphill.
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Table 6.2: Optimized parameters for minima and transition states (TS) for various (n,m)-L]
potentials (Model 2) setting f; = 1, B3 = 72 and ;3 = 1. TS properties for the Burgers

(OEym/o0 =

0) and Bain paths (0E;; /072 = 0) are indicated by a # symbol.

For the

minimum structures we get exactly # = 0 and B, = 1/+/3 for hecp and « = 1, B = 1 and
92 = /2 for fcc. For hep (¢ = 0) we obtain a slight deviation from the ideal , value with
Oum = Y2(n,m) —+/8/3. cub2 indicates the second cuboidal structure after fcc, e.g. bec if we

have the ideal values of « = 1, B = 1 and 7, = 1. For fcc (¢ = 1) we have a

fee
min

fcc
rbc,min :

AE,;; (%) for the Burgers path is taken relative to the hep structure. The volume increase AV [%]
at the TS of the Burgers path relative to the fcc structure is defined as 100{V (a*) — Vfec} /vfee,
i defines the point on the Burger’s path where the kissing number changes spontaneously
from k=4 (¢ < ay) to 2 (¢ < ay). For the Bain path TS we have « = 1 and B, = 1, which is
located at 7, = 1 except for the (6,4)-L] potential for which we get 74 =1.01301670. AE,(a¥)
values for the Bain path are relative to the fcc structure.

Parameter (6,4) (8,6) (12,4) (12,6) (30,6) (30,12)
minima

a"P(x = 0) 0.75523963 | 0.94115696 | 0.91206706 | 0.97127386 | 0.99229244 | 0.99939864
rggp(oc =0) 0.75533453 | 0.94108456 | 0.91203445| 0.97118272| 0.99225828 | 0.99938521
Eﬂf,f (e =0) -38.9325327 | -10.4019067 | -18.30985366 | -8.61107046 | -7.57167198 | -6.11058661
52%’(& =0) 0.00030779 | -0.00018844 | -0.00008759 | -0.00022986 | -0.00008431 | -0.00003291
af(x =1) 0.75527318 | 0.94112001 | 0.91205036 | 0.97123369 | 0.99227815| 0.99939381
AEff,,Cq(oc =1) | -0.00167052| 0.00065426| 0.00053138 | 0.00087030| 0.00063934 | 0.00034707
a2 (g = 1) 0.84952560 | 1.08593491| 1.06151441| 1.14235260 | 1.20025739 | 1.21772324
rf)‘ébz(zx =1) 0.73571075| 0.92022759 | 0.89393191| 0.95447928 | 0.98606235| 0.99654594
'ygu"z(ac =1) 1| 093401642 | 0.91472620| 0.89022278| 0.83649731| 0.82395744
AESU2(y = 1) | 0.29641379 | 0.24620888 | 0.45584326| 0.34906107 | 0.58211318| 0.76315575
TS Burgers

o 0.50124827 | 0.50070620 | 0.50055491 | 0.50036605| 0.50007315| 0.49998534
012 75.55941782 | 75.54338146 | 75.53890556 | 75.53331802 | 75.52465212 | 75.52205406
a* 0.73561911 | 0.92214149 | 0.89552993 | 0.95622314 | 0.98638714 | 0.99664997
rﬁc 0.76148854 | 0.94610839 | 0.91637703 | 0.97463898 | 0.99337015| 0.99965780
[3*; 0.84563200 | 0.82802883 | 0.82241205| 0.81445956 | 0.78931350 | 0.78087408
'yg 1.60349255 | 1.58902301| 1.58494120| 1.57867371| 1.56007043 | 1.55383900
AE;m () 0.63868037 | 0.34878984 | 0.59775652| 0.41488952 | 0.59694720 | 0.76650812
AV (%] 1.45105875 | 2.35271163 | 2.73068082 | 3.15510867 | 4.92065604 | 5.51004680
o 0.52877 0.51028 0.50911 0.50408 0.49990 0.49905
TS Bain

a* 0.84587206 | 1.06148905| 1.03057025| 1.09911882| 1.13483878| 1.14700157
rﬁ . 0.73573887 | 0.91927648 | 0.89250002 | 0.95186482 | 0.95186482 | 0.99333250
AE () 0.29644955 | 0.24972893 | 0.47009499 | 0.37377855| 0.77263663 | 1.17257580
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Figure 6.7: hcp/fecc phase transition line (n., m.) for (n, m)-L] potentials fulfilling the condition
_ phep _ pfecc _
AE,m = ENP — Efec — 0,
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Figure 6.8: The cohesive energy difference AE;;,(«) = Epm(a) — E,};f,f(oc = 0) for the Burgers
path as a function of the distortion parameter « for various selected (1, m)-L] potentials using
Model 2 and 81 = 1.

An analysis of the minimum distances reveals a kissing number of ¥ = 12 for the two points

x=0,7= \/g anda =1, = V2 as one expects. However, around the transition state we
find x = 4 for the interval « € (0, ax) with shortest distances in the hexagonal layer, at critical
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value a; we find ¥ = 6 picking up two short distances to the central atom, and we have x = 2
for the interval « € (ay, 1) with shortest distances to the central atom as listed in Table 6.2 for
various L] potentials. We note that ay is close to % The optimized lattice parameters () and
720) follow qualitatively the KHS model, see supporting information.

The cohesive energies along the Burgers path for different (n,m)-L] potentials are shown
in Figure 6.8. The transition state is close to the midpoint of « = 1/2 for all L] potentials

considered here as one would expect. For example, for the (12,6)-L] potential we find the
hep
126 —

0.41490, see Table 6.2. An important finding here is that within this parameter space the

transition state at a* = 0.50037 with an energy difference of AEjp6(a*) = Epp6(a®) — E

energy and its first and second derivatives with respect to the lattice parameters show a smooth
functional behavior. In the following section we will show that this is an artifact of limiting our
parameter space according to the KHS limit.

The Bain transformation from fcc to bec is well understood because of its simplicity in the
crystal transformation 1931262614311 For recent applications to group 1 and 11 metals we refer
to refs. 127,433. In our limited parameter space model, the activation energies for the Bain
phase transition are usually below the ones for the Burgers path (cf. Table 6.2), except for very
repulsive walls. For example, the highest barrier for the Bain path is obtained by the most
repulsive (30,12)-LJ potential as expected from the KHS model, which puts bcc energetically
above the Burgers path. In addition, the MD simulations by Bingxi Li et al3¢"! for solid argon
show no transition from hcp or fcc to the bcc phase. We note that the hcp to fcc transition
has been modeled before for L] potentials by Jackson et all*!®l using a fixed cutoff using the
lattice-switch Monte Carlo method.

6.3.2 The Burgers phase transition along a symmetry broken minimum

energy path

So far we adopted a fixed value of B; = 1 as derived from the KHS model resulting in a smooth
Burgers-Bain transformation. This initial choice to save computer time leads to bypassing the
bee structure at « = } and B; = 3 along the Burgers path. For example, for the (12,6)-L]
potential we obtain an optimized value of B, = 0.73409675 at « = % substantially different
to Bo = 2v/2/3 = 0.94280904 expected for the bec structure. The question therefore arises
how valid the choice of parameters from the KHS approximation for L] potentials really is to
correctly describe the hcp transition to the cuboidal phase. We therefore decided to add the
B1 lattice constant to our variable parameter space. We therefore restricted our lattice sum
treatment for the Burgers path from in principle nine (six for the B-matrix and three for the
shift vector) to seven varying lattice parameters, with the two remaining fixed ones being the
two angles Z(by,b3) and Z(by, b3) kept at 90°. This not only saves computer time, but has

the advantage that we are able to derive efficient expansions of the required lattice sums in
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terms of Bessel functions, see Appendix H. Otherwise one has to use different techniques for
the efficient treatment of the Epstein zeta function, see for example Buchheit and Busse[34],
However, from preliminary optimization runs it turns out that we can impose two further
restrictions, i.e. (i) |bj| = |by| resulting in 7, fs = 1 for Model 1 and y; = 1 for Model 2,
and (ii) B3/2 = 1 as we observe no symmetry breaking in direction of the c—axis within the
range of 7, values applied (if 7, becomes large one will eventually observe a Peierls distortion).
Hence, for the Burgers path, our in general nine-dimensional optimization problem reduces to
five, thatis x; € {a,a,v2, B1, B2}. This space of freely varying parameters is larger than used in
previous work, cf. Ref. 427, and therefore allows for a more accurate treatment of the Burgers
path within the L] model. As we will see in the next section, there is an exact relation between
the two parameters B1(a) and B, («) in the interval a € [0, 1], which would reduce our variable
parameter space even further to four. As we shall see, the parameter j; is responsible for the
appearance of a bifurcation point and symmetry breaking effect in the middle layer movement,
leading to a significant lowering in energy especially for the soft L] potentials. The optimized
parameters x; for the transition state along the Burgers path are shown in Table 6.3.

Parameter| (6,4) LM (6,4) (8,6) (12,4) (12,6) (30,6) (30,12)
o 0.33333333 | 0.35642304| 0.39334946| 0.41043348| 0.43318316| 0.48184258| 0.49317558
612 70.52877937 | 71.22888103 | 72.34256361 | 72.85545878 | 73.53626429 | 74.98459698 | 75.32047856
at 073571075 | 0.73573887| 0.92025077| 0.89394548| 0.95452850| 0.98609243| 0.99655952
it 0.84952560 | 0.84587207 | 1.01384023| 0.97080269| 1.01649542| 1.00388530| 1.00331254
4 1.33333333 | 1.14969060 | 1.21375677| 1.17935344| 1.13411523| 1.03648224 | 1.01364020
# 0.94280904 | 0.73573887| 0.88740177| 0.87037568| 0.84744319| 0.79509947| 0.78230716
v 1.63299316 | 1.62590804 | 1.61067804| 1.60279158| 1.59117300| 1.56178561| 1.55400238
AE,(a*) | 0.29641379| 0.29644955| 0.24610211| 0.45568950| 0.34858732| 0.58118291| 0.76251538
AV [%] 0.62414868 | 0.61309906| 1.46557560| 1.97613085| 2.42740664 | 3.70201581| 5.39593019

Table 6.3: Optimized parameters for the Burgers path transition state (TS) for various (n, m)-L]
potentials. See Table 6.2 for a detailed description of the parameters. AE,;,(a*) is taken relative
to the hep structure. The volume increase AV [%] at the transition point of the Burgers path
relative to the fcc structure is defined as 100{V (a*) — Vfec} /v For the (6,4) potential we
report both the local minimum (LM) and the second transition state closer to the fcc structure
(see text for details).

The minimum cohesive energy path E.n(a) for the Burgers transformation within our
extended five parameter space is shown in Figure 6.9. We see that the transition state is now
significantly lowered especially for the softer L] potentials compared to our previous results
where we imposed the hard-sphere limit restriction of B; = 1. For example, for the (12,6)-L]
—0.06718)
while the energy is lowered by AE.,;, = —0.06630 compared to the case where f; = 1. This is
—0.18023 and AE.,, = —0.34222 (here

potential the transition state is slightly shifted towards the hcp structure (Aa*

even more so for the soft (6,4)-L] potential, i.e. Aa*
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we took the second transition state on the hcp—fcc path, see discussion below). The increase
in volume from the minimum structure to the transition state is also reduced significantly. The
KHS limit is an upper bound for the change in cohesive energy, and calculations show that the
(100,90)-L] potential is already very close to this limit with larger deviations only observed in
the vicinity of the two limiting points of hcp (x = 0) and fcc (« = 1).

In order to analyse the influence of the B; parameter even further, we note that the kissing
number changes from x(« < 0) =2 — x(a = 0) = 12 (ideal hep) — x(0 < & < ag) = 4 —
kKlag) =8 = k(g < < 1) =4 = x(a =1) =12 — x(a > 1) = 4 where a; is close
to the transition state. This implies a larger kissing number after the transition state towards
fcc compared to the previous symmetric model where we fixed f; = 1, which rationalizes the
significant energy lowering of the transition state. Moreover, we see a change in the shortest
distances along the Burgers path, i.e. from hcp to the transition state the shortest distances are
those within the hexagonal layers, while after the transition state towards the fcc structure the
shortest connections are from the hexagonal to the middle layer atoms.

The lattice parameters shown in Figure 6.10 clearly demonstrate that we break symmetry
along the Burgers path as compared to the symmetric path obtained for fixed g; = 1.
This distinct symmetry breaking effect leads to a critical point a. along the path where the
parameters $1 and B, change abruptly while the cohesive energy E.,(«) still behaves like a
smooth function. The distance to the middle layer . also changes abruptly at the critical point
due to its dependence on B and B, see eq.(6.19). At the critical point &, we have the following

151 — (64)-LJ ®6LT ||
| — (124)-L] — (12,6)-L] :
— (30,6)-LJ — (30,12)-LJ :

(30,20)-LJ (100,90)-LJ :

|

|

hard sphere limit

0.2 04 0.6 0.8
o

(e} B Sttt Ity

—_ e ___1

Figure 6.9: The cohesive energy difference AE;,(x) = Eum(a) — EE,Cﬂp(oc = 0) for the
symmetry-broken Burgers path as a function of the distortion parameter « for various selected
(n, m)-L] potentials using Model 2.
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Figure 6.10: Dependence of the optimized parameters a,7v,, 81,62 on a along the
symmetry-broken Burgers path for various selected (n,m)-L] potentials using Model 2. For
the lattice constant 4, the solid lines show the distances between nearest neighbors in the base

layer (a = |B1]), while the dashed lines show the optimized distances from the base to the
body-centered atom (rp. = |Ts|), see Figure 6.1. The KHS limits are also shown as described in
detail in section 6.2.5. In c) and d) the three different structures, hcp, fcc and bec, are indicated
by black circles.

conditions for the optimized parameters describing the movement of the middle layer (in the
following we discuss the optimized parameters along the minimum energy path E.,(«), i.e.
we have the condition 0E o () /0B1 = 0 and 0E . (a)/9p2 = 0),

lim B1(«) = lim fi(a) and  lim Ba(a) = Jim pa(a) (6.63)
but

ah_)ng 0B1(w)/oa # aligx dB1(a)/0n and ah_g} 0B2(w) /e # aliga 9B () /0w (6.64)

where the right arrow indicates that we move in forward direction, from hcp to fcc, and the

left arrow for the reverse path from fcc to hep. In fact, in forward direction the functions 1 («)
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and By (), @ < a., terminate by joining another curve coming from the reverse direction which
continues beyond «. with increasing cohesive energy, in fact towards the bec structure at o = %
as discussed in more detail below. This implies that we have a bifurcation point along our
minimum energy path for both 1 («) and B(«) as shown in Figure 6.10. We refer to the two
directions for the minimum energy path as left (forward) and right (backward) directions in
the following. The second derivative of B1(«) and B, («) with respect to a therefore shows a
jump discontinuity. However, the ratio f1(«) /B2 («) behaves smoothly as discussed in the next

section.

05F
F— (6,4)-LJ
[ —— (12,6)-LJ
045C (30,20 L
Q. [ —--KHS
T 04F
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Figure 6.11: Movement of central atom within the (x, y)-plane, spanned by the vectors by and

by, for three selected L] potential. For the hard-sphere limit we have f; = 1 and B, = 1/+/3 for
hcp and B, = 1 for fcc. The dashed lines are from calculations setting 1 = 1.

The movement of the atom in the middle layer in the (x,y) = (b, b,) plane is shown in
Figure 6.11. In this symmetry broken Burgers path, the central atom in the middle layer is
moving away from the origin to the right up to the critical point where it starts to move back
again. We also show the line for the KHS model and the one for the smooth transition with
tixed B; = 1, the latter not being the correct minimum energy path in our extended parameter
space. With increasing L] exponents we converge towards the KHS limit.

It is computationally challenging to accurately obtain the bifurcation (critical) point a. as
we do not have smooth functions of B1(«), Ba(a) or r,e(a) = |Us(a)| anymore. Moreover,
it is difficult to converge into the left (forward) solution near the critical point, while the
right (backward) solution causes no particular challenge. Nevertheless, as it turns out, the
second derivatives 0*Eqop, () /987 and 02E () /0B85 have an almost linear behavior for both

the left and right solutions and can therefore be used to determine the critical point where the
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two solutions have identical values. The lattice parameters and energies at the critical point
obtained by this method are listed in Table 6.4 for a few selected L] potentials. We note that .
increases with increasing hardness of the potential, that is the bifurcation point moves towards
the fcc minimum by increasing the exponents of the L] potential, and for the KHS model we

have a. = 1 where the bifurcation point becomes identical to the fcc minimum.

Table 6.4: Optimized parameters for the Burgers path critical point (CP) for various (1, m)-L]
potentials using Model 2. See Table 6.2 for details. The parameter a. defines the location of the
critical point.

Parameter (6,4) 8,6)] (12,4 (12,6)] (30,6)] (30,12)
o 0.321022 | 0.409953 | 0.441264| 0.491655| 0.700331| 0.756979
612 70.154256 | 72.841043 | 73.777520 | 75.275443 | 81.382657 | 83.020728
a 0.735736 | 0.920300| 0.894201| 0.955241| 0.965239 | 0.997027
The.c 0.851483 | 1.046068 | 1.009332| 1.065546| 1.050608 | 1.046645
Bic 1.339486 | 1.295023 | 1.279364 | 1.254168 | 1.149835| 1.121482
Bo. 0.940608 | 0.955490 | 0.960181 | 0.967155| 0.988711| 0.992565
V2 1.636646 | 1.605597 | 1.592986 | 1.571241| 1.561786| 1.471437
AEum(ac) | 0296457 | 0.245010| 0.449619| 0.334208| 0.399023 | 0.477019

Figure 6.12 shows the change in volume along the Burgers-Bain path relative to the hcp
phase. The symmetry breaking at the bifurcation point becomes visible, especially for the softer
L] potentials. Further, the change in volume becomes larger for the harder L] potentials. We
also see the the KHS limit given by eq.(6.57) enveloping all the L] curves in the region a € [0, 1].

Concerning cohesive energy derivatives with respect to the lattice parameters, we have for
the two critical parameters the condition

lim 9?Econ () /9] = lim 9%Econ(a) /0P (6.65)
and
lim 9Econ(w) /93 = lim 9”Econ(a)/9p3 (6.66)

with an abrupt change (kink) at a. along the minimum energy path. Both the left and right
second derivative curves with respect to the transition parameter « are very close to linearity
(at least to numerical accuracy) and it is therefore difficult to predict accurately the higher
order derivatives which will be very small for these two parameters. Ehrenfest’s definition of
a nth-order phase transition is that the free energy exhibits a discontinuity (jump discontinuity,
singularities etc.) in the nth-order derivative with respect any thermodynamic variables like
the pressure or temperature at a certain critical point!?#*4%3]. Any discontinuity in the lattice
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Figure 6.12: Volume change along the Burger-Bain path relative to the hcp volume at« = 0. The
kissing hard-sphere model is shown by a solid black line enveloping all the other L] curves.

parameters for the middle layer may lead to a discontinuity in the Taylor expansion of the total
energy in Cartesian space and therefore to a discontinuity in the phonon spectrum. Indeed,
using DFT for several transition metals, Feng and Widom!#!8] observed a A-point phonon
instability along the Burgers path from bcc to hcp related to the slide deformation of layer B
(see Figure 6.1). They chose a three-parameter space for their definition of a bi-lattice directly
connecting the bcc with the hcp phase as compared to our choice which includes hep and all
all cuboidal structures. At the point of instability the lattice reduces symmetry from a cubic to
an orthorhombic phase moving towards the hcp structure. This symmetry breaking is clearly
related to what we are observing here using L] potentials. Similarly, Caspersen and Carter used
a three-parameter space but different definition for the Burgers transformation for their DFT
calculations of metallic lithium[3%?l. The calculations were carried out under finite pressure,
but they did not observe any symmetry breaking effects most likely due to the fact that the
cohesive energy is rather insensitive to such effects. We finally mention that the discontinuity
in the second derivatives will lead to an abrupt change in the entropy however small this effect
might be. One can therefore only speculate that the Burgers transition is a first-order phase
transition. However, it would be very difficult if not impossible to detect this discontinuity
either by experiment or by molecular dynamics simulations.

6.3.3 The bcc structure as an intermediate between the fcc and hcp phase

The question arises if there is a direct minimum energy path from hcp to bec as suggested
for example by Carter and co-workers for iron or lithium[?%0%52] and by several other
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authors [416418427454456] ' o1 if the fcc phase is required as an intermediate!?°431l, In other
words, we might have missed another transition path. Moreover, it was already shown in
1940 that the elastic stiffness tensor for cubic crystals fulfills Born’s second stability criterium,
C11 — Ci2 > 0, only for very soft L] potentials for the bcc structure, e.g. for exponents such
as (n,m) = (6,4) of (5,4), otherwise one observes a distortion of the rhombohedral bcc
primitive cell3®%%] ag shown in Figure 6.4, (loosely termed rhombohedral distortion in the
literature). In contrast, the fcc phase for a (1, m)-L] potential is always stable (local minimum).
Surprisingly, the exact minimum energy path and mechanism of the rhombohedral distortion
towards presumably either the fcc or the hcp phase has never been investigated in great detail

apart from the conventional cuboidal distortion towards the fcc phase along a simple Bain
path[103/127,431,433]

Figure 6.13 shows an interesting feature along the Burgers path in that we obtain an
additional (metastable) minimum for the soft (6,4)-L] potential. This is not the case for any of
the other harder potentials studied here such as the usual (12,6)-L] potential. The highest energy
point for the (6,4)-L] potential is now located at the critical point a, where a bifurcation takes
place, with a second transition state following at a* (compare the values in Tables 6.3 and 6.4).
Between both maxima we have a minimum located exactly at the lattice parameters satisfying
the condition for a bcc phase (cf. Table 6.1), e.g. & = %, albeit the energy differences between
the extremal points around the bcc phase are very small and the bec phase is therefore easily
overlooked in the Burgers phase transition. At this metastable bcc minimum we observe an
increase in the kissing number from four to eight, which obviously implies increased stability
for softer potentials (in the KHS limit we have x = 10 for the whole of the Burgers path).
Hence, if the bce structure becomes a minimum along the Burgers path, we have a direct path
from hcp to bec and further to fcc. An unstable bee structure will distort to either the hep or
the fcc structure, and the Burgers path will bypass bec. In fact, bce remains an extremum (zero
gradient for all lattice parameters) for all L] potentials considered, but eventually turns into a
second-order saddle point if the exponents (1, m) of the L] potential are increased %3], A more
detailed analysis reveals that in this case the negative eigenvalues of the Hessian with respect
to our parameter space shows a distortion within the two-parameter space («, B1).

The question arises of how to describe the mechanism of the structural distortion of the
bec phase. Figure 6.10 shows that bec lies on the straight B1(«.) line towards the fcc structure
containing all the bifurcation points for the (n, m)-L] potentials, i.e. we have

1

pr(a) =5 (3~a) (6.67)

with small deviations possibly due to numerical noise in our data (with a standard deviation
of 1.6 x 107°). The Hessian for the cohesive energy shows that the modes along the lattice
parameters a and B are strongly coupled with large off-diagonal elements 0°E,/dadfB; and
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Figure 6.13: A closer look into the minimum energy path with the two transition states and

the bcc minimum for the (6,4)-L] potential with a minimum occurring at the bec structure with

_1
06—3.

O?Eoon /00 = 0*Econ/ 8/3% along the bifurcation line. Solving the eigenvalue problem for
the Hessian containing only the second derivatives with respect to « and f; one can easily
show that the existence of a minimum for becc solely depends on the sign of 9%Ey,/da? (or

O?E.op/ 8,3%), which is positive for the (6,4)-L] potential as seen in Figure 6.13.
For the second lattice parameter B,(a) we get a simple analytical expression derived in

Ba(e) = /1 — 1(1—a)? (6.68)

This formula is substantially different to one derived for the KHS limit, eq.(6.59), except at the

appendix J,

end point at @ = 1. This implies that for a specific value of the bifurcation point a. for a (n, m)-L]
potential we can determine exactly the corresponding B; and B, values. Unfortunately, a,
for a specific (n,m)-L] potential has to be determined numerically from the lattice sums.
Furthermore, the ratio f1(a)/B2(a) obtained from the two egs. (6.67) and (6.68) is valid for
the whole range of & € [0, 1] according to our calculations. Hence, this implies that the variable
parameter space can be further reduced by using this simple relation. Furthermore, it implies
that any symmetry breaking in ; leads to a symmetry breaking in .

While rhombohedral primitive cells can be found for both fcc and bec, for the whole

cuboidal transformation we can define the basis vectors in the following way (see appendix
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ﬁl = aczllb (1/ -1, _r)/cub)T
o a
2 =5 (L1, ~Yaw) | (6.69)
o a
P3 = c2ub (1/ 1/’)’(:ub)T

This implies that for the bcc—fcc transformation, v, = 1 — V2, we have equidistant basis
vectors which transform as |p;| = “42,/2+192,, i.e. they are increasing from bcc to fcc as

pointed out before34],

The rhombohedral distortion of the bcc structure is then driven by
the change in angles between these vectors, i.e. we have Z(p1,p2) = 180° — 01 — 60°,
Z(p1,73) = 0r — 120° and Z(pa2, pP3) = 180° — 67 — 90°, where 61 = 109.47122063°
is the tetrahedral angle. We can see that this leads to a primitive fcc cell different to the
normal primitive rhombohedral cell used in the literature where the corresponding angles are
set to 60°. The important result here is that the rhombohedral distortion of the bcc phase is
along a Bain path and therefore identical to a cuboidal distortion along the Bain path(!). In
addition, at the bifurcation point «, along the Burgers distortion path towards hcp at & < a,
the lattice becomes a true bi-lattice which cannot be described anymore by a single Bravais
lattice without adding another atom inside the unit cell. Such topological changes are typical
for bifurcation points. Hence, if we follow along this bcc — hcp path, the bec distortion should
perhaps not be described anymore as a simple rhombohedral distortion. In appendix J we
demonstrate the Burgers path on the linear ;(«) line containing all the bifurcation points for
the different (1, m)-LJ potentials is identical to the original Bain path as discussed in ref. 434.
This agrees with the analysis of Feng and Widom using density functional theory for several

transition metals[418]

. Moreover, the bifurcation point of symmetry breaking becomes exactly
the point where we move from a simple lattice into a bi-lattice. We expect that this point of
symmetry breaking becomes identical with the bcc structure when the bcc minimum vanishes,
i.e. 92Eon/97% = 0 at 7. = 1, which needs to be further investigated. We should mention that
by fixing two of the lattice parameters to « = } and 8, = # we automatically converge into
the bec structure by optimizing all other parameters.
It is perhaps useful to summarize our important findings in this section:

1) In our extended parameter space we observe a distinct symmetry breaking effect with a
bifurcation point appearing at & = a,, where the remaining hcp—fcc transition joins the
traditional Bain path for « > «., and with the possibility of going through a metastable bcc
minimum for very soft L]-potentials. This explains the phonon instability observed by Feng
and Widom[418],

2) For the remaining Bain path we obtain analytical relationships between the lattice parameters

of a cuboidal transformation and our Burgers transformation for &« > «,, see appendix K.
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3) The rhombohedral distortion of the bcc phase in our L] model is along the path to fcc until
one reaches the bifurcation point where distortion into hcp can happen and the lattice changes
into a bi-lattice. If bec is a metastable minimum in our chosen parameter space we see both
distortion paths.

6.3.4 The case of solid argon

To give our results a physical meaning for real solids, we consider solid argon by multiplying
the activation energy for the (12,6)-L] potential with the most accurate available dissociation
energy of € = 99.351 £ 0.32 cm ™! for Arp (1.189 + 0.038 kJ/mol) obtained from relativistic

[4571  This results in an activation

coupled-cluster calculations by Patkowski and Szalewicz
energy for the Burgers transition state of 34.6 cm~! (0.41 k] /mol) relative to the hcp structure.
Calculations performed with the VC-NEB method using DFT with both the PBE and the
PBE-D3 functional automatically results in a Burgers path for the hcp—fcc transformation in
solid argon within our usual definition of the unit cell. However, the barrier is lower compared
to the (12,6)-L] result, i.e. 22.4 cm ™! (0.267 kJ /mol) for PBE-D3, 6.0 cm~! (0.072 kJ /mol) for PBE,
and 51.6 cm~! (0.618 kJ/mol) for LDA. This compares to the experimentally known cohesive
energy of fcc argon of 7722(11) J/mol, 58], i.e. the barrier height for PBE-D3 is only about 3.5%
of the fcc cohesive energy. For a more precise notion, the cohesive energy of both fcc and hcp
structures with the LDA functional is 13.45 kJ /mol, while for PBE is 2.23 kJ /mol. The effect of
dispersion can be seen through the PBE-D3 cohesive energy of fcc and hecp being 8.33 and 8.32
kJ/mol, respectively, which is in good agreement with the value obtained in Ref. 104. This
means that the actual barrier heights with the different density functionals are less than 5%
of the total cohesive energy of each phase. Furthermore, the activation energy is smaller than
the zero-point vibrational contribution for fcc argon which is 67.4 cm~! (0.806 kJ/mol) [104]
Comparing PBE with PBE-D3 as shown in Figure 6.14, we see that the barrier height in the
Burgers transformation is strongly influenced by the addition of Grimme’s dispersion term. It
is clear that by increasing the cohesive energy and decreasing the nearest neighbor distances
the barrier height increases. It comes therefore at no surprise that LDA overestimates the phase
transition barrier substantially. The sensitivity of reaction barriers to the density functional
approximation applied in molecular systems is well documented . Concerning the location
of the transition state, it is very close to the midpoint of the path in agreement with the (12,6)-L]
potential, i.e. @ = 0.456 for PBE-D3, « = 0.478 for PBE and a« = 0.467 for LDA. As argon
is relatively well described by the (12,6)-L] potential, we bypass the bcc structure along the
Burgers path. For example, at the PBE-D3 level of theory we get at & = % the deviations from
the ideal bec lattice parameters (see Table 6.1) AB; = B1 — B5 = 1.590074 — % = 0.256741,

ABy = 1.105303 — 2—\36 = 0.162494, AB3 = 1.597552 — \/g = —0.035441, and Ay, = —0.035441,
and we have 3 ~ 7».
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Figure 6.14: Comparison between the (12,6)-L] (including symmetry breaking effects) and DFT
calculations (LDA, PBE and PBE-D3) using the VC-NEB method for the Burgers path from hcp
to fcc.

We can also compare with recent molecular dynamics (MD) simulation by Bingxi Li et al[3¢7]
using a (12,6)-L] potential and 18,000 Ar atoms in a box adjusted to a temperature of T=40 K
and pressure of P= 1 bar. They calculated a barrier height for the enthalpy of AH* = 16.0 4- 1.0
cm~! (per atom) which lies in-between our PBE and PBE-D3 result. Even if we adjust for the
more accurate dissociation energy of Patkowski and Szalewicz!*”! then given in their paper,
we get AH* = 192+ 1.1 em~!. However, at 40 K the kinetic energy per atom Eyj, = 3kgT
translates into 41.7 cm~! per atom, which should be seen as an upper limit, and our values
are smaller. Moreover, zero-point vibrational effects will also lower the activation energy. It is
therefore difficult to compare the two very different (static vs. dynamic) methods. Furthermore,
their MD simulations show an accumulation of defects, stacking disorders and growth of a
less ordered structures towards the transition state. They also suggested three different phase
transition paths. It is, however, difficult to provide a simple picture of the phase transition
from such MD simulations, even more so if the simulation cell does not reflect the change
in the lattice constants and surface effects can become important without proper periodic
boundary conditions. On the contrary, the Burgers path provides a good upper bound for the
activation energy in the hcp<»fcc transformation, as other hypothetical minimum energy paths
lying below our ideal Burgers path on a high-dimensional energy hypersurface require a large
super-cell treatment. Interestingly, the volume expansion at the transition state obtained by
Bingxi Li et al[*7] of about 2.6% and very close to our value of 2.4% with the (12,6)-L] potential.
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6.4 Conclusions

We investigated in detail the Burgers-Bain minimum energy path for the hcp<+fcc<+bcc phase
transition for a number of representative (1, m)-L] potentials using exact lattice summations.
For this we expressed the lattice sums for a bi-lattice, connecting hcp with the cuboidal
lattices such as fcc and bce through a single lattice parameter & € [0,1], in terms of a fast
converging Bessel sum expansions yielding computer precision to cohesive energies. Our first
chosen simple phase transition model based on the KHS model contained only four parameters
describing the change in the base lattice parameters a2 and ¢ = a7,, the shear force acting on
the hexagonal base plane through the parameter «, and the sliding force of the middle layer
through one variable parameter 8. This limited choice of parameters made it possible to gain

a first detailed insight into the Burgers-Bain phase transition 3!l

. However, upon extending
this small parameter space, we observed a distinct symmetry breaking effect due to a single
lattice parameter 1, causing a non-smooth phase transition at a bifurcation point at critical
value «, where the Burgers path joins the Bain path. The bifurcation point shifts to larger a.
values for increasingly harder L] potentials. For our softest (6,4)-L] potential we observe a
metastable minimum belonging to the bcc structure. This demonstrates that one has to be very
careful in choosing a suitable definition for a bi-lattice. For the L] potentials we were able to
derive useful analytical formulas for the lattice parameters including the KHS model where the
bifurcation point shifts into the fcc minimum. From this, we obtained a more complete picture
of the rhombohedral bec distortion towards either the fcc (Bain path) or hep structure (Burgers
path).

We chose the smallest unit cell combining both fcc and hcp, which restricts the phase
transition to the Burgers-Bain path, that is, we detected no additional minimum energy path
within our unit cell definition. The true (hypothetical) minimum energy path might well
lie energetically below the ideal Burgers-Bain path involving a different mechanism for the
sliding of the hexagonal planes™'3l. However, this would require a super-cell treatment and
a much larger set of variable lattice parameters. For example, we can transform from hcp
to fcc through Barlow packing 84024291 arrangements, for example by changing the packing
sequence for six hexagonal layers (number of hexagonal sheets 2 for the (AB) arrangement
and 3 for (ABC) are divisors of 6 for the supercell) in the following way: hcp(ABABAB)—
(ABCBAB) — (ABCBAC) —fcc(ABCABC). This specific example involves one double shift
of hexagonal layers in a Barlow packing of size N = 6. This path may well be lower than the
Burgers transformation and some hexagonal layers such as BAB remain more or less intact with
kissing number 12. The minimum energy path for such a mechanism still needs to be explored;
however, we expect an increase in the angle from the original value of 60° between the two
basis vectors Z(by,b,) defining the hexagonal plane, as this is the case in the simple Burgers

transformation. Moreover, shifting hexagonal layers leads from hcp to fcc through different
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Barlow structures, and not directly to bcc. Concerning the Bain path, the equivalence between

the Bain and Zener transformation was already shown by Rifkin [371],

258,260

Other possible phase
transitions! I'still need to be explored through exact lattice summations for inverse power
potentials with a suitable set of lattice vectors. We are currently developing a more general
theory on solid-state phase transitions using exact lattice summations for many-body inverse
power potentials such as the LJ potential or the Axilrod-Teller-Muto three-body term 1871881,
Such many-body effects play a crucial role in stabilizing the bec over the fcc phase 4341,

We believe that our results obtained from using L] potentials as simple model systems
will guide future applications using more elaborate quantum theoretical methods such as
DFT. For more realistic materials where strong many-body interactions!??®l are encountered

[460-463] the bee phase might well be the global minimum and directly

as for metallic systems,
connected to the hcp phase, as it is for example indicated by calculations using density
functional theory employing the nudged elastic band algorithm for mapping out the minimum
energy path for bulk lithium, iron or silver nanowires[3524644%51  ‘We point out that a more
advanced MD simulation[40467] to obtain free energy values at finite temperatures and
pressures requires again a super-cell treatment with a large set of independent parameters,
which limits the accuracy in calculating the free energy. In such a case exact lattice sum
treatments can be developed for L] potentials. Our simple picture of the lattice transformation
offers a useful estimate for the upper limit of the phase transition activation barrier in real
systems. Finally, for argon we showed that the Burgers phase transition path is very sensitive
to the density functional approximation applied and the inclusion of the dispersion force
is important for such weakly interacting systems. A more detailed study for solid argon
under pressure including three-body effects and different minimum energy paths is currently

underway.
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Chapter 7

Exploring the Mechanism of Phase
Transitions Between the Hexagonal
Close-Packed and the Cuboidal Structures

7.1 Introduction

Solid-state phase transitions are notoriously difficult to model*”]. While experimental methods
can give quite detailed (P, T, V, j, ...) phase diagrams, the specific mechanism (dynamics) of a
phase transition around the boundary line of different phases often eludes such experiments
even for the simplest solids such as the rare gases. On the computational side, phase transition
simulations are computationally very demanding and often plagued by the accuracy of the

[468469]  Unlike in simple

underlying model chosen for describing the intermolecular forces
chemical reactions where the minimum energy path (MEP) from the reactants to the product
can be obtained by certain algorithms!#”%! and sophisticated electronic structure methods such

4711 for the solid state it is often difficult to map out phase transition

as coupled-cluster theory
MEPs[#72. Here one relies mostly on model potentials/''%! or on computationally demanding
density functional theory and sophisticated algorithms like machine learning to explore the
potential energy hypersurface (4734751,

Martensitic transformations are a subclass of phase transitions described by diffusionless
displacive transformations caused by lattice deformations where atoms move in a coordinated,
homogeneous, and crystallographically oriented manner relative to their neighbors along some
MEP[258,349476] " 1t controls for example the mechanical properties of many materials such as
steel at elevated temperatures!*”71. Bain described such a transition from fcc to bec (the so-called
Bain path) as early as in 1924 on purely crystallographic grounds!?>®l, and Burgers later in 1934

[262]

in a similar fashion for the hcp to bec transformation (Burgers path)'“°“l. While the former only

involves changes in the basic lattice parameters a and 7y, = c¢/a within a cuboidal lattice, the
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latter is more complicated and involves a transition from a hexagonal based bi-lattice to some

349,415]

cuboidal (cub) lattices such as bec! . It remains, however, an open question whether there

is a direct path from hcp to bce or if the fcc lattice is an intermediate step in the Burgers hcp—bcc

n [263,269,478,479]

transformatio For a recent discussion on lattice instabilities see Grimvall et

al 3491
In order to map out the MEP between hcp and the cuboidal lattices, we developed a
simple and intuitive lattice model which we apply to three different models: the hard-sphere

2091 the (12,6)-Lennard-Jones potential[zzz]

model! , and to metallic lithium using density
functional theory (DFT)*%l. Our treatment involves a much larger parameter space than
previously applied 2644274541 and will therefore give a detailed insight into the combined

Burgers-Bain type of phase transition.

7.2 Methods

The generator matrix B = {51, 52, 53} containing the lattice vectors Ei and the shift vector 7 is
defined as follows

1 0 0
B=a|in(l-a) Iny/I+aB-a) 0 71)
0 0 72

7, = g(ﬁlfﬁzz B3)

The B-matrix has been obtained from the conditions that (a) we have a linear transformation
between the hexagonal and the cuboidal (cub) B-matrices defining the unit cell and
characterized by the transformation parameter «, (b) we have a bi-lattice introducing a middle
layer with the atom in the unit cell situated at the Wyckoff position ¥s as defined in eq.(7.1)
and shown in Figure 7.1, (c) any distortion from the base lattice parameter 1| = |by| = ais
described by the lattice parameter 74 (|Ez| = 7a), and (d) we define 7, = c¢/a as the ratio
between the two lattice parameters in a Bravais lattice. We keep the angles between the vectors
Z (b3, by) and Z(bs, by) at 90° reducing the problem from a complete 9 to a subset of 7 parameters
for the set of lattices constants {p;}, i.e. {p;} = {«, 4,71, 72, B1, B2, B3}

The transformation from becc/fcc to hep is visualized in Figure 7.1. The parameters for the
three lattices are summarized in Table 7.1. From the table it is clear that the lattice parameter
« is responsible for the hcp—cub (cub = fcc or bec) transformation through the angle 61,
between the vectors El and 57_, i.e. cosb;, = %(1 — ), and the parameter 7, for the fcc—bcc
transformation. 46!l This implies that we can describe the phase transition as a hypersurface of

the cohesive energy, E.on(, 72) with the remaining lattice parameters being optimized.
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Figure 7.1: Left: The (distorted) cuboidal (blue lines shown on the left) and the hcp structure
both with a ABABAB... sequence (layers A in red and B in blue) in a hexagonal unit cell with
corresponding basis vectors. Right: The transformation between the cuboidal lattices fcc or bce
(top) and the hexagonal closed packed bi-lattice (bottom). The red atoms indicate the middle
layer in the unit cell.

Table 7.1: Lattice parameters for kissing hard spheres of diameter 1 for the three lattices hcp, fcc
and bcc. The volumes V, corresponding packing densities and kissing numbers Ny are also
given.

Parameter | hcp fcc | bec
o 0 1 1
2
a 1 1 %
#4! 1 1 1
72 \/§ V2 1
B1 1 1 1
1
p2 7 1 1
B3 \/§ V2 1
Z(by,b2) | 60° | 90° | 90°
8
vV \/E \/E 33
|t | m/3
P 3V2 | 32 8
Niiss 12 12 8
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The volume of the unit cell can be easily derived from the B-matrix (7.1)

V = det(B) = ”372”2 \/(1 +2)(3—a) (7.2)
Since V > 0 we have the condition that « € (—1, 3).

For the Sutherland potential !¢, i.e. the kissing hard-sphere (KHS) model with an attractive
inverse power potential, we set the interaction potential between the lattice points as ¢(r) = oo
forr < 1and ¢(r) = —r~" for r > 1 (in reduced units). This model maximizes the number
of nearest neighbors with distance 1, i.e. the kissing (or coordination) number Ny;y. For
the cohesive energy we obtain E.,, = —%Lg(pi), where Ly (p;) are 3D infinite lattice sums
dependent on the exponent n and the lattice parameters p; as defined in the generator matrix
B. These are slowly converging sums which we treat efficiently to computer accuracy in terms
of fast converging Bessel function expressions.[?>l A more detailed analysis of lattice sums for

the Burgers-Bain transformation will be published elsewhere.

For a general (n, m)-L] potential (n > m) in reduced units and we have [222]
nm 1 1
_ = 7.3
Py (r) n—m {nr” mrm} @3)

In this case we obtain the cohesive energy as a function of the lattice constant a (m > 3 to avoid

a divergent series) 220l

Ecoh(pi) = (7.4)

2(n—m) | na"  ma"

nm [Lg(Pi) L’Q(Pz‘)]
in terms of the lattice sums Ly (pi). As both lattice parameters connect the three phases hcp,
fcc and bcec in a natural way, we map out the E.on (&, v2) hypersurface to obtain a detailed
insight into the phase transitions. To save computational time we restrict three of the lattice
parameters to their ideal values as shown in Table 7.1, i.e. 73 = 1, B3 = 72 and B; = 1. Test
calculations with a few random points in the parameter space revealed that the former two
restrictions can be imposed and the latter is justified as it does not change the overall topology
of the hypersurface. All other lattice parameters were optimized by using a Newton-Raphson
procedure. 4811

For the DFT calculations for metallic lithium the crystal structure optimization have
been carried out employing a Newton-Raphson procedure with the gradient and Hessian
matrix calculated numerically through finite differences and ensuring an energy threshold
for convergence of 107° eV in the electronic energy. The DFT single-point calculations
were performed using the Perdew-Burke-Ernzerhof (PBE) exchange-correlation functional [280]

coupled to the dispersion corrections by means of the DFI-D3 approach including the
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Becke-Johnson damping function[?°12%2], as implemented in the VASP 6.4.0 version [338-341,343],
The atomic cores are described by the Projector Augmented Wave (PAW) method 342, and the
electronic minimization was done using the tetrahedron method®*4! with Blochl correction
with an energy width of 0.1 eV. The k-point grid was set using the keyword KSPACING=0.07
centered at the I' point and an energy cut-off of 500 eV. The cohesive energies are obtained
by comparing the energy of the bulk and the isolated atom, the latter calculated from a large
orthorhombic unit cell of 14 x 14.001 x 14.002 A. Scanning the hypersurface and optimizing the

lattice parameters is computationally very demanding.

7.3 Results and Discussion

The kissing hard-sphere model

In the limit n — oo we obtain E .o, = —Njyiss/2. The minimum energy conditions yields a =
1,71 = 1 and B; = 1 for the hcp—cub transition, leading to the analytic expressions for the

lattice parameters and the volume V derived from simple geometric arguments,

T2 () = \/ %ﬂ_;;’? (7.5)
Ba(a) = \/ : _4(izlai(z>j 3) (7.6)

Via) =4/2+a(l —a) (7.7)

72(«) is a monotonically decreasing function in the interval & € [0,1] changing from 7,(0) =

\/g to 72(1) = /2. Consequently, the KHS model directly connects the hcp with the fcc phase.
3
27
Along the hcp—fcc transition path, the kissing number reduces to Nyjss = 10 for the interval
a € (0,1).

Proceeding to the bcc phase, the parameter 7, becomes our reaction coordinate for the

The volume is at maximum at o = % with V = 3, which we interpret as the transition state.

fcc—bcc Bain path. Here the 8 atoms at the edges of the cuboidal cell move slightly outwards
as the unit cell gets compressed along the c-axis and we have a > r,. = 1, where 1, is the
distance from the sphere at the origin of the unit cell to the one in the middle layer. The kissing
number changes from 12 (fcc) to 8 along the path to bcc. We can easily derive that

a(y2) = 2 and V(r2) = 51 (7.8)

3
2+ 12 (2+73)2

In this case the volume is monotonically increasing from fcc to bec.
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The Sutherland potential

By adding an r~% attractive potential to the KHS model, we locate the transition state at
a* = 05000623690 with an activation energy (with respect to the hep structure) of AE? | =
0.7061966753. The small deviation from the ideal « = } value comes from the fact that the
hep structure is slightly more stable compared to fcc by an energy difference of AE ., =
—4.881170486 x 10~%. For this attractive potential, the bcc structure becomes a maximum at
72 = 1.0, with a difference to the fcc structure of AE.,, = 1.100126588, which lies energetically
even above the transition state for the hcp—fcc path. In this model, the bcc phase is thus not

stable against distortion to the fcc structure[1%3],

The Lennard-Jones potential

The AE.on (&, 72) = Econ(0, \/§ ) — Econ(&, 72) hypersurface for the (12-6)-L] potential is shown
in Figure 7.2. It is clear that there is no direct MEP from hcp to bec; the MEP starting at hep leads
directly to the fcc structure as predicted from the simple KHS model. Moreover, preliminary
calculations reveal that neither of the more general (1, m)-L] potentials have a direct MEP
from hcp to bce. Starting from bcc towards the hep structure, by changing the parameter «
and optimizing all others, ends in steep ascend energetically. As discussed before[l%%, the
bec structure at « = 1 and 9, = 1 is a maximum for the (12,6)-L] potential. In fact, for
the general (n,m)-LJ potential the bcc structure is always an extremum along the fcc—bec
transition[103:377,482],
a* = 0.50036605 with an activation energy of AE* = 0.41488952 relative to the hcp structure.

coh

Concerning the transition state for the hcp—fcc path, we locate it at

The volume at the transition state is 1.32709616 and below the KHS limit as we expect for soft
penetrating spheres.

Lithium

For a real quantum system, we considered metallic lithium analyzed at the density functional
theory (DFT) level. A detailed account of the lithium phase diagram has been given by
Guillaume et al.[*®3 and Ackland et al.”’! Each point on the (&, y;)-energy hypersurface, as
shown in Figure 7.2, corresponds to an optimization of a and B, at fixed values of a and 7»,
together with y; =1, 1 = 1and B3 = 7».

Figure 7.2 shows that the topology of the lithium cohesive energy surface is quite similar
to the one obtained for the (12,6)-L] potential, with the deepest minima located at the hcp
and the fcc structures, fcc being the ground state, see Table 7.2. This is in agreement with a
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Figure 7.2: Cohesive energy hypersurface, AE.,(«,72), with all other lattice parameters
optimized for (top) the (12,6)-L] potential (in reduced units), and (bottom) the lithium metal
(in kJ/mol) calculated using the PBE-D3 functional. The white circles represent the position of

the hep (¢ = 0,72 = V/8/3), hcp—fcc transition state (x ~ 0.54), fcc (o = 1,72 = v/2) and bcc
(e = 1,72 = 1) structures.

detailed phase diagram study of Ackland et al.[””] At standard conditions, the lithium metal is
found in the bcc structure with a measured cohesive energy of 158 k] /moll'?l. The difference
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Prop.| hcp fcc bcc TS, TS,
Econ [172.2216(172.2515|172.0344(171.1907(172.0212
« | 0.000 | 1.000 | 1.000 | 0.541 | 1.000
a | 2962 | 2963 | 3.325 | 2.9079 | 3.230
v2 | 1.632 | 1411 | 1.000 | 1.599 | 1.095
B2 | 0577 | 1.000 | 1.000 | 0.820 | 1.000
V' 1 36.731 | 36.708 | 36.757 | 38.268 | 36.900

Table 7.2: Lattice parameters and volume V for the hcp, fcc and bcc structures of lithium
together with the transition states along the Burgers-Bain transformation path. The transition
state of the hcp<«+fcc transformation is denoted as TS, whereas for the fcc<+bcc is denoted by
TS,.

from the experimental cohesive energy comes from temperature effects, zero-point vibrational
contributions (3.971 kJ /mol for the fcc structure using the PBE functional*®l) and the density
functional approximation applied. We expect that this error is mostly compensated when

4331 The bcc structure of lithium is

taking energy differences along the transformation path!
shown to be a very shallow minimum, in agreement with previous work!'?433] The path
connecting hcp to the cuboidal structures leads directly to the fcc structure and has a transition
state at a* = 0.541 with an energy difference from hcp of AE* | = 1.031 kJ/mol. The
transformation from fcc to bce occurs through a second transition state at 7, = 1.095 with
an energy difference of AE? , = 0.230 kJ/mol from the fcc phase. Noticeably, the hcp—fcc
transition state lies energetically above the fcc—bcc Bain path. The maximum volume increase
for the hcp—fcc transition is 4.18% compared to the hcp structure (see Table 7.2), and is less

compared to the hard-sphere limit of 6.07% (3/2+/2) as we expect.

7.4 Conclusions

In summary, for the unit cell, lattice parameters and four different interaction models applied
we do not observe a direct minimum energy path from hcp to bec as originally suggested
by Burgers[?®?l and others[?#427.  The transition states on the (a,;)-hypersurface MEP
for lithium comes at rather low energies of about 1 kJ/mol. Classical molecular dynamics
simulations at higher temperatures will explore the whole region of the parameter space
outside the MEP®7], and from such simulations it is therefore often difficult to get a detailed
picture of the phase transition compared to directly mapping out the MEP as presented
here. For solid-state systems such as barium,[461] or iron[462], where the bcc phase is
significantly stabilized over the fcc or the hcp phase, the topology of the hypersurface might

well change [349,484,485]

Furthermore, finite temperature and pressure effects will change the
topology of the free energy hypersurface. For example, the bcc phase is well known to be

stabilized near the melting point (Landau theory). These effects will be the subject of our future
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investigations.
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Chapter 8

Accurate Relativistic Density Functional
Calculations for the Solid-State of Metallic

Francium

8.1 Introduction

Francium is a naturally occurring but highly radioactive alkali metal.[*8¢] The most stable
isotope is 32°Fr, a dominant B-emitter (with a minuscule 0.02% a branching ratio) and a half-life
of 21.8 m.[*87] Unlike the lighter element radon, 224381 where the most stable isotope, 222Rn,
has a half-life of 3.8235 d, spectroscopic and chemical investigations into francium are very
scarce 489491l and bulk properties of this element have never been observed. Instead, one has to
rely on predictions from periodic trends!?>%%! or accurate computational simulations. [4964%81
For a historical overview on francium and its chemistry see Adloff and Kauffman*"! or
Ornal*?l. Here we mention that francium has received recent attention for the study of
parity-violation in electronic transitions and the search for a permanent electric dipole moment
in order to test the standard model of physics. [590-503]

Only very few theoretical investigations into bulk properties of francium are
available.[433504] Tt is however well known that the Group 1 elements up to cesium adopt
the less dense packed body-centered cubic (bcc) structure at normal conditions®®! with a
phase transition into a closed-packed structure with possible stacking faults of the hexagonal
sheets at low temperatures, [74,506,507] albeit there is some recent controversy on the low

794314331 For the alkaline metals up to cesium, computational

510-512

temperature structure of lithium.

[508,509

studies, with few exceptions, I'all involve density functional theory! I with only

a few correcting for long-range dispersive type of interactions or zero-point vibrational

127,433

effects.! I 'Upadhyaya et al. showed already in 1980 by using simple models that Van der

Waals dispersive type of interactions cannot be neglected anymore for the cohesive energy
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differences between the different phases of the heavier alkali metals, because of the increase
in the Group 1 dipole polarizability with nuclear charge*®®l, and that these interactions

[513] This may seem

slightly favor the bcc arrangement compared to the close packed structures.
perhaps counter-intuitive because of the very different coordination numbers, but changes in
the nearest neighbor distances play a crucial role as well. Moreover, the transition path from
bce to the more densely packed face-centered cubic (fcc) arrangement is predicted to be rather

[127433] and the stability of various phases depends critically on

shallow for the Group 1 metals,
the pressure and temperature applied. In addition, for francium one should include spin-orbit
effects as the higher lying 7p levels are spin-orbit split by 0.209 eV5'4l and the core 6p levels
by 5.26 eV1S]. This may influence the relative stability of the different phases considered
here. It is now clear that predicting correctly the small energy differences between the different
low-temperature and pressure phases for francium constitutes a major challenge to current
computational solid-state theory. In this respect, the accuracy of the density functional
approximation for the solid state has been discussed intensively in the literature. [33327:516]

In this work we try to identify the most stable low-temperature bulk phase of francium
by using relativistic density functional theory including spin-orbit effects and dispersive

type of interactions through the Grimme energy correction, [291:292517]

as well as accounting
for zero-point vibrational energies.['?433] The bulk phases studied are the ones generally

considered for the bulk Group 1 metals, i.e. bec, fcc and hep (hexagonal close packing).

8.2 Computational Details

To accurately obtain the small energy differences expected for the three low-energy phases,
hcp, bee and fcc, we need to treat the hexagonal and cubical unit cells on an equal basis to
consistently sample the k-space in our electronic structure calculations. For this we use the basis

2221 describing the different phases through a common underlying

vectors as defined in Ref.!
bi-lattice, which will briefly be described here.

The connection between the cubical lattices including both bec and fec along a so-called Bain
path of deformation 1274334341 can be further generalized to include the hexagonal close-packed
structure???l.  This can be achieved by introducing a bi-lattice with corresponding lattice
vectors and parameters which smoothly connect the hexagonal with the cuboidal lattices,
resulting in two atoms for the unit cell. This implies that in addition to the (a,c) (variable)
lattice parameters as shown in Fig. 8.1 we have an angle between the two base vectors of
the hexagonal prism, plus the position of the second atom inside the unit cell. For the entire
transformation between the different phases we thus have an underlying monoclinic unit cell
with two atoms.

Our lattice-parameter space for the bi-lattice is defined by (a,a,7, B), where « indicates the

type of structure (cuboidal for &« = 1, hexagonal for &« = 0, or monoclinic for other a values)

154



Figure 8.1: Monoclinic unit cell (shown as the hexagonal cell here) with a two-atom basis. Here
we set |by| = |by| = a and |b3| = c. See Ref. 431 for details.

used previously for describing the Burger deformation path, which correlates directly with the
angle between the vectors at the base of the unit cell, both with magnitude a (see Fig. 8.1),
v = c/a as the height of the unit cell with respect to a4, and  as the second component of the
position vector of the atom in the center of the unit cell, that is, 7> = 5 (1, ,7). Using these

parameters, the monoclinic skeleton for the different lattices is defined by

by =a(1,0,0)7, Br=a (1 & \/(H“)@“),O)T,

2 7 2 (8.1)
b3 =a(0,0,7) "
and the positions of the atoms within the unit cell are
2 T 2 _a T
71 =(0,0,0) and 7 =3(L87) (8.2)

The volume of the unit cell can be used to restrict the range of values for a and it is written as

a3
V:T’y\/(l—l—«x)(?)—(x) (8.3)

The definition of a common unit cell for hep, fcc and bec results in volumes and densities that
are very similar. Since V' > 0, a physically meaningful « parameter lies in the interval (—1,3).
For o = 0, the structure is of hexagonal type with Z(by,by) = 60°, whereas for & = 1 the same

angle becomes 90° with a unit cell being a rectangular prism. Hence, the ideal hcp structure

is obtained when (&, 7, B)nep = (0, \/g, \/g> On the other hand, for the ideal fcc structure

we have (#,7, B)icc = (1,/2,1) and the ideal bec lattice is reached at (&, 7, B)pee = (1,1,1). Tt
is worth pointing out that the Bain transformation path defined in previous works!'?7433 by a
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single parameter A is a special case of the transformation above for fixed x = 1and g = 1 and
by setting v = v/2A.

Our definition of the bi-lattice is applied to the Group 1 elemental metals Li, Na, and Fr
in order to determine their solid-state properties and possible ground state structures. For
a fixed value of «, an optimization of the three lattice parameters (a,y, f) using an hybrid
method of Bayesian optimization [303,518] (BO) and the Broyden-Fletcher-Goldfarb-Shanno [302]
(BFGS) algorithm is performed using density functional theory (DFT) at different levels of
approximations, i.e. the local spin-density approximation (LSDA, with Slater exchange [519]
and Volko-Wilk-Nusair correlation functional2l) and the generalized gradient approximation
(GGA, with the Perdew-Burke-Ernzerhof (PBE) exchange-correlation [280] along with
PBEsol®?l]). In addition, dispersion corrections were incorporated to the PBE functional
through the DFT-D3 approach including the Becke-Johnson damping function[??1292],
Spin-orbit (SO) interactions are also considered when using the PBEsol functional. All
electronic structure calculations were carried out with the VASP 6.4.0 version[33-341] with the
atomic cores as described by Blochl’s Projector Augmented Wave (PAW) method 3423431 with
the recommended scalar relativistic pseudopotentials. As the focus was on the total energy of
the system, the electronic minimization was done using the tetrahedron smearing method 344!
with Blochl corrections with an energy width of 0.1 eV. Convergence tests regarding k-spacing
and energy cut-off were performed guaranteeing a variation of less than 1 meV in the total
energy with respect to more demanding accuracy settings. The energy cut-off was set to 500
eV for Li, Na, and Fr with a k-point grid set by using KSPACING=0.07 and centered at the I
point. The calculation of the cohesive energy requires the energy of the isolated atom, which
was obtained by building a lattice of one atom in a large and slightly orthorhombic unit cell of
size 14 x 14.001 x 14.002 A.

The Bayesian optimization was performed through a custom algorithm where we used a

Gaussian Process surrogate with a kernel of the form

k(x,x') = a]%kMatem(x, x';v) + 028 (x, x") (8.4)
where kyfatern (X, X';v) is the Matérn kernel®?2 with a smoothness parameter v = 5/2, szf
is the prior signal variance (learned during training), and a fixed noise variance o2 = 107°

n 523

via the WhiteKernel class from the Python package scikit-lear I. The acquisition function

[524-526] wyith a jitter value of 0.01 and its optimization

employed was Expected Improvement
was done using the limited-memory BFGS (L-BFGS) method with 10 random restarts. The
search started with 10 initial random samples and 40 Bayesian steps, then a BFGS optimization
of the electronic energy was performed starting with the best point after BO convergence.

The zero-point energy (ZPE) of both sodium and francium is obtained in an approximate

way using Badger’s rulel®?! together with density functional perturbation theory (DFPT)

156



phonon calculations for the lithium metal as implemented in VASP 6.4.0 with the aid of
Phonopy 2.14.083%3]. For this we used a 6 x 6 x 6 supercell with a T-centered 3 x 3 x 3 k-point
grid. This approximation uses a reference element (RE), whose phonon calculations are less
computationally demanding and with a similar phonon density of states to that of the heavier
atom (X). Then, the ratio between the zero-point energies for a specific phase becomes

Es z:,/R%EAARE (8.5)
EXE R3 Mx

where R is the nearest neighbor distance of the solid. This simple model has proven to be in

good agreement with the vibrational ZPE obtained from the Debye temperature for the alkali

and coinage metals!*3!

. However, care must be taken in choosing the right reference element
with a similar phonon dispersion, such as lithium for the Group 1 elements.

To calculate the bulk modulus at the minimum energy structure, we first fix the value of
v = 7(a) to the optimized value (shown in Table 8.1 for each metal) and then proceed to vary
the value of a around the minimum. The energy variation with respect to the volume, V, is then

fitted into the fourth-order Birch-Murnaghan equation of state (BM-EOS),[527,5281

E(7) = Eo+ 200 [2( 17+ (B~ 4) (7~ 1)° oo
5 (BBt + (B =) (B=3) + 7 ) (1-1)" |

where 1 = (Vy/V)?/3, Egy, and V; are the total energy and equilibrium volume, respectively,
By is the bulk modulus at zero pressure and B6 and Bg its first and second pressure derivative,
respectively. We notice that a fit to a third-order BM-EOSP?! is not sufficient in some cases
leading to larger deviations from the fourth-order result. We also include the bulk moduli
obtained from a fourth-order polynomial fit in B(V) leading to results close to our BM-EOS
values.

The Debye temperature used in this work is obtained from the equation >3]

rsBo
Op = 131.6 8.7
D \V (8.7)

where 7, is the Wigner-Seitz radius in a.u., By the bulk modulus in GPa, and M is the atomic

mass in amu. This property can be then used to calculate the vibrational ZPE through

Eo = ng(aD (8.8)
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8.3 Results and Discussions

Table 8.1 shows the lattice parameters for lithium, sodium and francium where the values of vy
are presented as the deviation from the ideal values for each lattice, that is, AyX = 'yg(pt —vE e

with X = {bcc, fcc,hcp}. As the largest deviation found for B is ABX = ffpt — By = —0.0049

due numerical noise, the difference with respect to the ideal values is omitted for this lattice
parameter in our discussion.

Table 8.1: Properties of optimized structures for Li, Na, and Fr. Lattice parameter a for the

common bi-lattice is given in A, and cohesive and zero-point energies are in kJ/mol. The

deviation in < is with respect to the ideal hard-sphere value with 'y'i’cfecal =1, 'yifffeal = V2,

hep /73
,Yideal_ 8/3'

h h
Metal ahep afee abec A,\rhcp A,chc A,ybcc EC(():I’}: Eﬁgch EES}cl EO cp E(f)cc EBCC
LDA 29943 29873 3.3653  0.0027  0.0026  0.0000 173.7099 173.7508 173.5187 — —
PBE 3.0632 3.0621 3.4443 —0.0012 -0.0005 —0.0020 155.1413 155.1418 154.9859 3.658 3.971 3.842

Li PBE-D3 29549 29599 3.3197 0.0024 —0.0002  0.0012 1722305 172.2587 172.0417 — —
PBEsol 3.0627 3.0615 3.4433 —0.0012 —-0.0003 —0.0018 162.0904 162.0913 161.9339 — —
PBEsol+SO | 3.0618 3.0619 3.4355 —0.0031 —0.0003  0.0034 162.0775 162.0786 161.9217 — —

LDA 3.6118 3.6112 4.0886 0.0014  0.0013 —0.0151 123.2987 123.3046 123.2073 — —

PBE 3.7419 3.7436 4.1966  0.0006 —0.0023  0.0004 109.1666 109.1563 109.0883 [1.488] [1.617] [1.565]

Na PBE-D3 3.6368 3.6364 4.0891  0.0017  0.0010 —0.0027 124.5986 124.6103 124.6097 — —

PBEsol 3.7186 3.7201 4.1713  0.0007  0.0000  0.0001 111.2742 111.2743 111.2035 — —
PBEsol+SO | 3.7187 3.7185 4.1709  0.0007 —0.0014 0.0002 111.2772 111.2770 111.2065 — —
LDA 5.0920 5.1199 5.7048 —0.0009 -—0.0006  0.0009 78.5290 78.3809 78.2760 — —
PBE 54485 54855 6.1478  0.0150 0.0014  0.0003 61.0826 61.0616 60.8333 [0.268] [0.292] [0.283]

Fr PBE-D3 5.3706 5.3660 6.0073 —0.0043  0.0007 —0.0001 70.6475 70.6072 70.4832 — —
PBEsol 53178 5.3124 59629 —0.0052  0.0027  0.0035 70.4832 689475 68.7412 — —
PBEsol+SO | 5.2804 5.2707 5.9923 —0.0056  0.0005 —0.0227 70.0579 70.0329 69.8153 — —

The quality of our DFT approximation applied can be evaluated from the available
experimental data for both lithium and sodium. For bcc lithium we have an experimental
nearest neighbor distance of Ryn = 3.023 A,[74] a cohesive energy of E.,, = 158 kJ/mol,[12°]
and a bulk modulus of B = 12.95 GPa (for 7-Li) from Felice et al.[?*!l or 12.65 GPa from
Anderson and Swenson[®¥?] (extrapolated to 0 K). These are in very good agreement with
our PBEsol+SO results of 2.972 A, 158.1 kJ/mol (including ZPE) and 13.4 GPa respectively
(see Tables 8.1 and 8.2), albeit the change of the bulk modulus due to spin-orbit coupling
is most likely overestimated. Here we took the bcc phase for comparison, but note that the
experimental phase for lithium has also been postulated to be a Barlow 9R structure with an
(ABACABAC) sequence of hexagonal layers (often referred to as stacking faults) as deducted
from neutron diffraction studies at low temperatures!®”233], We can interpret this sequence as

377]

a mixture of % of hcp with % of fcc phasel We have recently shown that different Barlow

packings!® lie close in energy and vary little in their basic properties with varying sequence of
hexagonal layers, and the main properties can accurately be determined from the two limiting

[402]

cases hcp and fcc alone together with their packing fraction Indeed, our data show the
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fcc and hcp cohesive energies are very close. Furthermore, the low temperature phase of
lithium is still being debated as the possible phases are quasi-degenerate in energy.[”” We also
mention that the PBE+D3 results including long-range dispersion also give very good results,
albeit the cohesive energy is overestimated by 6.5%. They do bring the bcc phase closer to the
close-packed structures, albeit this effect is quite small. Dispersion effects are important as they
contribute 9.9% to the cohesive energy of lithium.

Table 8.2: Bulk moduli By in GPa and corresponding unit cell volumes V; in A3 at the optimized
stable structures. BM: Derived from a fourth-order Birch-Murnaghan fit. P: From a fourth-order
polynomial fit in B(V).

Metal BiP(BM) Bf(BM) BE<(BM) | BP(P) Bic(P) BEe(P) | ViP yfe  ybe
LDA 14.04 16.14 14.15 1411 1611 1420 | 3804 37.86 38.12
PBE 13.99 12.84 13.38 1401 1280 1351 | 4065 4058  40.77
Li  PBE-D3 16.17 12.64 15.84 1611 1307 1581 | 3661 36.66 36.74
PBEsol 13.75 12.49 12.79 1377 1245 1284 | 4063 4055  40.77
PBEsol+SO | 1521 15.40 13.29 1521 1548 1341 | 4064 4050  40.79
LDA 8.70 10.63 9.82 868 1063 987 | 6668 6683  66.86
PBE 7.65 7.61 7.88 766 760 765 | 7413 7402 7396
Na PBE-D3 8.40 9.81 11.74 837 973 1070 | 6819 6803 6838
PBEsol 7.65 8.08 8.46 766 806 840 | 7271 7266 7257
PBEsol+SO |  7.64 8.22 7.91 765 824 791 | 7271 7265 7257
LDA 2.42 2.64 2.95 243 264 292 | 18664 18975 185.65
PBE 2.62 1.95 1.89 258 195 189 | 231.30 23373 23245
Fr  PBE-D3 1.84 2.46 291 177 244 301 | 21879 21864 218.10
PBEsol 1.68 1.75 2.03 186 178 208 | 211.97 21118 21331
PBEsol+SO |  2.08 257 2.67 208 258 271 | 20750 207.36 209.36

Concerning sodium we have the experimental values for the nearest neighbor distance of
Rnn = 3.766 A (at 20K),1534 cohesive energy of E.,p, = 107 kJ/ mol, %! and bulk moduli of
B = 7.7 GPa (extrapolated to 0K)!53®], so we can compare to our bec results which are 3.612 A,
109.6 k] /mol (corrected for ZPE) and 7.9 GPa respectively for the PBEsol+SO functional. This is
again in very good agreement with experiment. However, as for lithium, the low-temperature
phase could be a Barlow 9R structure rather than bcc. Again, PBE-D3 overestimates slightly
the cohesive energy by 2.6%. Except for the bulk moduli, SO effects are rather small for both
lithium and sodium as one expects. LDA overestimates cohesive energies and are included
only for comparison. We note that the performance of various DFT approximations for metals
including the Group 1 elements has been discussed before, and the good overall performance

2815361 This is clearly seen in the

of PBEsol for the alkali metals up to Cs has also been noted!
Figures 8.2, 8.3, and 8 .4.

Turning now to the relative stability of the three different phases we notice that for
PBEsol+SO including ZPE corrections we have the sequences in cohesive energies (in kJ/mol,
ZPE included) 158.420 (hcp) > 158.108 (fcc) > 158.080 (bcc) for lithium, and 109.790 (hcp) >
109.660 (fcc) > 109.642 (bcc) for sodium. Thus these three phases (and the infinitely many

close-packed Barlow structures) can be seen as being quasi-degenerate with a slight preference
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Figure 8.2: Trend in cohesive energies (in kJ/mol) for the Group 1 metals for the fcc and bcc
structures using various density functionals. Data for K, Rb and Cs are taken from Refs. [433536],
Experimental data are taken from Ref.[5%]. Exp.+ZPVE is the cohesive energy with added ZPVE
for better comparison with the density functional results which are not corrected for ZPVE. The

dissociation energies for the Group 1 dimers are also shown for comparison (experimental data

for Liy to Cs, from Refs.[390537] calculated data for Fr, from Ref.[4%8]),
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Figure 8.3: Trend in nearest neighbor distances (in A) for the Group 1 metals for the fcc and

bec structures using various density functionals. Data for K, Rb and Cs are from Refs.[281433],
Experimental data are taken from from Ref.[?81]. The equilibrium distances for the Group
1 dimers are also shown for comparison (experimental data for Li, to Rb, from Ref. [390]

calculated data for Cs; and Fr, from Ref.[4%8]),

402]

for the hcp structure at this level of theory. In our previous paper[??l we iterated the fact

that quasi-degeneracy between fcc and hcp is most likely a condition for the (rather rare)
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Figure 8.4: Trend in bulk moduli (in GPa) for the Group 1 metals (for the bcc structure only)
using various density functionals. Data for K, Rb and Cs are from Refs.[?81]. Experimental data
from Ref.[?81],

Barlow sequences to be observed experimentally. This quasi-degeneracy is maintained at the
PBE-D3 level of theory. It is well known that at higher temperatures the bcc phase becomes

[252]  which can be traced back to vibrational

dominant in accordance with Landau theory
entropy contributions to the free energy. This gives a consistent picture of what is observed
experimentally for the Group 1 elements[745%:534] PBE-D3 overestimates the cohesive energies
of the Group 1 metals, which could well be due to an overestimation of electron correlation
effects in the combination of the PBE functional?) with Grimme’s dispersion correction[®7],
Nevertheless, we see that dispersion corrections lead to a substantial stabilization of the Group
1 elements, i.e. by approx. 16% for the cohesive energy of the three phases of francium.

For francium, we see again a quasi-degeneracy of the two closed packed structures with
the same sequence compared to lithium and sodium, i.e. (in kJ/mol) 69.790 (hcp) > 69.741
(fcc) > 69.532 (bec) at the PBEsol+SO level of theory including vibrational corrections. Hence
we predict that in a hypothetical experiment for bulk francium we would observe a low
temperature Barlow structure (fcc, hcp or 9R for example) followed by a phase transition to
bcc at higher temperatures. In this case francium is not special compared to all the other Group
1 elements (beside its nuclear instability), albeit SO effects become a bit more sizable stabilizing
both fcc and bec in contrast to hep.

Concerning periodic trends we see that francium sits below the cohesive energy of cesium
with 77.6 kJ/mol, thus continuing the trend of decreasing stability of the solid state down
the (currently known) Group 1 elements similar to the trend in dissociation energies for the
diatomic compounds, see Figure 8.2. In this respect, cesium has a nearest neighbor distance

of Ryn=5.235 A2 close to the one we calculate for hcp francium of 5.280 A, mainly due to
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scalar relativistic effects (note that Ryn < a because v < \/g), see Figure 8.3. Thus we observe
a trend of increasing bond distances down the Group 1 elements up to Cs, with Fr being the
exception. This is in line with the increasing bond distances and dissociation energies of the
Group 1 diatomics 1. For the bulk moduli shown in Fig.8.4 we see a smooth decreasing trend
from Li to Fr, with LDA deviating substantially from the experimental values. Here we note
that the (not yet discovered) superheavy element 119 is the first element breaking this trend

538-5421  We should also mention a previous study on the

[504]

due to strong scalar relativistic effects!
Group 1 metals by Koufos and Papaconstantopoulos
plane wave (LAPW) method together with LDA as well as GGA to discuss trends within the

Group 1 element properties obtaining results similar to ours. However, they report energy

. They used a linearized augmented

differences between the different phases rather than directly the cohesive energies and did not
include SO effects in their optimizations or ZPE corrections required for the discussion of the
small energy differences between the different lattices.

From the volume per atom of the hcp unit cell of 207.50/2=103.75 A% and the molar mass of
223 g/mol, we can estimate a density at p = 3.57 g/cm? at 0K much larger than the estimated
value®®3! of 2.458 g/cm? (at room temperature). However, a simple estimate from the density
and molar mass of cesium (0 = 1.886 g/cm®, M = 132.91 g/mol) we can estimate an upper
bound for cesium at room temperature if the volumes of the two metals are close to each other,
ie. ppr ~ pcsVie/ Vs =3.16 g/cm?, closer to our value. Finally, Table 8.3 contains additional
useful data such as Wigner-Seitz radii, Debye temperatures and ZPEs obtained from eq.(8.8).
These estimated ZPEs are in reasonable agreement to what we believe the more accurate data
listed in Table 8.1.

8.4 Conclusions

We obtained of what we believe the most accurate data yet for the solid-state properties of
francium at 0K by using DFT including SO corrections. We calibrated our results on calculations
for lithium and sodium where experimental data are available. We found that the PBEsol
functional including SO coupling gives excellent results in comparison with experimental
data for both lithium and sodium, adding confidence to our results for francium. We
predict that bulk francium is very similar to the rest of the Group 1 metals adopting a low
temperature closed packed structure (fcc, hcp or Barlow structures) with bce occurring at higher
temperatures in agreement with Landau theory!?>2l. We recommend the following solid-state
values for francium: a nearest neighbor distance of 5.28 A, cohesive energy of 70 k] /mol, a bulk
modulus between 2.1 and 2.6 GPa, and a density at 3.57 g/cm? (at 0K).
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Table 8.3: Wigner-Seitz radii in atomic units, Debye temperatures, calculated from Eq.(8.7) in K,
and zero point energies, calculated from Eq.(8.8) in k] /mol, are obtained from the bulk modulus
in the Birch-Murnagham equation of state.

Metal r?CP 1’£CC T’ECC @hcp @fcc @bce ESCP E(f)cc EBCC
LDA 3.129 3.124 3.131 329.38 35297 330.82 3.081 3.302 3.094
PBE 3.199 3.198 3.203 33254 318.44 32543 3.111 2979 3.044
Li PBE-D3 3.089 3.094 3.093 351.27 310.83 34791 3.286 2907 3.254
PBEsol 3.199 3.197 3.202 329.67 314.13 318.06 3.084 2.938 2975
PBEsol+SO | 3.199 3.195 3.203 346.77 348.68 324.27 3.244 3.261 3.033
LDA 3.773 3.775 3.775 15724 17390 167.10 1.471 1.627 1.563
PBE 3909 3907 3906 150.06 149.67 150.17 1.404 1.400 1.405
Na PBE-D3 3.801 3.799 3.804 155.09 167.56 183.39 1.451 1.567 1.715
PBEsol 3.883 3.882 3.880 149.59 153.69 157.29 1.399 1.438 1.471
PBEsol+SO | 3.883 3.883 3.881 149.47 155.09 152.09 1.398 1.451 1.423
LDA 5317 5347 5310 31.63 33.13 34.85 0.296 0310 0.326
PBE 5713 5732 5721 34.08 2945 2899 0319 0276 0.271
Fr PBE-D3 5.609 5.607 5.606 2831 3270 3559 0.265 0.306 0.333
PBEsol 5512 5545 5560 26.84 2745 29.61 0.251 0.257 0.277
PBEsol+SO | 5508 5.507 5.523 29.81 33.17 33.84 0279 0.310 0.317
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Chapter 9

From Hard to Soft Dense Sphere Packings:
The Cohesive Energy of Barlow Structures
Using Exact Lattice Summations for a

General Lennard-Jones Potential

Dense packings of solids such as spheres in three dimensions (3D) intrigued both chemists and
mathematicians for a very long time.[>*4! In 1902, Hilbert presented 23 difficult mathematical
problems that were to be solved®*®l. His 18th problem concerned the build-up of space with
spheres or congruent polyhedra, and the Kepler conjecture formed part of this problem[?8l.
The conjecture states that there is no arrangement of equally sized, non-overlapping unit
spheres in 3D space with a higher density than the face-centered cubic (fcc) or hexagonal close
packed (hcp) structures. The packing density of these arrangements is exactly p = 71/+/18 (=
74.0480...%). In 1831 Gauss proved that Kepler’s conjecture is true if the spheres are arranged in
a regular lattice. Hales proved in 19981043 that Kepler’s conjecture holds for any unit sphere
packing in 3D space, whether regular or irregular. Reviews on understanding condensed
phases through packing models have been provided by Stillinger and Torquato!!3%4]1. For
an introduction to sphere packing in higher dimensions see Sloane#7].

There are uncountable infinitely many distinguishable densest sphere packings in 3D space
with a packing density of exactly pmax = 71/+v/181401548] These were originally introduced
by Barlow in 1883['8] and the different polymorphs are called Barlow packings®*]. In general,
Barlow packings are strictly jammed 138l multi-lattices that consist of densely packed hexagonal
layers with lattice point positions for the unit spheres at Ei]'k = i(1,0,0) +j(1/2,4/3/2,0) +
k(0,0,7v0) + (k) where for each k the shift vectors 7(k) € {TUa,Up,Uc} are defined as 74 =
(0,0,0),7p = (1/2, 1/v/12,0),7c = (1/2, —1/\/ﬁ,0) with 79 = v/2/3, such that we have no
repeat neighboring layer sequence such as AA, BB or CC, thatis 7(k) # 7(k + 1). Both hcp and
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fcc, with layer sequences (AB)o, and (ABC)« respectively, belong to the class of periodic Barlow
packings. Fig. 9.1 illustrates such Barlow packings including the 9R lattice, a rare lattice that is
found in very few martensitic materials7?435550551],

For the sticky hard-sphere model with an interaction potential between the spheres of
V(r) = ewithe = O0forr > 1, e = —1forr = 1, and € = oo for r < 1, r being
the distance between two spheres, all Barlow packings have the same cohesive energy of
Ecoh = —%K(B) = —6 (in reduced units), where the kissing number (number of nearest
neighbors) in 3D is K(3) = 12. Within the hard-sphere model at specific packing densities, Mau
and Huse found that fcc has the highest entropy, albeit the entropy difference between fcc and
hep is very small (AS =~ 10~3k, kp being the Boltzmann constant)*3°l. However, this simple
potential model does not explain why Barlow packings other than fcc and hcp are extremely

[74,79,435,550]

rare in nature . There is currently no consensus on the explanation why hcp and

5521 More realistic

fcc are the dominant structures out of the infinitely many Barlow packings.!
interaction potentials are therefore required to resolve this long-standing problem.

In order to analyze the cohesive energies of Barlow packings we require a few important
definitions. Suppose X = {X;} is a Barlow sequence of hexagonal close packed layers of period
N, that is, for each integer i we have X; € {ABC}, X; # X;11 and X; = X;,n. Write X =
(X1X2...XN)oo- The stacking sequence {p;}}, for X is defined by p; = 0 if X; = X;;» and
pi = 1 otherwise, and we call the numbers p; the stacking numbers, similar to the /ic notion
by Thompson and Downs. >3] Further, the fec packing fraction is defined as a = & Y-, p;. For
example, the stacking sequence for the 9R Barlow sequence (ABCBCACAB)., shown in Figure
9.1 is (100100100), and the fcc packing fraction is « = 1/3. For the extremal cases we have
a« = 0 for hep, (AB)w, and & = 1 for fcc, (ABC). For all other periodic Barlow packings
we have 0 < a < 1. The fcc packing fraction is a measure of how often the fcc sequence
with (X; # Xj;,) appears in the Barlow sequence and originates from local cluster statistics
introduced by Wilson and Bradley!®>*! and used by Middlemas et al. for Barlow packings 3.
From the stacking number sequence it is clear that the number of distinct Barlow packings
(X1X3...XN ) of period N is bounded above by 2N=2(N > 2) (note that the first two letters are
fixed as AB), see Fig. 9.2. In fact, the number of distinct Barlow packings is directly related to

5% (see Figure

the more general mathematical problem of the n-coloring of beads in a bracelet!
9.1). In our case we have three different colors (n = 3) and the precise number of distinct
Barlow packings can be found in the A011768 sequence of Sloane’s Encyclopedia of Integer
Sequences[°®]. Thompson and Downs %3 listed all possible Barlow packings up to N = 12.
To explore the energetic stability of Barlow packings we apply a general (n,m)

Lennard-Jones (L]) potential between the interacting spheres (or atoms)

m n

Vim (r) =

r "t — r ™, (9.1)

n—m n—m
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Figure 9.1: (top) Packing sequence for hcp (AB)., and fcc (ABC)w. (bottom) The three
possible layers A, B and C in Barlow packings (left) and the 9R structure with a sequence of
(ABCBCACAB) (right) and the definition of the lattice constant a and c. The last layer at the
top of the 9R structure belongs to the next unit cell with the same layer sequence. Also shown
is the 3-colored bracelet with 9 beads equivalent to the Barlow 9R packing at the bottom left.

which allows the spheres to overlap (r < 1). This potential has a minimum at r, = 1 with
minimum value given by V(r.) = —1 (reduced units). Since Vi () = Viuu(r), we may

212191 3nd later in

assume n > m. This potential was originally introduced by Griineisen in 191
1925 applied by Lennard-Jones and Ingham[!!?] to cubic crystals using lattice sum techniques.
For increasing exponents n and m (n > m), the (n,m)-L] potential approaches the sticky
hard-sphere limit as shown in Figure 9.3. The (12,6)-L] potential has been extensively used
in the past for phase transitions or cluster simulations[®®%%. For a historical review on L]
potentials see ref. 222.

Applying the (n,m)-L] potential to periodic Barlow packings X with lattice parameters a
and c (see Figure 9.1 for the 9R lattice), we obtain for the cohesive energy in a similar fashion as

derived previously for the hep structure!?,

ngz((NI'Y) —n _ nL)ng(N/’)’) —m

2(n—m) v 2(n—m) v ©-2)

ng)h(n, m,a,y) =

166



10122 L’
10@ .’
108 .
Z 106 .’
104 L

102 .’

10°;

5 10 15 20 25 30 35 40 45 50
N

Figure 9.2: Number of nonidentical sequences f(N) for Barlow packings (X;X5...Xn) for a
specific N value discarding repeats from lower N values. A logarithmic scale is used for f(N).
Data are taken from Refs. 557,558. The dashed line shows the upper bound of f(N) < 2N=2,

with v = ¢/a = N7y (70 = V/2/3 for a dense packing of hard spheres), and LX(N, ) are
the lattice sums for a specific Barlow packing of period N (see computational details). For the
definition of the lattice constants a and c see Figure 9.1. We restrict our attention to m > 3 as
there is a pole at m = 3 and the series diverges for m < 3. The lattice parameter 4 is defined as
the smallest distance between two lattice points in the 2D hexagonal layer of the Barlow packing
and c is the height of the large hexagonal unit cell, see Figure 9.1. The mathematical treatment
of lattice sums L has been reviewed extensively by Borwein et al.[''!l, and our research group
has recently applied this to cubic crystals as well as to the hcp structure1032941,

The cohesive energy for a Barlow structure can be obtained by minimizing (9.2) with respect

to the lattice parameter 4 at fixed <y, and is given by

min EX,, (1, m,0) = —> [%—%ﬂ o 9.3)
with the minimum occurring at
LY(N, ) |77
a = Amin = {m} . (9.4)

That is, the cohesive energy of a Barlow packing X of period N for a (n,m)-L] interaction
potential is completely determined by the corresponding lattice sums dependent on the LJ
exponents n and m in (9.2). Because L, > L;, for n > m, we have ayin < 1. For example, for
the (12,6)-L] potential one obtains for the hcp structure anin = 0.97123, while for the (30,20)-L]
potential one gets amin, = 0.99995, which is very close to the sticky hard-sphere limit of 1.0.
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Figure 9.3: Lennard-Jones potentials for a selection of exponents (1,m). The value of m, =
4.20889094798800 sits on the critical line depicted in Figure 9.4.

The hcp structure is generally preferred over fcc, except for small values of the L] exponent

[227

m (i.e. for very soft L] potentials) 1. In the solid-state community, this fact was the reason for

decades-long debates of why the rare gas crystals crystallize in the fcc and not in the hcp phase,

which has been resolved only very recently for the case of argon1%. Figure 9.4 shows the hcp
to fcc phase transition line defined by E?Sﬁ = Ef:gch with the critical values for the L] exponents

(ne,me) (me < 5.7094) fulfilling this condition. As can be seen, m. decreases with increasing 7,
with a pole at m. = 3.

Concerning the Barlow packings, we investigated all periodic structures (X;X5...XN)e Uup
to N = 15, resulting in a total of 497 different Barlow packings including fcc and hcp, and the
9R structure with a packing sequence of (ABCBCACAB) (N = 9). The calculated cohesive
energy differences AEX, (x) = EX, (a) — E?gﬁ(oc = 0) obtained from (9.3) for different (n, m)
combinations are shown in Figure 9.5 as a function of the fcc packing fraction «. As can be seen,
the Barlow structures lie energetically in between hcp and fcc, although the energy differences
are very small and in the range of 1073 to 10~ (in reduced units). Surprising is the linear
correlation of the cohesive energies with respect to the fcc packing fraction «, i.e. the linear
relation approximately is

AEX, (a) = a(E'S — EMP) (9.5)

coh coh

For example, a linear fit for the (12,6)-L] potential yields AEX, (x) = 8.695754 x 10~ *a with a
very small standard deviation of 1.2 x 10~7. This implies that the cohesive energy of a Barlow
packing can be obtained to high accuracy from the energy difference between hcp and fcc, and
the fcc packing fraction of the corresponding Barlow structure. Moreover, the Barlow structures
energetically lie slightly above the line determined by (9.5). Variations become more apparent

for L] potentials close to the (n.,m,) critical line where ENP ~ Efec

oh woh- For example, for n, = 8
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Figure 9.4: hep/fcc phase transition line (1, m.) for L] potentials in blue. Selection of exponents
(n, m) marked as used in Figs. 9.3 and 9.5

and m. = 4.20889094798800 we find the Barlow structures energetically above the zero line
(see Figure 9.6), but still very close to both the fcc or hep structures. The energy distribution
has an interesting shape of a triangle with a maximum deviation from the zero line at « = 0.5
originating from the (ABAC)« Barlow packing.

Within the kissing hard-sphere model the hexagonal layers are ideally located half-distance
between the neighboring layers. However, for Barlow packings of periodicity N > 3 interacting
through a (1, m)-LJ potential, symmetry will break especially for softer potentials (small (1, m)
exponents). To include such effects one has to optimize all the distances ; = c;/a between
the hexagonal layers (see computational details). It turns out that such dislocations are rather
small and can be neglected, i.e. they do not affect in any significant way the results presented
here. Figure 9.6 shows the rather negligible variations between the different choices of -y values
for the deviations of the cohesive energy from the linear regression line with fcc and hcp at
the two extreme points. For example, for the 9R structure and a (12,6)-L] potential we get (the
corresponding (6,4)-L] values are given in parentheses) Ay = max{+y;} — min{y;} = 3.039 x
107°(3.406 x 107°). For this structure the total energy lowers by 3.2245 x 1077(9.4337 x 10~7)
if only the total y-value is optimized, and by 3.4627 x 10~7(1.0092 x 10~°) if all 7;-values are
optimized.

In conclusion, using a more realistic interaction potential compared to the sticky hard-sphere
model we were able to show that the Barlow packings lie energetically in between the hcp
and fcc lattices. Their cohesive energies can be estimated to high accuracy from the energy
difference between fcc and hcp and the associated fcc packing fraction, the latter can easily be
obtained from the stacking sequence of a Barlow structure. How this translates to the real world

[552]

of atomic or molecular crystals remains to be seen. For example, Mau and Huse investigated

the entropy of hard-sphere crystals using Monte-Carlo simulations with periodic boundary
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Figure 9.5: Cohesive energy difference with respect to the hcp structure (x = 0) for various
(n,m)-L] potentials plotted against the complementary fcc packing fraction a. The 9R structure
(o = %) is also indicated. The dashed horizontal zero line indicates the hard-sphere limit and
L] interactions with critical values of (1., m.). The vertical dotted line indicates where the 9R
structure is located. See Figure 9.3 for the distribution of exponents used.

conditions! 3], They included a few Barlow packings in their simulations and concluded that
hcp has the lowest and fcc the highest entropy. This implies that higher temperatures may
favor the fcc structure. This alone does not explain why Barlow packings other than fcc or
hcp are extremely rare in nature. We hypothesize that fcc and hcp are the extreme points
for the free energies, and only when both structures are quasi-degenerate one may observe
other Barlow packings at certain temperatures and pressures. It will however be a future
challenge to accurately simulate Barlow lattices for elemental systems using accurate quantum
theoretical methods such as density functional theory as the energy differences between the
different packings are very small demonstrated in this work. A more detailed study including

temperature and pressure effects is currently underway.
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4. 2088909480185 at the fcc/hcp phase transmon line. The deviation for the 9R structure at &« = 1

is 4.334x1077 at v = 94/2/3 and 4.346 x 107 if all y; are optimized.

Computational Details
The expression for the lattice sum of a Barlow packing is given by

Xy Xk

N = 18N+ 5 L L) 9.6

1<k;<ko<N

for a L] exponent of n and N stacking hexagonal layers. The corresponding infinite sums are
given by

n

X, X 2.2 . k=K \?*] 2

LN = X [B 4B+ i+ (1 2] 07
icz3

if Xkl = sz, and

h I
LflekZ(N,v)zz{(i1+%)2+(iz+%)2+(i1+%)(iz+%)+72 (i3+k2_k1)] T 9

B N
icZ3
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Xx,

if Xy, # Xk, and v = N<o. The lattice sum L,? is a special case of Lfkl in (9.7) for
ki = ko = 0, and where the term corresponding to i = 0 is omitted from the summation.
These lattice sums are slowly converging infinite series for small exponents and various
techniques have to be used to bring them into fast converging series. The derivation of
fast converging series and corresponding derivatives in terms of Bessel function expansions
similar to the procedures discussed in Refs. 294,295 is rather lengthy and will be presented
elsewhere. Once the lattice sums are obtained, the cohesive energy of any Barlow packing
can be calculated to the desired computer precision within a few seconds of CPU time for
N < 15 using a Newton-Raphson minimization procedure for the parameter v = c/a at
optimized cell parameter a. This procedure has the advantage that the tiny energy differences
between the different Barlow structures can be calculated accurately (which remains a challenge
for density functional approximations).’®?”] Thus we avoid the use of a cut-off function for
the Lennard-Jones potential which can influence the energy differences between the Barlow
structures significantly 9525611,

Symmetry breaking effects were also investigated as the hexagonal layers can slightly
dislocate from the ideal half-distance location between the two neighboring hexagonal layers
along the c-axis. This implies optimizing the N distances y; = c;/a between two neighboring
layers i and i + 1 with 7; ~ 99 = v/2/3 and v = Y;v;. This substantially increases the
parameter space required for the Newton-Raphson geometry optimization. Because of this and
the tiny changes compared to the ideal value of 7; = 7, analytical derivatives for dE_.}, /97;
and 9%E_.p,/ d,07; were used in the optimization procedure and the Hessian was checked for
positive eigenvalues. A FORTRAN program to determine these lattice sums can be found on

our website![502],
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Chapter 10

The Theory of Barlow Packings: Basic
Properties and Cohesive Energies from

Exact Lattice Summations within the Sticky
Hard-Sphere Model

10.1 Introduction

Barlow packings (also known as close-packed rhombohedral structures) were introduced as
early as in 188318 and consist of an infinite stacking of the form (X; X, X3...) of two-dimensional
hexagonal close packed layers. Here, X; represents one of the three possible densely packed
hexagonal layers by location, A, B or C, such that we do not have identical neighboring layers,
that is X;Xj;1 # AA or BB or CC (i € IN), see Figure 10.1. The two prime examples for
Barlow packings are the hexagonal close-packing (hcp) with a periodic stacking sequence of
(AB)« and the face-centered close-packing (fcc) with (ABC)e. There are uncountably infinitely
many (strictly jammed) Barlow packings all having the same maximal sphere packing density
of p = 71/3v/2 = 0.74048048969 . . . [18.138139401,563] ' Kepler’s original conjecture states that the
fce (ABC)« packing density cannot be surpassed which has been proven only very recently by
Hales!10403],

It is currently difficult to predict crystal structures from basic chemical concepts. For
example, it is not known why Barlow structures appear only in very few compounds!®>l
compared to the more common hcp and fcc structures. Well known elemental examples
are La, Pr, Nd, Am, Ce with a (ABAC)« stacking, and Sm, the only element to adopt a
(ABABCBCAC)« stacking order (9R structure) at standard conditions. 435501 The 9R structure
is also experimentally predicted to be involved in the martensitic transformation of metallic
lithium from the body-centered cubic structure (bcc) to fcc or 9R. (74791 1t is clear that the
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Figure 10.1: Left: The three possible hexagonal layers A, B and C in a Barlow packing. Right:
A Barlow packing with the sequence (ABABC). The last layer at the top belongs to the next
unit cell with the same layer sequence.

description of Barlow packings requires a detailed understanding of concepts from basic lattice

the ory. [401,435,553]

The study of lattice sums in three (and more generally in N) dimensions is an old but

important problem in lattice theory.[?#111147] Tt dates back to the work of Appell in 188654,

112,296]

and later to Born and Landé!%®!, Madelung "5 and Lennard-Jones and Ingham! toname

but a few. An excellent account on lattice sums is given by Borwein et al.[''!l For the case of

inverse power potentials, V(r) ~ r™"

, used in this work, the problem of computing lattice
sums is related to the efficient treatment of the so-called Epstein zeta function,[113299,566,567]
an extension of the Riemann or Hurwitz zeta function. Lattice sums for inverse power
potentials have been formulated and treated for the simple cubic, body-centered cubic and
face-centered cubic lattices already by Lennard-Jones and Ingham in 1925,[112] and for the
hexagonal close-packed lattice by Kane and Goeppert-Mayer!>%8!, Bell and Zucker!*3”l, and
more recently by our research group.[?42%]

The stability of Barlow close-packed structures has not been treated systematically in the

435,439]

past and there are only few studies available. ! Here we try to close this gap by evaluating

cohesive energies of Barlow packings within the sticky hard-sphere model (SHS)[2%943]

containing an attractive long-range " potential,

00 forr <,
p(n,er) = (10.1)
—er " forr>r,

where r is the distance between two lattice points (or atoms), 7. is the equilibrium distance set

conveniently to the unit length (i.e. 7, = 1 in reduced units), and € > 0 is a prefactor which
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determines the binding energy between two interacting atoms at equilibrium distance 7, (¢ = 1
in reduced units). For the kissing hard-sphere model (KHS) where the potential is zero except
when two spheres touch (kiss) we have the limit lim, o r™" = 6(r — 1), > 1, where §(x) is
the Dirac delta function. The SHS model prevents any overlap between two hard spheres of
radius . /2 (spheres of unit diameter in our KHS model). The cohesive energy at unit distance
is then given by the simple expression,

1

Econ(n,e=1,1.=1) = EL (%) (10.2)

where L(%) is the specific lattice sum of a Barlow packing described in detail in the theory
section, and the cohesive energy is defined here to be positive, E.op(7) > 0. Thus, within
this simple model we equate directly the cohesive energy of a Barlow packing with its
corresponding lattice sum which becomes convenient for our discussion on stability of Barlow
packings.[29429]

In the following we outline the theory of Barlow packings, introduce our lattice sum
treatment through fast convergent series using Bessel function expansions, and analyze the
obtained lattice sum properties for different Barlow packings in detail through the SHS model.
This analysis will be important for future work on lattice properties using classical interaction

potentials such as the Lennard-Jones potential. [112219,222,296,40243]

10.2 Theory

10.2.1 Barlow packings, packing sequence numbers and packing fractions

Before we address the interaction between lattice points in a Barlow packing, we introduce
the basic definition of a Barlow packing in terms of its letter sequence. A bilateral sequence
(..., X 2,X_1,X0,X1,Xp,X3,...) is said to represent a Barlow packing if

X;€{A,B,C} and X;# X;y1 forall iecZ. (10.3)
The packing is said to be periodic with period N if
Xion=X; foralli € Z. (10.4)

We assume that the period N is minimal, that is, N is the smallest positive integer for which
(10.4) holds. Clearly, N > 2 because the definition (10.3) requires X;;; # X; and hence N #
1. When a Barlow packing is periodic with period N, we will omit the commas and write

(X1X7...XN)o- For example:
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* (AB)o corresponds to the hexagonal close packing structure of period 2;
e (ABC)« corresponds the face centred cubic packing lattice of period 3;

* (ABABCBCAC) is a packing with period 9, called the 9R structure.

In the following, we further omit the infinity sign and we understand that a sequence of
letters set in parentheses defines a Barlow packing, e.g. (X1X2...XN)oo = (X1X2...XN).
Suppose (X1Xz...XN) represents a Barlow packing of period N. The packing sequence
numbers p(i, ¢) are defined for 1 < i,¢ < N by

1 if X;= X;up
p(i, ) = 1 * (10.5)
0 if X;# Xiy

and the /th packing fraction §(¥¢) is defined by

1N
=~ l; p(i (10.6)
so that 0 < §(¢) < 1. We will be mostly interested in the second packing fraction §(2). For
example, for the 9R Barlow packing (ABCBCACAB) we get the packing sequence numbers as
shown in Table 10.1. As §(2) = 1 for hcp and 6(2) = 0 for fcc, 6(2) measures the fraction of hep
type (AB) occurrences in a Barlow packing. Alternatively, we can define the complementary
packing fraction by

N 1 N
a(l) =1-46(¢) = N - Y [1- =< Zl (10.7)

Table 10.1: Packing sequence numbers p(i,¢) and fractions §(¢) and «a(¢) for the 9R lattice
(ABCBCACAB).

T pG,0,1<i<9 | o(f) | «(0)
1 0,0,0,0,0,0,0,0,0 0 1
2 0,1,1,0,1,10,1,1 2/3 1/3
3 0,0,0,0,0,0,0,0,0 0 1
1| 001001001 | 1/3 | 2/3
5 | 100100100 | 1/3 | 2/3
6 | 0,0,0,0,0,0,0,0,0 0 1
7 1,1,0,1,1,0,1,1,0 2/3 1/3
8 0,0,0,0,0,0,0,0,0 0 1
9 1,1,1,1,1,1111 1 0
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and note that a(2) measures the fcc packing fraction, as stated by Middlemas et al[*3l. We
use both definitions in the following. We note that the smallest non-zero fcc packing fractions
a(2) are obtained (non-uniquely) from the combinations ((AB)(y_1)/2C) if N > 2 is odd with
a(2) = 3/N and ((AB)n-_2),2AC) if N > 2 is even with #(2) = 2/N. For «(2) = 0 we have
the hcp structure.

The representation R = (X;X»...Xy) of a periodic Barlow lattice is not unique. All the
possible letter sequences that can be generated and fulfill the conditions of a Barlow packing
contain equivalent sequences under certain symmetry operations. These need to be sorted
into equivalence classes where one representative sequence can be chosen from each class. For
example, the cyclic permutation o(R) defined by

O'(R) = 0'(X1X2 .. XN) = (X2X3 e XNX1)
returns the same Barlow lattice as R, as does the negative permutation 77(R) defined by
U(R) = 17(X1X2 e XN) = (XNXN—l e XzXl).

The transposed permutation o45(R) defined by switching all occurrences of A and B also
defines the same Barlow lattice, as do the transposed permutations 04¢(R) and 0pc(R) defined
similarly by switching A with C, or B with C, respectively. These permutations form a group
G with order 6 isomorphic to the symmetric group S3 : G = {I,04B,04c, OBC, TABC, TACB ),
where [ is the identity operator and, for example, c4cg(ABAC) = (CACB). Furthermore,
it is convenient to also define the shift operators S;" = o!=1 and S = no!, such that
S, (ABABC) = (BACBA) and S; (ABAC) = (ACAB). Note that the identity operation is
obtained as I(R) = S} (R) = ¢%(R) = R.

In order to standardise the representation of a Barlow lattice, we define the weight of a
representation R = (X1X5...Xy) by

N

w(R) =Y 2N5(3,2).
i=1

The representation that has minimum weight and satisfies X; = A and X, = B will be called
the standard representation of the lattice and denoted by R*. For example, one of the sequences
given by Thompson and Downs is R = (ABABABCAC). The standard representation of this
sequence R* = (ABABABCBC). To see this, first note that

o®(n(cag(ABABABCAC))) = ¢ ((BABABACBC))
— 0>(CBCABABAB) = (ABABABCBC).
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Therefore R* = ¢>((c4p(R))) and so R and R* represent the same Barlow lattice. Second,
the complementary stacking sequence {p(i,2)} for R* is 000010011 and the weight w(R*) =
24 4+ 21 4+ 20 is minimal. Third, we have R} = Aand R = B, i.e,, the first two symbols of R* are
AB. If follows that R* is the standard representation for R.

The distinct periodic Barlow packings up to N = 10 are listed according to their standard
representations in Table 10.2. Observe from the table that the following two conditions appear
to hold:

1. If N > 3 then p(N, 2) = 1. Equivalently, the last symbol in the standard representation is
Ry =C.

2. The integers N and }_; (i, 2) have the same parity. That is,

N
N+ )Y 7(i,2) iseven. (10.8)
i=1

The first condition is easy to prove by contradiction. If p(N,2) = 0 then the complementary
packing sequence p(N,2)p(1,2) p(2,2) ... p(N — 1,2) represents the same Barlow packing and
has smaller weight. This contradicts the minimum weight property of R*. The condition
P(N,2) = 1 implies Xy # Xn42 and since Xy42 = Xp = B it follows that Xy # B. We
also have Xy # Xni1 and so Xy # A. It follows that Xy = C. The second condition, which
we shall call the parity condition, is proved in Appendix L. The two conditions are useful in the

algorithm that we will use to generate unique Barlow sequences.

10.2.2 Number of non-identical periodic Barlow sequences

Counting the number of non-identical periodic Barlow sequences and enumerating them has
been addressed by several authors[%%7,558569-571 The problem is identical to the more general
one of counting colorful bracelets with N beads and ¢ colors®®]. The solutions are known for
¢ = 3 which we briefly present here.

Let ¢(N) be Euler’s totient function, i.e., ¢(N) counts the number of integers less than or
equal to N that are relatively prime to N. Let y(N) be the Mobius function, i.e., yt(N) equals 1
if N is a square-free positive integer with an even number of prime factors; equals —1 if N is a
square-free positive integer with an odd number of prime factors; and equals 0 if N is divisible
by the square of a prime number. Let x(N) be defined tobe 1if N = 2 (mod 6) orif N = 4
(mod 6), and 0 otherwise. Another way of writing it is

X(N) = 5sin?(Z}) cos?(Z). (10.9)
Let f(N) be the number of non-identical Barlow packings of period N. The very last formula
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Table 10.2: Unique Barlow sequences {X;} (up to period N = 10) in standard form and their
natural stacking sequence numbers {7 (i,2)}), fcc packing fractions a(2), entropy difference AS
with respect to the hcp structure (in units of 10~°kp), number of nonidentical lattice sums nyyrs,
and letter counts, i.e. number of A’s, B’s and C’s in ascending order (n1n,n3) discussed for
Algorithm 1. The Barlow packings are ordered according to the period N followed by further
ordering according to «(2) followed by their 7(i,2) sequence. The two selected examples
for N = 11 and 12 have the lowest non-zero fcc packing fractions for the specific N value.
An asterix in the table means that the standard form differs from the representation used by
Thompson and Downs [®%3].

No. | Standard representation | N {p(i,2)} T «(2) AS | nnis | (nynans)
1 [ (AB) (hcp) 2 00 | 0/2 0 2 11
2 | (ABC) (fcc) 3 111 3/3 | 116.0 2 111
3 | (ABAC) 4 0101 1/2 45.8 4 112
4 | (ABABCQ) 5 00111 3/5 65.2 4 122
5 | (ABABACQ) 6 000101 1/3 33.0 5 123
6 | (ABACBC) 6 011011 2/3 65.1 6 222
7 | (ABABABC) 7 0000111 3/7 | 46.6 6 133
8 | (ABABCBC) 7 0010011 3/7 45.2 6 223
9 | (ABACABC) 7 0101111 5/7 74.1 6 223

10 | (ABABABAC) 8 00000101 1/4 24.8 7 134
11 | (ABABACACQ) 8 00010001 1/4 26.6 7 224
12 | (ABABACBC) 8 00011011 1/2 50.7 8 233
13 | (ABABCBAC) 8 00101101 1/2 49.2 8 233
14 | (ABABCABC) 8 00111111 3/4 84.3 7 233
15 | (ABACBABC) 8 01110111 3/4 77.8 8 233
16 | (ABABABABC) 9 000000111 1/3 36.2 8 144
17 | (ABABABCBC)* 9 000010011 1/3 35.2 8 234
18 | (ABABCBCAC) (9R) 9 001001001 1/3 35.5 7 333
19 | (ABABACABC) 9 000101111 5/9 59.3 8 234
20 | (ABABCBABC)* 9 001010111 5/9 56.6 8 234
21 | (ABABCACBC) 9 001101011 5/9 55.2 8 333
22 | (ABACBCABC)* 9 011011111 7/9 82.0 8 333
23 | (ABABABABAC) 10 0000000101 1/5 19.8 8 145
24 | (ABABABACAC) 10 0000010001 1/5 21.3 8 235
25 | (ABABABACBC) 10 0000011011 2/5 40.5 10 244
26 | (ABABABCBAC) 10 0000101101 2/5 39.3 9 244
27 | (ABABACACBC) 10 0001001011 2/5 40.8 10 334
28 | (ABABACABAC) 10 0001010101 2/5 38.1 8 235
29 | (ABABACBCBC) 10 0001100011 2/5 42.0 10 334
30 | (ABABCBABAC) 10 0010100101 2/5 39.6 9 244
31 | (ABABABCABC) 10 0000111111 3/5 67.4 10 244
32 | (ABABACBABC) 10 0001110111 3/5 63.7 10 244
33 | (ABABCBCABC)* 10 0010011111 3/5 66.4 10 334
34 | (ABABCBACBC)* 10 0010111011 3/5 61.3 10 334
35 | (ABABCACABC)* 10 0011001111 3/5 65.2 9 334
36 | (ABACABACBC) 10 0101011011 3/5 57.4 9 334
37 | (ABACABCABC) 10 0101111111 4/5 86.7 10 334
38 | (ABACBACABC) 10 0111101111 4/5 85.4 10 334
39 | (ABABABABABC) 11 00000000111 | 3/11 29.6 10 155
40 | (ABABABABABAC) 12 | 000000000101 1/6 16.5 10 156
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Table 10.3: Number of non-identical Barlow packings of period N.

N [1[2] 3] 4[5
fNYL o 11 | 1| 1
6 | 7| 8 | 9 | 10
2 [ 3| 6 | 7 | 16
11|12 | 13 | 14 | 15
43 | 63 | 129 | 203
16 | 17 | 18 | 19 | 20
404 | 685 | 1343 | 2385 | 4625

—

—~ > —~
> 2z 2z <Z
N

—

in Ref. 555 gives:

FIN) =) pu(F)s@) (10.10)
d|N

where ,
S(N) = 5 (K(N) + L(N)), (10.11)
L(N) = oN/2-1 if N is even, (1012)

3 (22— ()(ND/2) i Nis odd, '
and
K(N) = E%G Y (1+ x(d)) ged(d, 6)p(d)2N/?] . (10.13)
d|N

where gcd (N, m) is the greatest common divisor of both N and m.

Some values calculated by formula (10.10) are shown in Table 10.3. This is in agreement
with values of the sequence A011768 in Sloane’s encyclopedial®®®l. From Eq.(10.10) we deduce
that the number of nonidentical Barlow packings increases exponentially as O(2N/2). In fact
we have an upper bound of f(N) < 2N=3 for N > 2 since there are at most two choices for
each of X3, Xy, ..., Xy_1 (remember, we have X; = A, X, = B, Xy = C). This implies that there
are countably infinitely many unique periodic Barlow packings. On the other hand, there are
uncountably infinitely many non-periodic Barlow packings.

A histogram for the number of Barlow packings with value «(2) for period N = 32 is shown
in Figure 10.2a. It shows that if 4| N the frequencies are well described by a normal distribution.
The frequency distribution for all Barlow packings up to N = 32 are shown in Figure 10.2b. It

clearly demonstrates that most packings are found in the vicinity of a(2) = 1 as one expects.

We observe dips in the frequency distributions around £ = «(2) = 1 for periods where 4 /N.
This can be understood from the simple fact that as 2p = N and p even for N even, we have
the condition that «(2) = 1 only if 4|N. The first Barlow packing where this occurs is at N = 4,

(ABAC).
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Figure 10.2: Normalized frequency distribution for values of (2). The number of bins is set to
120. (a) For period N = 32 showing that if 4|N it follows a normal distribution with a mean of
the distribution y and standard deviation ¢ shown in the figure. (b) For all 23,189,443 Barlow
packings up to period N = 2° = 32. The normalized frequency distributions for N restricted to
even and odd numbers are also shown.
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10.2.3 Algorithms for producing a complete set of non-identical Barlow

sequences

An algorithm for producing all non-identical Barlow sequences up to period N has been
introduced already by Thompson and Downs relying on orbits in a tree graph.[>®3] They listed
all possible Barlow packings up to period N = 12, but included non-minimal sequences of
lower period Ngr where Ny divides N. These can, however, be easily eliminated. For the sake
of completeness, we introduce their algorithm first, with some slight modifications to speed
up the selection and elimination process. After that we introduce our more efficient algorithm

which we use in this work.

Algorithm 1 (modified Thompson and Downs[5%%])

e Production step: We produce a set {Q(N)},k = 1,..,2N"2 N > 1 containing
different in general non-identical letter sequences (orbits) of Barlow packings O (N) =
(ABX3X4..XN), X3, X4,..Xn = A,B,C, and Xy # A in a simple binary tree graph up to
period N to obtain all sequences (¢ (N) as illustrated in Figure 10.3.

Figure 10.3: An ordered binary tree graph of all the possible Barlow sequences
Q;(N)(ABX3Xy...XN) read from the top to the endpoint for a specific period N (orbits). If we
terminate the tree at period N (N = 5 in this figure), the sequences ending with either Xy = A
or Xy = B can be deleted immediately in the set of Barlow sequences.

e Ist elimination step: For all orbits of length N we delete any sequence with Xy = A or B
from the set { ) (N)}. In total, this deletes approximately 2/3 of the Barlow sequences for
a specific period N and leaves a reduced set of sequences {Qi (N)}. For example, only one
sequence (),(4) = (ABAC) (orbit 2 counting from the left) survives after this elimination
step, i.e. in this case it deletes the repeat sequence ();(4) = (ABAB) = (AB) (hcp) and

the identical ones from letter permutations.
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e 2nd elimination step: We start with the first sequence in the reduced set {Q);(N)} and act
with permutation and shift operators (as introduced in section 10.2.1) to compare with
all others in the set. We delete the identical ones and move to the second sequence
where we apply the same procedure until all sequences have been checked. In these
shift/permutation operations we can immediately delete those which do not fulfill the
Barlow condition X7 = A, X, = B, Xy = C.

* 3rd elimination step: If N is non-prime we search for reducible sequences of length Ng|N
(see algorithm 2).

¢ Bring the sequence in its natural letter sequence if required. This concludes the algorithm.
g q q q g

e Example: For N = 5 three sequences are left after the first elimination step which reduce
just to one, (ABABC). For example, we have opcS; (ABCAC) = 0pc(ACACB) =
(ABABC).

As the number of Barlow sequences in the tree grows exponentially, it is clear that the
comparison with other sequences in the 2nd elimination step becomes rather computer time
consuming. Care has to be taken to write the code in a most efficient way achieving a smaller
prefactor in the exponential scaling. For this algorithm it is therefore advisable to put the
sequences into different equivalence classes. For example, for each letter sequence ();(N) we
can count the total number of letters for each A, B and C and arrange the three numbers in
ascending order ny < np < n3, Y ;n; = N. Further, as defined in Eq. (10.7), obtain A = Nu(2).
We can put all sequences with the same number combinations (11, 12, 13, A) into distinct subsets
M = Mnlk”Zk”3k A (N) C Q;(N) (k is the cardinal number), with the subset M) containing
Iy such sequences. For example, for N = 4 we get only one subset from our tree structure,
Mi(4) = {(ABAC),(ABCB)} with I; = 2,(ny,ny,n3,) = (112),A1 = 2, as the reducible
sequence (ABAB) has already been deleted. As Table 10.2 shows, for N = 10 we get 7 subsets.
This sorting procedure reduces the number of step in the elimination procedure.

We now introduce a second far more efficient algorithm relying on stacking sequence
numbers p(i,2) as introduced in Section 10.2.1 instead of letter sequences.

Algorithm 2

Here we describe a second way to generate the unique Barlow lattices of period N > 4. We
assume that N is the minimal period as described in Section 10.2.1. Each Barlow lattice R of
period N has a weight w = w(R) which satisfies 1 < w < 2N _ 2 The case w = 0 corresponds
to hep and occurs only for N = 2, while the case w = 2N — 1 only occurs for N = 3 and
corresponds to fcc.
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* For a given period N > 4, let the weight range over the values 1 < w < 2N — 2. For each
w,letp,,(i,2) € {0,1} be defined fori =1,2,...,N by

2N, (i, 2).

M=

I
—_

w =
1

Essentially, p,,(i,2) are the digits in the binary representation of w.

e Ist elimination step: eliminate w from further consideration if the parity condition (10.8)

does not hold. That is, continue to the next step if and only if

N
N + Z?w(z’,Z) is even.
i=1

* 2nd elimination step: eliminate any w which do not correspond to a Barlow sequence
of period N. That means, we calculate X3, X4,...,Xn42 in the letter sequence
(ABX3X4 - - - XN)XN+1XN+2 successively by the rule

X

- {X]- i5(j,2) =0,
j+2 =

{A,B,C}\ {X]', X]'+1} ifp(j,2) =1,
for1 <j < N, and continue to the next step if and only if Xx;1 = A and Xn4» = B.

* 3rd elimination step: eliminate w unless it is the minimal weight for the corresponding

periodic Barlow lattice. Thus, let

N-1 ,
o(w) =2V715,(N,2) + ) 2V, (1,2)
i=1

and
N

n(w) =3 27" 7,(0,2)

i=1
be the shifted and reflected weights, respectively. We keep w and continue to the next step
if and only if

min {w,a(w),az(w),. Lo (W), n(w), o ((w)), .. .,UN_l(iy(w))} = w.
* 4th elimination step: eliminate w if N is not the minimal period. If N is not prime, then

for each divisor d|N with 1 < d < N, test if the letter sequence (ABX3Xy--- X)) has

period d. Reject w if a smaller period is found.
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* Any w that survives all four tests is a minimum weight for a periodic Barlow sequence of
(minimal) period N. The letter sequence was already computed in the second elimination
step and can be outputted from the computer program. As a final test, we check that the

number of Barlow sequences of period N obtained agrees with the theoretical value in
(10.10).

Here are some examples.
1. For N =4 and w = 7 we have
7=0x22+1x22+1x2'+1x2° so P(1,2)p(2,2)p(3,2)p(4,2) = 0111

and therefore N

N+) 7(,2)=4+0+1+1+1 isodd.
i=1

This violates the parity condition (10.8), so w = 7 is removed at the first elimination step.

2. For N = 4 and w = 9 we have
9=1x224+0x224+0x2"4+1x2° so 7(1,2)p(2,2)7(3,2)p(4,2) = 1001.

This passes the parity condition. For the second elimination step we start with X; = A,
X> = B and calculate X3, ..., Xg, to obtain

X1X>X3X4X5Xs = ABCBCA.

The test X5 = X; and X4 = X fails, so the period of the Barlow lattice is not N = 4. The

second elimination step fails.

3. For N = 9 the value w = 25 passes the first two steps, but fails the third, because
7(1,2)p(2,2)...p(9,2) = 000011001
is not mimimal. The minimal representation is given by

o*(17(000011001)) = ¢*(100110000) = 000010011

with corresponding weight w = 2% + 2! 4+ 20 = 19. Thus, the corresponding 9-periodic
Barlow lattice would have been detected earlier by the algorithm with the value w = 19.
The value w = 25 fails the third elimination test and is rejected.
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4. For N = 8§, the value w = 85 passes the first three conditions but fails the fourth, because
7(1,2)p(2,2)...p(8,2) = 01010101,

corresponding to the Barlow sequence (ABACABAC) which has period 4; i.e., N = 8 is
not the minimal period.

The Barlow letter sequences and binary number sequences up to N = 20 and a Fortran90
program for producing these periodic Barlow packings using Algorithm 2 are given in the
supplementary material. Concerning the actual calculation, for the largest period we selected,
N = 32, the program produces 11,201,472 unique Barlow sequences out of 232 —2 =
4,294,967,294 binary sequences with a frequency distribution as shown in Figure 10.2, taking
28.6 minutes of CPU time on a 2.3 GHz Intel i7 processor. The size of the output file produced
is 975 MByte (71 MByte zipped).

10.2.4 Lattice vectors and properties

As we can only analyze a few examples of the infinitely many Barlow packings, we need to
consider instead a finite sequence of layers X = (X;X,...Xy) in a hexagonal unit cell (k) of
tinite volume with period N of a Barlow packing. We start with the underlying hexagonal
Bravais lattice defined by the following basis vectors,

13\
B =a(1,00)", Bi=a (5, 7,0) , Bi=c(0,0,1)". (10.14)
with the lattice parameters || = |bi| = a and |p!| = ¢, and Z(B!,b}) = 60° and (B!, D%) =

Z(Eé’, Eg) = 90°. The associated generator matrix is defined as

o 1 0 0
B" = ?gi =a|l ¥ 0 (10.15)
bh 0 0 v

where 7y = *. This leads to the following positive definite symmetric Gram matrix,

1 1 0
h hph! 212
Gh=B"B" =a*[1 1 0 (10.16)
0 0 o2
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with det(G") = 3a%? > 0. From an arbitrarily chosen atom at the origin, all points in the
hexagonal Bravais lattice are described by

#(0) = BY' T = i, B + ipbl + isbh (10.17)

with 7 € Z3. Their distances to the origin are given by the quadratic form

1

1
7 (7)| = (WGhi) T =a (i% Viyiy + 2+ 721‘%) ? (10.18)
The volume of the hexagonal unit cell is given by

Vi(a,9) = VdetGh = ?ﬁy (10.19)

The nearest neighbor distance in the lattice is
rin(a,¢) = min{r" (i)} = min {a,c} . (10.20)

We now introduce all the other layers within the hexagonal unit cells, i.e. the A, B and C
layers as shown in Figure 10.1, to complete the Barlow structure. As the Barlow packing is a
multi-lattice, we have to introduce a shift vector for each hexagonal layer such that

PXe(f) = By i+ 7%, (10.21)

to obtain the Wyckoff positions for all the layers Xj, X, ..., Xy in the unit cell. We use the
following form (1 < k < N):

(0,0, 55%¢) if X = A,
7% = (%,az\l—@,kﬁlc> if X, = B, (10.22)
(%,—aﬁg, ’%c) if X =C

For k = 1 we have %1 = (0,0,0). These shift vectors can be derived from the fact that an atom
in the subsequent layer sits above the centroid of a triangle of neighboring lattice points in the
A layer, see Figure 10.1. The set of all vectors {7X(7))} produce all the points in 3D space for a
Barlow multi-lattice.

For a Barlow structure within the KHS model we have the ideal value of v = ¢/a = N
with y9 = \/g (for the close packed hcp structure with N = 2 we have ¢ = 2\@ = \/g),
and the kissing number defined by the number of minimum distances around a hard sphere is

k¥ = 12. For the minimum distance rny in a general Barlow packing with varying y value we
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get from the lattice vectors,

raN (4, ) = min a, < min (ko —kq) ﬁ—l-i
NN\ Y) = "N xx K2 A\ 3 T N2

N2

. . 1
= amin {L’Yommxx(kz — k), \V3 + ’Y(z)}

where minxx (ky — k1) is the minimum layer distance between two repeat layers XX = AA,

2
= amin {1, %minxx(kz — k1), % + L} (10.23)

BB, or CC, which is 2 except for the fcc packing where it is 3. If N = 2 the only possible Barlow
packing is (AB)«, which is hep. For this case we have minxx(k; —k;) =3 —-1=2.For N =3
the only possibility is (ABC) which is fcc. Multiple stacking possibilities start in principle
at N = 4 for which we have two choices, (ABAB) and (ABAC) = (ABCB). However, as
mentioned before the (ABAB) sequence is identical to hcp (AB) and is therefore omitted in
this list. For a list of unique Barlow packings up to N = 20 see supplementary material.

The volume per lattice point (atom) of a general Barlow packing is derived from Eq.(10.19)

_ 13 V3,

yBarow () — N 2 ady = 5 470 (10.24)

from which one derives that the packing density of all Barlow packings are identical to the one

of hep or fcc,
3
p= Vsphere(a) _ 4% (%) _ T (10.25)
VBarlow(a’ Yo= %) @lﬁ % 3\/2

and in the KHS limit all Barlow packings are energetically degenerate.

Concerning the symmetry of Barlow packings we see from Fig. 10.1 that inversion i or
rotation by the angle 8 around the 3-fold axis parallel to b3, i.e. Rg = Rz(gp-1) withn € NN,
transforms the layers according to A —+ A, B — C, and C — B, while a rotation of R 2 (2n-1) OF
a roto-inversion Rg@n_l)i = iR%(Zn_l) leaves the Barlow packing unchanged.

10.2.5 Quadratic forms/functions and corresponding lattice sums
Consider an inverse power potential (Riesz potential) of the form

p(r) = —er " (10.26)

with n > 3,n € RI[226]. If all lattice points (atoms) in a Bravais lattice interact through such a
potential the cohesive energy becomes
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Ep = € A}Iiinm% gml.j" — € lim Y At = Y (10.27)
where Arj; is the distance between atom i and j. For the last sum we used translational
symmetry for a Bravais lattice with an arbitrarily chosen origin at the position of one of the
atoms in the lattice. We need to extend this formalism to the more general case of a multi-lattice
for our Barlow packings.

Using the definitions in Eq. (10.21), we get for the distances between the different lattice
points in the layers Xj, and X,

r(N, 0,617, Xty Xiy) = [P0 () = P ()| = B (i=7) + (8% — 5% (10.28)
ki,ko = 1,.., N are the cardinal numbers for the individual layers. We have to consider 6

different cases for these distances, i.e. the cases (Xy, X,) = (AA), (BB), (CC), (AB), (AC) and
(BC),

(|gh" (?— f) + (0,0, {ky — kz}ﬁ)T‘ if (X), X¢,)=(AA), (BB) or (CC)
BY (T—7) + (4 3% ki — k) ) T’ if (X, Xx,)=(AB)
r(x;)= /e o (10.29)
B" (1 —]) + (%, —#g, {k1 — kz}%)W if (X, Xx,)=(AC)
(--7)+

\

(085 tka—kadg) | i (3, X,)=(BC)

N
€ . 1 ol —
ECOh = E Z_ ]\}Ignoo M . Z B _‘r(NI ac,], Xkll sz) ! (1030)
kq,kp=1 ije[—M,M)3,i#]
<y N,a,c,i, Xy, Xi,) "2
_2 Z Z Q( ,4,C1, ks k2)
kiko=1 Jez3

where we used translational symmetry to obtain the last sum and used the abbreviation
qg(N,a, C,ZXkl,sz) = r(N,a, ¢,,0, Xkl,sz)Z. This implies that we have to consider only the
layers within the hexagonal unit cell as all interactions with the other layers are included in the

lattice summation. It is convenient to separate out the diagonal terms in the ky, k, summation,

N
€ ! A > —
Ecoh = 5 (N Y Qa,c,i)*+2 ), Y q(N,aci X, X,) S) (10.31)

icz3 ki<ky Fez3
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and for convenience we introduced the notation s = n/2. We can now derive the quadratic
form Q and quadratic function g for the different cases (y = c/a),

Qa, i) = i"B" BT =77 G = a? (8 + iniz + 3 + 45 (10.32)
and
g(N,a, W,ZXkl,sz) = (z?TBh + (zT;X’ﬂX"z)T) (BhTz + ka1Xk2>
- [TT GHT -+ 27T Bhap™a X % Xy |2] (10.33)
2
=’ (il + %iz + 51)2 + (?iz + ﬁz) + 92 (i3 + k1 ;]k2>2
where @*1 %k = 5% — %k, and according to Eq. (10. 29) we have g1 = 0 for the AA or BC

sequence, B; = % for AB or AC, By = 0 for AA, By = 2\/ for AB, By = 2\[ for AC, and
B2 = \% for BC. The quadratic form with zero shift vector leads to the following definition of

the lattice sum

/ / —S
A7) =a>Y Qan,) =Y (z’% iy + 2+ 721'%) (10.34)
iz’ icz3

for which a rapidly converging series in terms of Bessel functions have already been provided

for the hep structure in one of our previous papers/?%4,

The prime notation for the sum
indicates that we avoid the case i = 0 in our summation. The two different fast converging
expansions we are using are given in Appendix O.

For the more complicated lattice sums including the quadratic function we have

L% % (s,7,9) =a > Z q(n,a, 7,7,Xk1, Xi,) " ® (10.35)
icz3

) 2
=) (i1 - %iz + 51> + (\?iz + ﬁz) +7% (i3 +71)°

iez3

—S

with B = B2 = 0, AB or AC with B = % and B, = 2\[, and BC with B = 0and 8, = \[, and
we have chosen r = (ko —k1)/N € Q,0 < r < 1 (not to be confused with the distance used
above). One can show that because of symmetry the cases AA, BB and CC become identical for
a fixed r value, so are the case AB, AC and BC. For example, as the summation index i ranges
over the integers, the sign of B does not matter and the cases AB and AC become identical. A

similar argument applies for §;. That is we only have two cases to consider for the non-diagonal
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(r > 0) terms, AA and AB,
—S
LA (s,r,7) = ¥ |B+iria+ B +17 (s + 7)) (10.36)
icz3

and

—S

LAB(S, r,y) = Z

icz3

(10.37)

2 2
b (i) (o L)+ (ot + 9% (i34 1)?
173 173 273 273 73

The first lattice sum reduces to the quadratic form expression for r = 0 if we take care to remove

the divergent term in the summation, which is discussed in more detail in the Appendix O.
Further, we do not need to calculate all terms of the Barlow lattice sum as we have the symmetry

conditions

LAA(S, r,y) = LAA(S, 1—r7,7)

(10.38)
LAB(s,r,9) = L4B(s,1—1,7)
because the summation in (10.36) and (10.37) is over i3 € Z.
For the total lattice sum of a Barlow packing we have
Eoh =55 (NLAs+2 Y LX%a(s,r,9) (10.39)
207 1<k <k <N
>/ 2>
We redefine the cohesive energy in terms of per atom (layer) in the unit cell,
1 € o 2 Xy, X
Ecoh = 37Ecoh = 5 5 L¥(N,5,7) = 5 {LA(s, Nty L L) } (10.40)
1§k1 <k2§N

where we call LX(N,s,vy) the Barlow lattice sum. The limits lims e LA%(s,7,y) and
limg 0o LAB(s,7,7) are discussed in detail in Appendix M.

10.2.6 hcp and fcc as special cases

For hep (AB) we have N = 2 and the second term becomes,

-

icz3

LY(s,7) = ) {(i1+§>2+ (i +3) (2t d) + () +7 (i3+%)21 T (o4
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We therefore have

LhP(s,y) = Z’ (z% +iyip + 13 + ,Yz%) —s o
icz3
—S
—i—Z{(ll"‘ >2 <i1+%> (i2+%>+(i2+%>2+’)’2(i3—|—%>2]
iez3

For the densest sphere packing we have ¢ = 2 x \/> \/> The formula is identical to the one

given in Refs.[2944%7],

For fcc, (ABC), we have N = 3 and the lattice sum in the second term in (10.40) becomes,

LAB(s,9) = ¥ [(il + %)2 + (i1 + %) <i2 + %) + <i2 + %)2 gy (i3 + %)2} T 1043)
icz3
and we have
Le(s,y) = Y / <z% +irip + 15 + ’yzz%) B
icz3

+Z 2[(zl+ )2 + (i +3) (iz+%)+<iz+%)2+72(i3+%>2}_5 (10.44)

z€Z3

and we have used Eq. (10.38), i.e. LAB(s, %,’y) = LAB(s, %, 7). The similarity between the two

lattice sums hcp and fcc is obvious. For the densest sphere packing we have 7 = 3 X \/g =6
The fcc lattice sum is different compared to the ones derived in Ref. 295, for example in!?7]
one has
f 5-1 3y k] (220 2) 0
Lf(s,y) =251 )" [1 + (—1)it } <11 + i 4 13) (10.45)

icz3

which is computationally more efficient, but leads to the identical result of course.

10.3 Results and Discussions

The basic properties for the different Barlow sequences are listed in Table 10.2 for periods up to
N = 10 and two selected examples for N = 11 and N = 12. The corresponding lattice sums as
a difference to the reference hcp structure at a fixed hard-sphere value of y = \/g N are shown
in Figure 10.4 (up to N = 12) for selected integer exponents s, and are collected in Table 10.4 for
up to N = 10. More information can be found in an excel sheet of the supporting information.
The cohesive energies for the SHS model (10.1) are directly related to the lattice sums as
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Table 10.4: Unique Barlow sequences (AB...) ordered according to their natural stacking
sequence numbers (p;) (see Table 10.2) and lattice sums (LX(s,y) — 12) (for fixed ¢ = \/gN )-

Last digit is rounded.

No. | Stacking s=2 s=3 s=4 5=6 s =10 s=15
1|(AB) 1.3339082338055e1 | 2.4548972778416€0 | 8.0282185280990e-1 | 1.3229376909892e-1 | 6.3091581146587¢-3 | 1.8522285178827e-4
2|(ABC) 1.3338304305130e1 | 2.4539210437445€0 | 8.0193723137813e-1 | 1.3188019654458e-1 | 6.2800413263427¢-3 | 1.8479005982120e-4
3|(ABAC) 1.3338692760904e1 | 2.4544087098975¢0 | 8.0237928685684e-1 | 1.3208693956631e-1 | 6.2945994125031e-3 | 1.8500645562560e-4
4|(ABABC) 1.3338615292863e1 | 2.4543113563384€0 | 8.0229097757393e-1 | 1.3204560823994e-1 | 6.2916879184319¢-3 | 1.8496317653637e-4
5[(ABABAC) 1.3338822619307e1 | 2.4545715654964¢0 | 8.0252680868420e-1 | 1.3215588273038e-1 | 6.2994523132004e-3 | 1.8507858767982e-4
6|(ABACBC) 1.3338563274999%¢1 | 2.4542461541307e0 | 8.0223193487361e-1 | 1.3201802521227e-1 | 6.2897467170951e-3 | 1.8493432369080e-4
7| (ABABABC) 1.3338748734346e1 | 2.4544787624819¢0 | 8.0244265621270e-1 | 1.3211651134250e-1 | 6.2966794030681e-3 | 1.8503736946549¢-4
8|(ABABCBC) 1.3338748573595e1 | 2.4544786333268¢0 | 8.0244258315322¢-1 | 1.3211649897226e-1 | 6.2966793150506e-3 | 1.8503736941430e-4
9[(ABACABC) 1.3338526279582e1 | 2.4541997099542e0 | 8.0218983444170e-1 | 1.3199833540838e-1 | 6.2883602327110e-3 | 1.8491371456657e-4
10| (ABABABAC) 1.3338887548994e1 | 2.4546529935827¢0 | 8.0260056971562e-1 | 1.3219035432252e-1 | 6.3018787635650e-3 | 1.8511465370694e-4
11{(ABABACAC) 1.3338887548509¢1 | 2.4546529932958e0 | 8.0260056959787e-1 | 1.3219035431242e-1 | 6.3018787635491e-3 | 1.8511465370693e-4
12| (ABABACBC) 1.3338693040279¢1 | 2.4544089347720e0 | 8.0237941424007e-1 | 1.3208696117384e-1 | 6.2945995664701e-3 | 1.8500645571517e-4
13| (ABABCBAC) 1.3338692900349¢1 | 2.4544088221913e0 | 8.0237935048958e-1 | 1.3208695036503e-1 | 6.2945994894786e-3 | 1.8500645567038e-4
14| (ABABCABC) 1.3338498672463e1 | 2.4541649891157e0 | 8.0215832275051e-1|1.3198357885418e-1 | 6.2873204463984e-3 | 1.8489825776818e-4
15| (ABACBABC) 1.3338498532534e1 | 2.4541648765350e0 | 8.0215825900002e-1 | 1.3198356804536e-1 | 6.2873203694070e-3 | 1.8489825772340e-4
16 | (ABABABABC) 1.3338822868504e1 | 2.4545717658952e0 | 8.0252692212319¢-1 | 1.3215590195504e-1 | 6.2994524500882e-3 | 1.8507858775944e-4
17| (ABABABCBC) 1.3338822743474e1 | 2.4545716654410e0 | 8.0252686529909¢-1 | 1.3215589233374e-1 | 6.2994523816302e-3 | 1.8507858771963e-4
18| (ABABCBCAC) 1.3338822618661e1 | 2.4545715651145€0 | 8.0252680852738e-1 | 1.3215588271693e-1 | 6.2994523131792¢-3 | 1.8507858767982¢-4
19| (ABABACABC) 1.3338649847700e1 | 2.4543547247855e0 | 8.0233028286336e-1 | 1.3206398733064e-1 | 6.2929819842408e-3 | 1.8498241172695e-4
20| (ABABCBABC) 1.3338649723103e1 | 2.4543546245867e0 | 8.0233022614405e-1 | 1.3206397771832e-1 | 6.2929819157969¢-3 | 1.8498241168714e-4
21|{(ABABCACBC) 1.3338649722887e1 | 2.4543546244590e0 | 8.0233022609166e-1 | 1.3206397771383e-1 | 6.2929819157898e-3 | 1.8498241168714e-4
22| (ABACBCABC) 1.3338476951710e1 | 2.4541377840023e0 | 8.0213370037524e-1 | 1.3197208232305e-1 | 6.2865115868443e-3 | 1.8488623573426e-4
23|(ABABABABAC) 1.3338926506806e1 | 2.4547018504345€0 | 8.0264482633448e-1 | 1.3221103727780e-1 | 6.3033346337837¢-3 | 1.8513629332320e-4
24|(ABABABACAC) |1.3338926506418e1 |2.4547018502050e0 | 8.0264482624028e-1 | 1.3221103726972e-1 | 6.3033346337710e-3 | 1.8513629332320e-4
25|(ABABABACBC) 1.3338770899834e1 | 2.4545066033859¢0 | 8.0246790195404e-1 | 1.3212832275886e-1 | 6.2975112761078e-3 | 1.8504973492979%e-4
26|(ABABABCBAC) 1.3338770787890e1 | 2.4545065133212e0 | 8.024678509535%-1 | 1.3212831411180e-1 | 6.2975112145146e-3 | 1.8504973489396e-4
27|(ABABACACBC) 1.3338770787502e1 | 2.4545065130921e0 | 8.0246785085950e-1 | 1.3212831410373e-1 | 6.2975112145019¢-3 | 1.8504973489396e-4
28|(ABABACABAC) |1.3338770675946el |2.4545064232568e0 | 8.0246779995325e-1 | 1.3212830546475e-1 | 6.2975111529215e-3 | 1.8504973485813e-4
29| (ABABACBCBC) 1.3338770899446¢1 | 2.4545066031568e0 | 8.0246790185995e-1 | 1.3212832275079%¢-1 | 6.2975112760951e-3 | 1.8504973492979e-4
30| (ABABCBABAC) 1.3338770675559¢1 | 2.4545064230277€0 | 8.0246779985917e-1 | 1.3212830545668e-1 | 6.2975111529088e-3 | 1.8504973485813e-4
31| (ABABABCABC) 1.3338615405581e1 | 2.4543114468607e0 | 8.0229102876233e-1 | 1.3204561690312e-1 | 6.2916879800505e-3 | 1.8496317657220e-4
32| (ABABACBABC) 1.3338615293250e1 | 2.4543113565672€0 | 8.0229097766791e-1 | 1.3204560824800e-1 | 6.2916879184446e-3 | 1.8496317653637e-4
33| (ABABCBCABC) 1.3338615293056e1 | 2.4543113564524¢0 | 8,0229097762081e-1 | 1.3204560824396e-1 | 6.2916879184382¢-3 | 1.8496317653637e-4
34| (ABABCBACBC) 1.3338615181116e1 | 2.4543112663877e0 | 8.0229092662036e-1 | 1.3204559959691e-1 | 6.2916878568451e-3 | 1.8496317650054€-4
35|(ABABCACABC)  |1.3338615292863e1 | 2.4543113563380e0 | 8.0229097757382e-1 | 1.3204560823993e-1 | 6.2916879184319e-3 | 1.8496317653637e-4
36|(ABACABACBC) 1.3338615069361e1 | 2.4543111764374e0 | 8.0229087566690e-1 | 1.3204559095389%-1 | 6.2916877952583e-3 | 1.8496317646472e-4
37|(ABACABCABC) 1.3338459687246e1 | 2.4541161100913e0 | 8.0211405352263e-1 | 1.3196289374924e-1 | 6.2858645608005e-3 | 1.8487661814296e-4
38| (ABACBACABC) 1.3338459687053e1 | 2.4541161099769¢0 | 8.0211405347564e-1 | 1.3196289374521e-1 | 6.2858645607941e-3 | 1.8487661814296e-4
39|(ABABABABABC) |1.3338870044786e1 |2.4546309498854e0 | 8.0258054588441e-1 |1.3218096870847e-1 |6.3012171163738e-3 | 1.8510481758286e-4

40| (ABABABABABAC) |1.3338952478681e1 | 2.4547344216690e0 | 8.0267433074705e-1 | 1.3222482591465e-1 | 6.3043052139296e-3 | 1.8515071973404e-4
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5 6 7 8 9 10

Figure 10.4: Difference of Lattice sums LX(s,y) — L'P(s,7) between a Barlow packing of a
specific fcc packing fraction a(2) = p/q and the hcp structure (¢(2) = 0) as a function of the
exponent s (analytically continued to s = 0). 79 = +/2/3 is fixed at the hard-sphere limit.
Different Barlow packings with the same «(2) value are indistinguishable on this graph, see
discussion in main text.

shown in eq.(10.2). We can therefore restrict our discussion to the lattice sums for the moment.
These all show a very similar behavior with a minimum around s = 3 (n = 6), and deviate
from the hcp lattice sum at most by 10~3. This already indicates that the difference in cohesive
energies (10.30) between the different Barlow structures will be quite small. In fact, we see
a linear behavior for the lattice sums for a chosen exponent s with respect to the fcc packing
fraction w(2), cf. Figure 10.5(a), with hcp and fcc being the two limiting cases. This linear
behavior can be well understood from the interactions between the next nearest hexagonal
closed-packed layers, which is analyzed in detail in Appendix N. The analytical continuation
beyond the pole at s = 1.5 has already been discussed in detail for the hcp structure?**l. We
only mention here that lim,_,;5- LX(s) = —o0 and lim,_,; 5+ LX(s) = +oc0 and LX(s = 0) =
—1 for all Barlow packings (79 = v/2/3). However, the difference LX(s,y) — L"P(s, ) has a
removable singularity at s = % and therefore is analytic (and hence smooth) for all positive real
values of s as illustrated in Figure 10.5. Because of the change of sign at the pole the region
s < 3 is not physically relevant[?*!] in contrast to the interaction of opposite charges through a
Coulomb r~! potential for which the Madelung potential has a physical interpretation[572],
Interestingly, the lattice sums with the same packing fraction #%(2) and period N differ only
minutely from each other, see Figure 10.5(b). In fact, all Barlow lattice sums lie very close to
a straight line, and to high accuracy (root mean square error RMS = 2.36 x 107 for s = 3 for
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example) can be represented by

fce packing fraction a(2)
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with v = \/g N. If we define the difference from the linear behavior as

Figure 10.5: (a) Difference between lattice sums of Barlow packings with respect to the hcp
structure («(2) = 0) as a function of the fcc packing fraction a(2) for various s values. 7 is
set to 1/2/3. (b) Deviation of lattice sum differences A,LX(s,y) from the ideal line for Barlow
packings for various exponents s as defined in Eq.(10.47).

(10.46)

(10.47)



we see an interesting pattern arising with respect to the fcc packing fraction, i.e. these
differences A,LX (s, ) lie approximately within a triangle as shown in Figure 10.5(b). A detailed
analysis of this feature can be found in Appendix N. Figure 10.6 shows that the maximum
deviation from the ideal linear behavior is obtained for the ABAC Barlow sequence. Further,
for s = 2.04327799 we see the largest deviation (—5.60992314 x 10~7) for this sequence.

-107

-2x107

) —3x107

-4x107

LABAC _ g 5 6. | noP)

-5x107

_6x10-76|||||||||||||||||||||||||||||

Figure 10.6: Deviation of lattice sum differences A,LX(s,y) from the ideal line for the Barlow
sequence ABAC as a function of the exponent s.

Translating this into the cohesive energies as defined in eq.(10.2) we see that E?gﬁ(s) >

EX, (s,a) for all « > 0, that is within the SHS model with an attractive inverse power
potential the hcp structure is preferred with fcc being the least stable one. All Barlow packings
lie energetically in between the hcp and fcc structures, and according to eq.(10.46) have
approximately a linear behaviour with respect to the packing fraction «. From Figure 10.5(b) we
see that LX(s,v) < LMP(s, ) + aX(2) [Lf(s, ) — LMP(s, )], with the equal sign being valid
only within the KHS limit for which we have E.,, = 6 for all Barlow packings, i.e. there are
no differences in cohesive energies in this limit, see Figure 10.6. However, for finite exponents
s the Barlow packings are destabilized by a tiny energy amount (a few 10~ in reduced units)
compared to the linear behavior expressed in eq.(10.46).

For the free energy difference between Barlow packings one has to include entropy and
pressure effects. However, in our SHS model the PV term cancels out for free energy
differences at low temperatures as the volume remains constant at the ideal dense packing
value (10.24) at pressures P > 0. Mau and Huse investigated the entropy of hard-sphere crystals
using Monte-Carlo simulations with periodic boundary conditions and different packing

densities.[*3] Their results were fitted to an Ising-type layer-coupling model for the entropy
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Figure 10.7: Stacking entropy differences of Barlow packings up to N = 20 with respect to the
hep structure, AS(a) = S(a) — S(0), as a function of the fcc packing fraction a(2). In blue the
entropies in the close packing limit (0/pc, = 1), and in red entropies at a density near melting
(0/pcp = 0.739). The linear line connecting the fcc and hcp structure is given as a solid line, the
parabolic fit as a dashed line.

(per atom),
" N " N

N N 2
Y o+ L Y oo + L Y 002+ = Y 01031042 (10.48)
= N3 N3 NS

Zl=

S=5)+

with ¢0; = 1 if for the layer sequence 7(i,2) = 0 and 0; = —1 if for the layer sequence p(i,2) =
1. We can therefore identify the “spin” parameter with our fcc packing sequence by setting
0; = (—1)PU2)+1 S is a constant independent of the layer sequence and cancels out in entropy
differences between Barlow packings.

Using their fitting parameters for the close packing limit (0/pcp = 1 with p, being the close
packing density), i.e. h = 546, ] = 6.1, ]/ = —03and k' = 34 (in units of 1072 k), we
calculated the entropy for a set of in total 9,939 Barlow packings (up to period N = 20) and
plotted the results against the fcc packing fraction a(2) as shown in Figure 10.7. The entropy
differences with respect to the hcp structure for a selection of Barlow sequences are listed in
Table 10.2. Within this hard-sphere model and the density used, the hcp structure has the
lowest and fcc the highest entropy with a entropy difference of about ASyax = 115(4) x 1075k
as pointed out by Mau and Huse.[**] Hence, at higher temperatures fcc becomes the dominant
phase within the set of Barlow structures.

In the close packing limit we have i >> ], resulting in an almost linear correlation, with

the Barlow entropies falling in between the extreme values of fcc and hcp. In this case the
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shortest-range entropic interactions are the strongest, meaning that the interactions with the
directly neighboring layers contribute the most. The deviation from linearity can be included
by a parabolic fit leading to the simple a(2)-dependence

AS(a(2)) = ca(2)? 4 (ASmax — c)a(2) (10.49)

with ¢ = 24.55(8) x 10~ kg, see Figure 10.7. However, at reduced densities the entropic
contributions are not as linearly correlated anymore as in the hard-sphere limit, that is, non-next
neighbor corrections become much larger. In fact, at a density close to the melting limit of
p/pcp = 0.739, the fitting parameters change to h = 36.9, | = 18.2, J =25and i = 88
(in units of 10~°kp) and we get ASpax = 91.4(4.3) x 1075 kg. In this case, the relative

magnitude of the entropic interactions with distance decrease much more slowly, 3]

resulting
in a lesser linear correlation and a larger spread in the entropies at specific a(2) values as
shown in Figure 10.7, which somehow reflects the histogram as shown in Figure 10.2. Here
the parabolic fit gives ¢ = 87.58(21) x 107> kg with an almost negligible linear term. At
lower densities (higher temperatures) the entropy difference AS(«(2)) of the Barlow packings
are substantially decreased. As a result, in the region of temperature where the entropic
contribution to the free energy dominates, the Barlow packings are less likely to be stabilized
within the hard-sphere model (remember, within the KHS model all the Barlow packings have
the same internal energy). However, a more realistic interaction model requires the proper
treatment of vibrational effects from phonon dispersion, which is the major contribution for
the entropy at low temperatures. Moreover, for a (12,6)-Lennard-Jones potential the bcc phase
becomes dominant near the solid-liquid phase line[!%! in agreement with Landau theory. 22!
In conclusion, we studied the properties and derived important lattice sums for inverse
power potentials for periodic Barlow packings used within a SHS model. Both the internal
energy and the entropy differences of periodic Barlow packings with respect to hcp lie in

4291 which is perhaps a more general feature

between the two extreme points of hcp and fec, |
in solid-state properties of Barlow packings. Internal energy favors hcp while entropy favors
fcc. While this paper focused more on the theory part, in forthcoming more detailed studies
we focus on various solid-state properties of periodic Barlow packings at finite pressures and
temperatures using Lennard-Jones interaction potentials and density functional theory. Some

preliminary results for Lennard-Jones systems have already been published.22742]
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Chapter 11

The Theory of Barlow Packings II:
Application to Lennard-Jones Solids and
Metallic Lithium

11.1 Introduction

A Barlow packing!!814] is an infinite stacking of two-dimensional hexagonal close packed
layers X; with stacking sequence (X;XXs...), where X; = A, B,C being one of the three
possible densely packed hexagonal layers distinguished by location such that we do not
have identical neighboring layers, i.e. (X;Xj11) # AA or BB or CC (i € IN), see Figure
11.1. There are infinitely many Barlow packings and all have the same maximum packing
density of p = 71/3+1/2=0.74048...[18401563] "wwhich for hard (non-overlapping) spheres cannot
be surpassed (194031, Some general concepts of lattice theory for Barlow packings can be found
in Refs. 139,377,401,553,573.

Apart from the two most common densest packings, i.e. the hexagonal close packing
(hep), (AB)w, and the face-centered close packing (fcc), (ABC)«, Barlow structures are

[74,75,794355550,574,575] and are sometimes referred to as dense packings with

extremely rare
stacking faults!>’®l. For example, the low temperature phase of lithium was proposed to be of
close-packed rhombohedral (9R) 747! with a (ABABCBCAC )« stacking sequence of hexagonal
layers (in the natural notation[3’”1), see Figure 11.1, but this was challenged recently by Ackland
to be fcc instead”! and supported by recent density functional calculations for the Burgers
phase transition[*3!l. The prime example of a non-typical densest packing is the paramagnetic
a-Sm 9R room-temperature phase®”4#571, which transforms into hcp at 731°C77]. In this case
the double hexagonal cole packing (dhcp) with sequence ABAC has also been observed[®””],
which shows the transient character of Sm. There are few other materials adopting unusual

550]

Barlow structures! The 9R structure appears also as a transitional phase in metals and
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Figure 11.1: Left: The three possible layers A, B and C in Barlow packings. Right: The 9R
structure with a sequence of (ABCBCACAB)« observed for example for samarium at room
temperature®”457%] and metallic lithium at 75K[7®]. The last layer at the top of the R9 structure
belongs to the next unit cell with the same layer sequence.

high-entropy alloys!2°78l. Tt is, however, generally not known why fcc and hcp are so
dominant out of the infinite many Barlow packing possibilities. Preliminary work in our
group suggests that both fcc and hcp are extremal cases in the stability sequence of all Barlow
packings. [42]

The theory behind Barlow packings has been studied by several groups in the
past[377435,553,563,573,579]

for periodically repeating Barlow sequences of the form (X;Xj..XN)e, and introduced an

In a recent paper we presented a rigorous mathematical analysis

efficient algorithm and Fortran program!®7l to create such stacking sequences up to a
computationally feasible periodicity N. In this paper we further develop the theory of
Barlow packings considering symmetry breaking effects, and analyze in detail the energetics
and thermodynamics of such packings for the case of a general (n,m) Lennard-Jones (LJ])

potential, [112,222,296]
enm 1 /reN? 1 /1™
Vi _ Z(Ze)y (¢ 11.1
u(r) n—m [n(r) m(r) }’ (11.1)

with n > m. Here, € and r, are the binding energy and the equilibrium distance of the
diatomic respectively, which both can be set arbitrarily to 1 using dimensionless units. As the
energy differences between the different Barlow packings are expected to very small (~ 107°
eV)[104377] e derive fast converging lattice sums in terms of Bessel function expansions for the
accurate determination of the long-range part in the interactions to obtain the cohesive energy

to computer precision 111,227,291,
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11.2 Theory

11.2.1 Barlow packings

A detailed account on the theory of Barlow packings can be found in our previous work 3”71,

We only repeat the most important features required for this paper.
A Barlow packing is defined as a bi-infinite sequence (..., X_», X_1, Xo, X1, X2, X3, ...) with
the condition that
X;€{A,B,C} and X;# X;y1 forall icZ. (11.2)

The infinite Barlow sequence is said periodic with period N > 2 if
XiyN = X foralli € Z. (11.3)

Without loss of generality, we can set X; = A, X = B, and Xy = CB77]. Further, we assume
that the period N is minimal, i.e. N is the smallest positive integer for which (11.3) holds. The
most commonly observed Barlow packings are the hexagonal close packed structure of period
2, (AB), and the face centred cubic packing lattice of period 3, (ABC), and we understand
that the letters in parentheses are periodically continued at the left and right to infinity, i.e.
(ABC) = (ABC) .

We define the packing fraction a(¢) by

z

w(t) = % Y1 p(i,0)]. (11.4)

1

Il
—

with 1 < 7,/ < N, which measures the fcc packing fraction identical to the one used by

Middlemas et al*3®l. Here, p(i, £) are the packing sequence numbers defined by

1 if X;= X;,p
p(i, ) = b i (11.5)
0 if Xi# Xiy

Next we define the natural sequence by
! N .
{pi} = {pi} with max{N; =) 2'p(i,2) V leftor right cycle {p(i,2)}} (11.6)
i=0

For example, for the 9R structure”* (N = 9) we get the sequence (ABABCBCAC) with packing
fraction a(2) = % An efficient algorithm to produce all non-isomorphic Barlow structures for

the exponentially growing numbers of sequences can be found in Ref. 377.
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11.2.2 Lattice constants and sums

The generator matrix for the underlying hexagonal Bravais lattice of a Barlow packing of period
N may be defined as[377],

2 1 0 0
B=|b] | =a|l ¥ o0 (11.7)
by 0 0 97
where 77 = . Here the lattice basis vectors and parameters are defined by 1| = |ba| = a

and |b3| = ¢, and Z(b1,by) = 60° and Z(by, b3) = Z(by, b3) = 90°. The corresponding positive

definite and symmetric Gram matrix then becomes,

110
G=BB' = 110 (11.8)
0 0 7%

with det(G) = 2a*c? = 24%)2 > 0. From an arbitrarily chosen lattice point as the origin we
obtain all other lattice points in the hexagonal lattice from,

?(D = BT?: ilgl + izgz + 1'353 (11.9)

with 7 € Z3 with their distances from the origin given by the quadratic form
gmg y q

1

1 1
F@OI = (1761)" =a (& +iia+3+933)" . (11.10)
The volume is determined through the generator or Gram matrix

V(a,v) = detB = VdetG = L_azc = £a3'y (11.11)

The Barlow packing is a multi-lattice, and the atoms at different Wyckoff positions in the

hexagonal layers X;, X», ..., Xy within the unit cell are defined by the shift vectors,
Xk (7) = BTi 4 7% . (11.12)

The set of all vectors {7%k(7)} produce all points (atomic positions) in 3D space for a Barlow
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multi-lattice. We use the following shift vectors (1 < k < N),

AN
—
=
=]

N

o k) %f Xp = A,
(v k) —{a (%,2 3,zk) if X, = B, (11.13)
a (%,—ﬁg,zk) if Xk =C.

‘H

5

—

with (UXl)T = (0,0,0). These shift vectors can be derived from the fact that an atom in the
subsequent layer sits above the centroid of a triangle of neighboring lattice points in the A
layer as seen in Figure 11.1. The kissing number, defined by the number of minimum distances
around a hard sphere, for a Barlow packing is k = 12, although for real crystals such as
samarium there might be distortions reducing the kissing number 5745731,

For the vertical distance z; between one of the hexagonal layers Xj and the base layer Xj,

consider an ideal close-packed Barlow structure for which we have 77 = N7y with 99 = %

For example, for N = 2 we have the hcp structure with the well known ratio of c/a = yr =
270 = \/g . For equally distributed layers in the hexagonal unit cell we then have z; = "_Tl’yT =
(k —1)70. This neglects small distortions between the individual hexagonal layers along the
c-axis. For example, already for the hcp structure using a (12,6)-L] potential one gets!??4 ¢ =
/3~ 6 with 5 = 2298569 x 10+,

Let the distance (in units of a) between two neighboring hexagonal planes with the cardinal
numbers for the individual layers ky and k > k; (k1,kx =1,..., N) be

ko—1 N
Ay = 2k, — 26, = ), 7 With yr=din =) v (11.14)
i=kq i=1

For the case that 7; = ¢ foralli = 1, ..., N we simply have dy i, = (ko — k1)yr/N.

Using the definitions in (11.12), we get for the distances between the different lattice points

in layers X, and X, in terms of the generator matrix B and shift vectors 7%,

—

r(N, BT, X Xiy) = |[FP2(0) =P ()| = |BT (7= 7) + (8% — %) (11.15)

We need to consider 6 different cases for these distances, ie. the cases (X, Xj,)
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(AA),(BB),(CC), (AB), (AC) and (BC)1,

r(N,B, 1,7, X¢,, Xp,) = (11.16)

( BT (;— ]) +a (0 0, dk1 kz) if (Xklxkz) = (AA), (BB) or (CC)

if (Xk,Xk,) = (AB)

o]
_|
/N
=~
|
-
N—"
+

0 (3 73 i)
B' <?— f) +a (% —ﬁgrdkl,kz)

57 -7+ (0 o)

To derive the lattice sums we consider an inverse power potential of the form

if  (Xk,Xk,) = (AC)

[y

f (X Xk,) = (BO)

V(r)=ar . (11.17)

with n > 3,n € RI[??l. The cohesive energy per atom in the unit cell for such a potential
becomes[377]

Ecoh = 577 (NZ Q(B,i) 542 Z Y q(N,B,i, Xy, X,)~ ) (11.18)

icz3 ki<ky Fezs

with exponent s = 71/2. The prime notation for the sum indicates that we avoid the case i = 0 in

our summation. The quadratic form Q originates from the unit cell and is given by,
Q(B,)=7"BB i=a (i%+i1i2+i§ +v%i§> (11.19)
while the quadratic function g for the interaction between the hexagonal layers becomes

- T
g(N, B,7. Xy, X,) = (*TB+ ( Xklxkz) ) (BT1—|-ka1X"2) (11.20)

= [TGi+ 27 B X + [ e 2|
2
1 2 (V5. -
<11 + 512 + ,31) + (712 + ,BZ> + (’YTZ3 + dk1k2>2]
where @1 %2 = 5% — 5% and B1 = 0 for the (AA), ( B), (CC) or (B C) sequence, b= %

for (AB) r (AC), B2 = 0 for (AA), (BB), (CC), B2 = for (AB), B = for (AC), and
B2 = for (BC). As shown in our first paper 3771 the lattlce sums for the cases (AA) (BB) and

:gz
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(CC) are formally identical, and so are the cases (AB), (AC) and (BC).
We now rewrite the cohesive energy in the following form,

w « 2 Xj, X
Econ = ﬁLX(Nz S, {71'}) = 9425 {LA(S/ ')’T) + N Z Lq 17 (S/ {r)’l})} (11.21)
a a 1<k, <kr<N
with the Barlow lattice sums L for a specific period N defined as,
/ —S
(s91) = Y $4G )= Y [i% iy + 2+ 7%1‘5] , (11.22)

icz3 icz3

LA (s, 70 Ay om0 }) = Y SM Gk ko, {ri}) 0
icz3
. .. . . 2175
= Z [l% +171p + l% + (’)’Tl3 + dklkZ) } (11.23)

iez3

and

L (s, v, {1k - T }) = Y S (T k1, ko, {7i})
icz3
—S

- L Ril - %>2 +(a+3) (ord)+ (2t %)2 + (yris + digy)° (11.24)
iz’
where {7;} stands for the set of all N parameters y; which need to be optimized.

Rapidly converging series in terms of Bessel functions have already been provided for the
special case of equally distributed hexagonal layers in the unit cell’®””). For the more general
case including symmetry breaking along the c-axis we refer to Appendix P. However, we expect
small deviations from the ideal value of vo = \/g for each 7;.14?°! For some specific Barlow
packings one has additional symmetry relations between the parameters 7;, e.g. in the case of
a Barlow sequence (ABCB) we have y; = 4 and 77 = 3.

11.2.3 Properties for a general Lennard-Jones potential

The cohesive energy for periodic Barlow packings of length N, with the lattice points interacting
through a general (1, m)-L] potential, expressed in terms of lattice sums, is given by

enm [LX(%I{%'}) (E)" _ w <r_e>m] (11.25)

Ecoh(n/ m,a, {’)’i}) = 2(7[ — m) ” P m 1
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with n > m > 3 and the lattice sums LX (4, {7,}) as defined in (11.22), (11.23) and (11.24). Here
we wrote the cohesive energy in terms of lattice sums in a special form by taking (arbitrarily) the
lattice parameter a out of the lattice sum so we can more easily see the link to a Lennard-Jones
potential for two interacting atoms. Alternatively, we could have taken the inverse power term
a~ " into the lattice sum. This has the advantage that for the minimum cohesive energy at fixed
values of 7; we get the lattice parameter a directly from[377],

1
LX(%,{7}) > ' (11.26)

Amin (1, m,{7i}) = (m

The * notation implies that reduced (or dimensionless) units are used (E* = E/¢€,a* = a/r.).

This results in the minimum cohesive energy %],

1
X(m A\ | n—m
1 [L (% {7:}) ] , (11.27)

EX *(n,m,a*. AviY) = —5 | 2
con, (11 i {T8) = =5 | IX(3, ()

As the Barlow lattice sums LX (s, 7 ) are monotonically decreasing functions with increasing s in

theinterval s € [1.5, ) we have the condition that a} . (1, m, ) < 1 for all Barlow packings. In

*
min

(7) = 1. Similarly we have EX “(a%. ,n,m,vy) < 0.

coh \"min’/
The minimum value of the cohesive energy with respect to the optimized {v;} is obtained

the sticky hard-sphere limit we have a

through a Newton-Raphson procedure as detailed in Appendix T.

The bulk modulus B can be derived in a similar way. In reduced units we have

. BZng)h* (n,m,a*,yr)

B (V) =V
V) V2

(11.28)

with V* = @7061*3 = %’ﬁa* 3. Here and for the following properties introduced we keep the
distances between the hexagonal layers at constant ; = 7. This is justified as the deviations
from the ideal g value are very small as discussed in detail in section 11.3. Using zero pressure
P = dE/dV = 0 we get the following expression for the bulk modulus in terms of lattice

sums[??7]

Nnm

9V3y(n —m)

B*(n,m,a*,yr) =

[(143)(@") LY (3, yr) — (m+3)(a") =X (Y, )|
(11.29)
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Using (11.26) we get

n+3
LX ml n—m
B*(n,m, agin, v1) = 9\/§i\:(l:_ ) (n+3)LX(5,77) (%) (11.30)
X m+3
L m’ —m
— (m+3)L%(m, yr) (—LX((Z,;YTD ] (11.31)

For the vibrational contribution to the entropy, discussed in the next section, we require the

average Einstein frequency wg in the lattice sum model by taking the expression from Ref. 227,

wp(n,m,a*, 7r) = WMV — { (n—DIX(52,90) (@) "2 (1132)
1/2
— (m—)LX("2, 1) (a >—m—2} (11.33)

where M is the mass of the atom in the lattice for a homonuclear system. In order to obtain
a frequency that is only dependent on lattice constants (in dimensionless units) and some
prefactors, we rewrite this equation and use (11.26),

) > LX m’ n—m
Wy = %w,gz %{(n_nm%ﬂ,w) (%) (11.34)
m+2 1/2
LX( /’YT) n—m
X(m
(= 1)LX (2, ) <W> } (11.35)

which results in a zero-point vibrational energy of

3 3 /

The Einstein frequency describes the vibration of an atom in the field of all other atoms.
However, this simplified model, although analytical in terms of lattice sums, neglects the
frequency splitting between the parallel and perpendicular components of an atom in the
hexagonal layer, i.e. for Barlow packing one generally has wg # wg. Only for the fcc phase are
these three frequency components perfectly degenerate??”]. Moreover, one should in principle
consider the change in geometry due to zero-point vibrations. In addition, phonon dispersion
cannot be neglected anymore when small zero-point energy differences or differences in

vibrational entropies between different structures are considered!'%4. We therefore decided
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to include phonon dispersion calculations for both fcc and hep by diagonalizing the (3N, 3N)
hermitian dynamical matrix D(%) (N = 1 for fcc and N = 2 for hep) in k-space!®80],

D(k)v(k) = w? (kK)o (k) (11.37)

where the matrix D (E) is related to the mass-weighted force-field matrix F in real space through
a Fourier transformation, v(k) the corresponding eigenvector and the 3N real solutions w(k)
at a specific E—point are the phonon frequencies. In our case, D(k)v(k) becomes a real and
symmetric matrix because of roto-inversion symmetry for the Barlow packings. This implies
that only the cosine term in the Fourier transformation ek R = COS(E ‘R) + isin(E - R) needs to
be considered in our calculations. Hence for Barlow packings we get the following (3N, 3N)

dynamical matrix,

—

Dy g (K) = Z i (0,b) cos(k - R,) (11.38)
b

where a and B label the coordinate axes x,y,z, ¥ and x’ characterize the two coupled atoms
with mass M in the vibration, and F is the force-field matrix in real space between an atom
in the reference unit cell 0 and an atom in unit cell b. The harmonic phonon frequencies can
be normalized such that the mass and the € parameter of the (1, m)-L] potentials become just
multiplying scalars. Then, we have in a similar way to (11.34)

2
- reM

W' (k) = w(k) (11.39)

€

This has the advantage that due to the simple mass scaling we need to determine the phonon
branches from one calculation for a specific (n, m)-L] potential. Diagonalizing D gives 3N
solutions (N being the period) from which the frequencies can be obtained. Hence, instead
of diagonalizing a 3N 4-dimensional (mass-weighted) force field matrix which computationally
is O(N i) (N4 being the number of vibrating atoms chosen in the solid), one has to diagonalize a
far smaller (3N,3N) dynamical matrix at many different k-points. Nevertheless, both methods
were used for cross checking. A detailed description of lattice dynamics theory can be found in
the book by Born and Huang!?3!],

11.2.4 Entropy

The entropy for materials with a sizable electronic band gap comes mainly from the vibrational

contribution, which within the Einstein approximation is given by the expression

Suin(T) = 3kg [—m (1 ~ e—ﬁwE) - %] (11.40)
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where B = h/kgT. For more details see Appendix S. This approximation neglects phonon
dispersion and anharmonicity effects and therefore is only approximate for multi-lattices, but
nevertheless useful as we shall see. Moreover, it has been shown that for the hcp lattice the
error coming from such an approximate treatment is small for the Einstein frequency!??’l. We

re-express this in terms of our dimensionless Einstein frequency for better comparison,

Sin(T') = 3kg [—ln (1- e—f‘/w%) _ %] (11.41)
—e E

where ﬁ/ =1/ T with the temperature

o kere [Mo (11.42)

T h €

and we keep the entropy in the usual SI units. T is a dimensionless mass-, distance-
and energy-weighted temperature which means that we have shifted the mass dependency
conveniently out of the Einstein frequency and can study the temperature dependence of
the function Sy, (T’) (alternatively we can set the mass, energy in equilibrium distance to 1
as for reduced units and reintroduce them at a later stage). To give an example for using
dimensionless units, the argon triple (melting) point is at 83.81 K. Using a mass of M = 39.962
g/mol for the 40-Ar isotope, a distance of 7, = 3.7624 A and dissociation energy of € = 1.1885

nl*7l we obtain T = 23.941 for the triple point. Hence we can

kJ/mol for diatomic argo
easily convert the dimensionless temperature T  into the real temperature for specific isotopes
of solids such as the rare gas elements. We note that Sy, — 0 for T - 0or M — 0, Syip — 0
for T — oo, M — co. Further, Svib(T") increases monotonically from zero with increasing T’

Eq.(11.40) can be easily extended to include phonon dispersion,

Svib(T/) = kg Z [—11’1 <1 — e_ﬁ/w;(k)> — 'Bw—y(k)] (11.43)

K, 1— eﬁ/w;l (k)

where the index u runs over the 3N solutions (N = 1 for fcc and N = 2 for a bi-lattice such
as hcp) for (11.37) at a specific k-point. As we discuss the high temperature (or low frequency)
limit in this work, we can use a simple Taylor expansion (see appendix S) of the exponential

and obtain

Suin(T' > 0) ~ kp [1 ~YIn (5’@(1())] (11.44)
k,u

As ,BIw;l (k < 1, the entropy remains positive but approaches infinity for T’ — oo.
For the following we focus on entropy difference between a specific Barlow packing and the
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hcep structure,
h
ASH(T) = S5 (T') = So (T) (11.45)

which, as we shall see, is very sensitive to phonon dispersion. The formalism can be
extended if we take anharmonicity effects into account affecting the phonon frequencies, which
we however neglect in this work as it comes at a significant computational cost. For the

high-temperature limit we simply get from (11.44)

ASX (T — o) = —kg [l;yln (w;{X(k)> ~YIn (w;,hcp(k)>] (11.46)

k,u

that is we get a finite value for AS;, as the term B’ causing the infinity drops out. In fact, in
this limit it does not matter what units are used for the phonon frequencies as the conversion
factor f drops out for entropy differences because of the simple relation for the logarithm,
In(f(T)w) = In(f(T)) + In(w), where in the usual units we have f(T) = h/kpT.

11.2.5 Density Functional Calculations

In order to assess the stability for Barlow packings for more realistic systems, we carried out
DFT calculations!338-341343] for metallic lithium where we used the Perdew-Burke-Ernzerhof

(PBE) exchange-correlation functional [280]

with dispersion corrections by means of the DFT-D3
approach with the Becke-Johnson damping function 212925811, The atomic cores are described
by the Projector Augmented Wave (PAW) method!®#?], and the electronic minimization was
done using the tetrahedron method®*! with Blochl correction with an energy width of 0.1
eV. The k-point grid was set using the keyword KSPACING=0.07 centered at the I' point
and an energy cut-off of 500 eV. The crystal parameters 2 and 1 where optimized using
a Newton-Raphson procedure with the gradient and Hessian matrix calculated numerically
applying a threshold for convergence of 10~> kJ/mol for the electronic energy. For the
isolated atom required for the cohesive energy we used a large orthorhombic unit cell of
14 x 14.001 x 14.002 A. The following Barlow packings were investigated: (AB (hcp, N = 2),
(ABC) (fcc, N = 3), (ABAC) (N = 4), and (ABABAC) and (ABACBC) (N = 6), as the
periodicity of hcp is a divisor of 4 and 6, and that of fcc a divisor of 6. We checked the accuracy
of our results from supercell treatments of both hcp and fcc, e.g. for fcc we also included the
redundant packing sequence (ABCABC).

For comparison to our L] entropy calculations including phonon dispersion, we decided
to carry out additional DFT calculations to obtain the phonon frequencies and subsequently
the entropy difference between the fcc and hcp phases of solid argon at the optimized lattice
geometries. For this we used the DFT-D3 approach as described above. The phonon frequencies
were obtained through a finite difference method with a 6 X 6 x 6 supercell centered at the I
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point. The temperature dependent entropy was obtained through eq.(11.43).

11.3 Results and discussions

The Barlow lattice sums LX(N, s, {7;}) with equal packing fraction a*(2) and period N differ
only minutely from each other and lie approximately on a straight line with respect to aX(2),
with a very small root mean square error of RMS = 2.361 x 107 for s = 4 = 3 as shown in
our previous paper3”7l. As we shall see, this translates into a linear behavior for many other
properties as well. We therefore introduce the following definition for a property P of a specific

Barlow packing with packing fraction a*(2),
PX(n,m, {7:}) = PP (n,m, {7:}) + % (2) [P (n,m, {7:}) = P"(m,m, {7:})|  (11.47)
with ¥ = %’y;r = % Y.i—1..N7i & Yo, and the deviation from the ideal linear behavior by
APX(n,m, {71}) = PX(n,m, {3}) — PX(n,m, {:}) (11.48)

Furthermore, ALX(s,y; = 7¢) values with 7 = \/g lie approximately within a triangle along
the packing fraction a.!377]

For the following discussion we neglect the * notation (e.g. P = P*) and work with reduced
units if not otherwise stated. We further distinguish between three different cases for our

optimization procedure for the different (1, m)-L] potentials:

¢ Case 1: The Barlow packings are kept atideal yr = Nyg = N \ﬁ ;
* Case 2: yr is optimized with the restriction that y; = Vi foralli #jandi=1,...,N;
* Case 3: All v, are optimized.

For case 2 or 3 we refer to the optimized <y; values as ymin = %’)/T = % Yic1NYi R \/g

11.3.1 Lattice constants

The optimized minimum lattice constants with respect to hcp, AaX. ({7:}) = aX..({vi}) —
aﬁf}i({%}), for case 1 are shown in Figure 11.2a. We observe a very strong linear behavior with
respect to the fcc packing fraction (Gmin = amin) With a tiny RMS error for the 102 different
Barlow structures considered (up to N = 12), e.g. 2.280 x 10~ for the (12,6)-L] potential. This
can be rationalized by a simple Taylor expansion in terms of the ratio between the Barlow and
reference hcp lattice sums (see appendix R), where the strong linear correlation with respect to

the fcc packing fraction is directly related to the linear behavior seen for the lattice sums!®”7], In
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X
min’

values, as shown in Figure 11.3a. Here we

fact, the deviation from the ideal linear behavior, Aa
X

min

according to eq.(11.48) is four orders
of magnitude smaller compared to the actual 4
observe an interesting triangle pattern with both positive and negative deviations from the
ideal line depending on the choice of the exponents (1, m) in the L] potential. This originates
from the similar pattern found for the lattice sums[3”7]. We note that the largest deviation from
the ideal linear behavior is found for the (ABAC) (N = 4) Barlow packing with fcc packing
fraction a(2) = 0.5.

4x10°°
5%107° |
5
5z —~ 2x10°
? 0 (B m=st=E=—Fg g == JJ-J-ERFE=====%
=2

aX
m

-5x107° |-

_ o hep
(ymin) amin (ymi

min’

x
©
-2x10°
-10°F —m— (64)L] —+— (84)-LJ | —=— (6,4)-L] —— (8,4)-LJ
—— (124)-L] —e— (12,6)-L] —a— (12,4)-L) —e— (12,6)-LJ
I (30.,6)-LJ (30.20)-LJ _ax105 (30,6)-LJ (30,20)-LJ
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-15x107 == A A A 0 01 02 03 04 05 06 07 08 09 1
0 01 02 03 04 05 06 07 08 09 1 &P e e Lo o Bl B B
a) fce packing fraction a(2) b) fec packing fraction(2)
Figure 11.2: (a) Difference in the minimum lattice constants ami, at fixed y7 = Nyp = N \/g

(case 1) for Barlow packings compared to the reference hcp structure (x(2) = 0) as a function of
the fcc packing fraction a(2) for various (1, m)-L] potentials. (b) Same as (a) but at the optimized
vt or {;} lattice parameters, i.e. case 2 or 3 (the difference between the two cases is not visible
on this scale, see discussion).

Cases 2 and 3 involve the optimization of the lattice parameters <; through a
Newton-Raphson procedure as outlined in appendix T. Because of the small differences
between the <; values for a specific Barlow packing, analytical first and second derivatives of
the lattice sums with respect to v; were required as outlined in appendix P. One could assume
that the small Ay values (see eq.(11.48) for the definition) translates into small changes in the

other lattice constant such as aéin. While this is indeed the case, for the differences Aaém =

aX. — ”}rﬁv which are already very small, it nevertheless becomes significant as a comparison
between the two figures 11.2 (a) and (b) shows. Here a'$ (n,m, {7;}) — a};fii(n, m, {v;}) become

very sensitive to the y;-values chosen which can change significantly the slope of the individual
linear curves for the different (1, m)-L] potentials leading even to a different sign in the slops.
However, the strong linear behavior still persists with a small RMS error of 3.739 x 10~% for
case 2 and 3.368 x 1078 for case 3 for the (12,6)-L] potential. However, case 2 and 3 lead to a

very similar linear behavior as shown in Figure 11.2b.

The deviations from the ideal vy = \/g value, AYmin = Ymin — Y0, are listed in Table U.2,
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Figure 11.3: (a) Distribution of the difference in the minimum lattice constants Aamm(n, m,y; =

70) (case 1) for Barlow packings at y9 = v/2/3 compared to the hcp structure (¢(2) = 0) as a
function of the fcc packing fraction a(2) for various (1, m)-LJ potentials according to eq.(11.48).

(b) Same as (a) but at the optimized ymin (filled symbols for case 2 and open symbols for case
3).

appendix U, and are shown in Figure 11.4a. Howard %8?]

already showed as early as in 1970 by
direct lattice summations over 450 shells within the hcp lattice, using a (12, 6)L] potential, that
the y9 = \/g value is reduced by tiny amount of Aypin = —1.15 X 104 Through exact lattice
summations we get a more accurate value of Ay = —1.14928459 x 10~4, see Table U.2 and Ref.
294. Not surprisingly, for the fcc lattice we have exactly Aymin = 0 for all (n, m) combinations,
while hcp shows the largest absolute deviation compared to all other Barlow structures for all
the L] potentials studied here. Even for the case where hcp and fcc are energetically degenerate,
e.g. atn = 8.0 and m = 4.208890947988, we get the largest absolute value for Aypin for the hcp
structure. As a result, we see again an almost perfect linear behavior for Aymin(#(2)) with
deviations from the ideal straight line three orders of magnitude smaller than the actual Aymin
value. In addition, we get this interesting triangle pattern for the deviations in the A7y, values
(see Figure 11.5). The spread of the optimized <y; values as shown in Figure 11.4b shows larger
values for the soft potentials. For the hard potentials approaching the hard-sphere limit one
obtains max(y;) — min(7;) = 0 as expected.

We briefly consider the volume using the linear relationships we found for the lattice

constant. Using a Taylor expansion up to first order because of the smallness of the hcp/fcc
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Figure 11.5: Deviation of the Aypnin values from the ideal straight line connecting the fcc and
hcep structures according to eq.(11.48) using case 2 (filled symbols) and case 3 (open symbols).

differences in the lattice constants we get

PX = Y3 Xy = V3 [ 1 aX(2) (e~ ah)] [5P + 2X(2) (2 )] (11.49)

2 2
hcp
fcc _  hep ’)/fCC — )
. 1/h X o0 (@ a"P) X < T T
hcp
fcc _ ;hep ,chc - )
 1/h X h (a a"P) < T T
~ VP X VR 13— (11.50)

T
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As for a(2) = 1 we have V = V¢ we get the relationship

h
(afcc o ahcp) (’)/SSC — ’chp)

fcc _ y/hep . y7hep
VI - VP & VP 3

hop (11.51)

T
We thus obtain to a very good approximation a linear relationship for the volume of the Barlow
packings, which will become useful for the discussion of the free energy of the system at finite

pressure, see section 11.3.6.

11.3.2 Cohesive energies

In order to compare the thermodynamic stabilities of the Barlow packings we need to analyze
their cohesive energies first. Figure 11.6a shows the difference in cohesive energies of the
Barlow packings as a function of the fcc packing fraction a(2) for various (1, m)-L] potentials.
We see again a nice linear behavior as a function of «(2) originating from the linear behavior in

s3771, as demonstrated by a Taylor expansion in Appendix R. As for the lattice

the lattice sum
constants, the deviation from linearity for the cohesive energies is rather small with an RMS
error of 2.673 x 1077 for case 1 using the (12,6)-L] potential. Figure 11.7a shows a triangular
distributions pattern for these deviations with the largest absolute value for the ABAC Barlow
packing (x(2) = 0.5). This implies that the L] cohesive energy for a Barlow packing can be
estimated to relatively high accuracy from the fcc packing fraction and the cohesive energies
for fcc and hcp. The cohesive energy for the sticky hard-sphere (SHS) limit is exactly —6 and
AEZ s = 0, which is nearly satisfied by the (30,20)-L] potential as shown in Table U.1 and Figure
11.6a. This linear relationship will be important for the discussion of the natural appearance of
Barlow packings as we shall see when we discuss the free energy of the system. We note that
for very soft potentials the fcc phase has a lower cohesive energy compared to hcp as already
discussed by us before. [227,29442]

Considering the effect of changing 7yp — 7Ymin upon optimization, case 2 and 3 leads
to almost identical linear curves compared to case 1 not distinguishable by the naked eye,
Figure 11.6a. Figure 11.6b shows that the cohesive energy difference between the two <y values
(difference between case 1 and 2) changes quadratically with the fcc packing fraction. This
change is however about three orders of magnitude smaller compared to the fcc/hcp cohesive
energy difference (compare Figures 11.6a and 11.6b) and therefore has only a minor effect on the
linear behavior. Case 3 where all y;-values are optimized leads interestingly to a spread in the
7;i-values for a specific fcc packing fraction «(2), see Figure 11.6b. We also see a slight change
in the distribution for the deviation from the linear behavior of the cohesive energy difference,
i.e. compares Figures 11.7 a and b. Nevertheless, the important result here is that the cohesive
energy difference for the Barlow structures with the respect to hcp behaves linearly with the fcc
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Figure 11.6: (a) Cohesive energy difference for Barlow packings with respect to the hcp structure

as a function of the fcc packing fraction a(2) for various (1, m)-LJ potentials and ¢ = \/g (case
1). Data are listed in Table U.1 and supporting information. (b) Difference in cohesive energies

AE con(Ymin) = Ecoh(Ymin) — Econ(7Y0)- A quadratic polynomial was used for the fit procedure
for case 2 (filled symbols). Case 3 results are shown by open symbols.
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Figure 11.7: (a) Deviation of cohesive energies of Barlow packings from the line connecting
the fcc and hep cohesive energy values according to eq.(11.48) for various (n, m)-L] potentials

and for yy = \/g . (b) Deviation of the AE.o,(7Ymin) Values from the line of Barlow packings

connecting the fcc and hep values for various (1, m)-L] potentials. Filled symbols for case 2 and
open symbols for case 3.

packing fraction and optimizing the lattice parameters y;-values does not significantly change
this result. Moreover, these deviations are all positive for the L] potentials considered, that is
the Barlow differences in cohesive energies are all above the line.

From the results using L] potentials we observe that very small differences in lattice
constants and in cohesive energies required exact lattice summations to accurately obtain the

linear behavior and the small deviations from it. The L] potential is a good toy model and
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Figure 11.8: Cohesive energy difference for few Barlow packings with periodicity N =2,3,4,6
with respect to the hcp structure as a function of the fcc packing fraction a(2) for metallic
lithium at the PBE-D3 level of theory.

most relevant for the rare gases at low pressures, but for more interesting systems such as
metallic systems, many-body effects play a crucial role and one has to see whether a linear
behavior between the packing fraction with the cohesive energy is maintained or not. This,
however, constitutes a major challenge to density functional calculations as high numerical
accuracy is required. Nevertheless, we decided to perform DFT calculations for metallic lithium
converging out the cohesive energy to j 1072 kJ/mol. The cohesive energies with respect to the
fcc packing fraction is shown in Figure 11.8. We see an almost perfect linear behaviour.

11.3.3 Bulk moduli

Figure 11.9a shows the bulk moduli for various (n, m)-L] potentials as a function of the fcc
packing fraction «(2), again showing this strong linear behavior. One cannot distinguish the
differences in the bulk moduli for the different cases 1-3 from this graph. Figure 11.9b therefore
shows the differences between the bulk moduli with optimized -y-values with respect to case
1(vi =7 = \/g). These differences are 8 orders of magnitude smaller than the actual bulk
modulus values. We therefore see already some numerical noise for the L] potentials with large
repulsive walls (n = 30). The RMS error for the deviation from the linear line in Figure 11.9a
is again very small, i.e RMS = 4.09 x 10~° for the (12,6)-L] potential, and the distribution of
the differences from the linear behavior as shown in Figure 11.10 exhibits the same features as
discussed for the other properties. Note the different behavior in the deviations between the

case 1 and 2, i.e. compare Figures 11.10 a and b.
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Figure 11.10: (a) Deviation of bulk moduli of Barlow packings from the line connecting the fcc
and hcp values for various (1, m)-L] potentials (case 1). (b) Same as for (a) but for case 2 (closed
symbols) and case 3 (open symbols).

As the (12,6)-L] potential is rather close to the exact potential curve for solid argon in the

[104] and to

long-range [227] " we may compare the bulk modulus to more accurate calculations
experimental results!®835841 - For the fcc lattice we have B* = 106.327846 (in reduced units)
using the (12,6)-L] potential, which translates into a value of B = B*¢/r? = 3.947 GPa using
the equilibrium distance for Ar, of r, = 3.7624 A and the dissociation energy of ¢ = 1188.5
J/mol from accurate relativistic coupled-cluster calculations of Jaeger et al.[>?l, This compares
well with the more accurate two-body potential result of 3.732 GPa.['%4 The low temperature

experimental values are 2.64 GPa [584] by Batchelder et al. and 2.38(1.7) GPa by Dorner et al. [583]
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This significantly lower value is a manifestation of many-body and vibrational effects. 104l

Note that the hcp bulk modulus for argon is only by 0.02 GPa smaller compared to the fcc
value, 1% and therefore perhaps beyond current experimental limits to accurately determine

the differences between possible Barlow structures.

11.3.4 Vibrational frequencies

The Einstein (or Debye) model for vibrational frequencies is usually a reasonably good
approximation to estimate zero-point vibrational energies, specific heats or entropic
contributions to the free energy!?l. They are listed in Table 11.1 for different L] potentials.
For example, for fcc argon we get from (11.36) using a (12,6)-L] potential a harmonic zero-point
vibrational energy of 79.6 cm™! using r, = 3.7618 A, e = 1.1900 kJ/mol®®] and M = 39.948
g/mol. This is in reasonable agreement with a more accurate two-body result of 68.0 cm ! from
our previous work. 1% However, as we shall see, for zero-point vibrational energy or entropy
differences between the two quasi-degenerate phases fcc and hcp, this simple approximation
breaks down requiring a more accurate treatment of phonon dispersion. We therefore only
discuss case 1 for the Einstein frequencies and introduce phonon dispersion only for the two
extreme Barlow structures fcc and hcp.

The calculated Einstein frequencies are shown in Figure 11.11a. We see exactly the same
linear behavior, with an RMS error of 4.04 x 10~ for the (12,6) L] potential, and distribution for
the differences from the line shown in Figure 11.11b. Thus, the zero-point vibrational energy,
Ey = %w}s (in dimensionless units), will also show an almost perfect linear behavior. We briefly
mention that the changes in the Einstein frequencies caused by changing o — Ymin are too
small to influence this (almost perfect) linear behavior, they only change the distribution.

Table 11.1: Harmonic frequencies w' for the Einstein model and for the phonon dlspersmn
(averaged over all frequencies) for the fcc and hcp lattices and differences Aw' = wfc . wh P for
various (1, m)-L] potentials (in dimensionless units) and entropy differences AS = Sg.. — Shep
in the high temperature limit T' — coin units of kp according to eq.(11.46).

LJ Einstein Phonon dispersion

(n,m) w;mp w}cc Aw' AS w;mp w;cc Aw' AS
(6,4) | 385165422 | 38.5184768 | 1.9346x1073 | -1.5068x10~* | 7.0560514 | 6.9453406 | —0.11071 | 0.118253
(8,4) | 30.7329725 | 30.7339135 | 9.4102x10~% | -9.1856x107° | 8.4748053 | 8.3468950 | —0.12391 | 0.112104
(12,4) | 28.4954081 | 28.4953490 | -5.9129 % 1075 | 6.2254x107¢ | 11.0551343 | 10.9009752 | —0.15416 | 0.102934
(12,6) | 21.7963095 | 21.7953645 | -9.4504 x 10~* | 1.3008x10~* | 13.9503325 | 13.7628320 | —0.18750 | 0.099128
(30,6) | 30.7370491 | 30.7356701 | -1.3790% 1073 | 1.3460x10~* | 26.9804930 | 26.6397369 | —0.34076 | 0.092906
(30,20) | 49.0421487 | 49.0419002 | -2.4847x10~% | 1.5200x107° | 55.5361793 | 54.8483352 | —0.68784 | 0.091216
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Figure 11.11: (a) Differences in Einstein frequencies (in dimensionless units) for Barlow
packings compared to the hcp structure (x(2) = 0) as a function of the fcc packing fraction

«(2) for various (n,m)-L] potentials. vy = \/g is used (case 1). (b) Deviation of Einstein

frequencies of Barlow packings from the line connecting the fcc and hcp values for various
(n,m)-L] potentials.
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Figure 11.12: Phonon dispersion curves for (a) the fcc and (b) the hep crystals using the (12,6)-L]
potential.

The (harmonic) phonon dispersion curves for fcc and hcp are shown in Figure 11.12 for
the (12,6)-L] potential. In general, the number of branches is at most 3N for the Barlow
packages, which is 6 for hcp. A lower number of branches is due to symmetry, e.g. we
have 3 phonon branches for fcc as in the more common unit cell definition we require only
1 atom per unit cell. The average phonon frequency for hcp and fcc are 13.9503325 and
13.7628320 respectively, compared to the Einstein frequencies of 21.796309541 and 21.795364501
respectively, obtained from exact lattice summations. The difference in the former case is
0.1875005 and more than two orders of magnitude larger than the difference we get from the

Einstein frequencies (9.4504x 10~%) using exact lattice summations. Moreover, we see a sign
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change in Aw' = w;C — wil p for the Einstein frequencies using softer L] potential, which is
not the case for the phonon dispersion results. This shows that one has to be careful if small
differences in properties between different Barlow packing are involved. One may, however,
expect that the linear behavior as seen in Figure 11.11a is preserved for the phonon frequencies
including dispersion. A computer code for phonon dispersion for general Barlow packings is
currently being developed in our group.

11.3.5 Entropy

From the Shannon information entropy!®%®! one may naively expect that quasi-degenerate
Barlow packings with random packing sequences { X1, Xp, - - - }, X; = A, Bor C with X; # Xj 4,
should be entropically preferred. However, letter sequences have little to do with the entropy
of a real quantum system. The link between the Gibbs and Shannon entropy for a vibrating

solid can be found for example by Huang and Widom %71,

Furthermore, from (11.41) we
follow that ASX, (T) — 0 for T — 0 K. This agrees with the third law of thermodynamics,
i.,e. S — 0 for all (nondegenerate) materials because quantum mechanics inhibits the excitation

of vibrational modes with frequencies greater than kgT /(587,588

. This implies that there is no
residual vibrational entropy difference for ideal periodic Barlow packings at OK. Moreover,
for a perfect crystal (perfectly ordered without any defects or irregularities) the entropy is
zero as well (Nernst’s third law of thermodynamics). Differences in entropy between different
(periodic and perfect) Barlow structures are nonzero only at finite temperatures (T # 0).

The entropy difference AS(T’) = S™(T’) — S"P(T’) as a function of the (dimensionless)
temperature T' for various (n, m)-L] potentials within the Einstein vibrational model is shown
in Figure 11.13, while Figure 11.14 shows entropy differences at a fixed temperature of T' = 20.
This temperature is close to the melting (triple) point of T =23941 (see section 11.2.4), and also
near the high temperature limit for the (12,6)-L] potential. Again, we see a nice linear behavior
for the Barlow packings. Furthermore, the entropy difference is at maximum at the high
temperature limit, T — oo. Figure 11.14a shows the AS(T’) curves for different atomic masses
underpinning the usefulness of our definition of a mass weighted temperature. However, in
the high temperature limit (eq.(11.46)) the Einstein model produces entropy differences at least
one order of magnitude smaller compared to previous Monte-Carlo simulations, 119431 which
is discussed in more detail below. In addition, Figure 11.14 suggests that entropy favors the hcp
structure for small values of the L] exponent m. In order to relate this clear failure of the Einstein
model for entropy differences to the missing phonon dispersion contributions, we analyze the

high temperature limit in some more detail.
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Figure 11.14: Vibrational entropy difference at T’ = 20 with respect to the fcc packing fraction
«(2) for various L] potentials.

Within the Einstein model we have the high-temperature limit

-1

"hep 'x _ 'hep X "hep
w w w w —w
ASX (T' — ) = 3In (E—,X> =3In |1+ E'TpE ~ 3—E ,thE (11.52)
WE wp W

where we used a Taylor expansion for the logarithmic expression. This implies that ASX, (T' —

P = a);SX. Furthermore, the entropy difference between fcc and hcp

becomes very sensitive to the corresponding difference in the Einstein frequencies. We already

c0) = 0 only if wgm

showed in the previous section that the difference in the Einstein frequencies energy is not
well described by this simple model beside the fact that the frequency in itself approximates
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Figure 11.15: (a) Mass (M) and temperature T dependency of the entropy difference between fcc
and hcp due to harmonic phonon contribution using the (12, 6)-L] potential. (b) Variation of the
entropy difference between fcc and hcp due to harmonic phonon contribution with temperature
T for different (n, m)-L] potentials and PBE-D3 for solid argon.

the zero-point vibrational energy reasonably well. Furthermore, as a comparison between the
fcc/hep entropy differences between the Einstein and the phonon dispersion model in the high
temperature limit shows (cf. Table 11.1) that the Einstein model consistently underestimates
entropy differences by about three orders of magnitude. Moreover, the entropy differences
between the different (n,m)-L] potentials in the high temperature limit are very similar if
phonon dispersion is included.

To further test the validity of our entropy calculations by using L] potentials, we carried out
more computer intensive DFT calculations for solid argon to obtain phonon frequencies and
vibrational entropies for the two phases fcc and hep. It is well known that the (12,6)-L] potential
is a reasonably good approximation for the solid state of argon under normal conditions 4],
For example, the phonon dispersion curves derived from DFT as shown in Figure 11.12 are very
similar to the (12,6)-L] potential. However, when it comes to entropy differences, we see some
larger deviations from the simple L] potentials as Figure 11.15 shows, e.g. the convergence to
the high temperature limit is far slower at the PBE-D3 level of theory and we see an overall
decrease in the fcc/hcp entropy difference compared to the (12,6)-L] potential. For example,
in the high-temperature limit the DFT-D3 is 30.6 % below the (12,6)-L] result.

demonstrates the sensitivity of entropy differences between quasi-degenerate phases to the

This again

model applied.

Concerning previous work on entropy differences, Mau and Huse showed from
Monte-Carlo simulations of hard-spheres close to the maximum packing density that the
SheP = 1.156 x 10 3kp

Using their parametrization one can in fact show that the entropy of a

entropy of the fcc lattice is greater than that of hcp, i.e. AS = Sfe¢ —
per sphere. [439,589]

Barlow packing is correlated to the fcc packing fraction!®7] and lying in-between that of fcc and
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hep#¥1. Travesset[11% used classical dynamic lattice theory (CDLT) for a (12,6)-LJ potential and
obtained very similar results compared to Mau and Huse, i.e. 5 — ShP = 1.4754 x 10~3kp in
the phonon hard-sphere limit. He argued that the higher entropy of fcc is the reason why it
is the equilibrium phase at sufficiently high temperatures, albeit bcc is often preferred close

to the melting line usually explained by Landau theory[2>?]

. For a solid, most of the entropy
contribution comes from thermal fluctuations described by the vibrating atoms, see appendix
S. This is especially the case for insulators at low temperatures where electronic entropy
contributions can be neglected. We therefore focused our attention solely on the vibrational
contribution to the entropy for Barlow packings described by Lennard-Jones interactions. We
note, however, that our simplified (static) picture neglects dynamic effects which requires a
larger supercell treatment. Most notably, for the (30,20)-L] potential close to the hard-sphere
limit we have ASX, (T" — o) = 9.9128 x 10~%kp from phonon dispersion calculations in the

high temperature limit, in stark contrast to Mau and Huse.[#*]

11.3.6 Free energy

We can now turn to the question why fcc and hcp are the preferred crystal packings over the
infinitely many Barlow structures even so they have equal packing density and are energetically

quasi-degenerate. For this we consider the free energy G,
G(T) = Econ + Eo +pV =TS (11.53)

In our simplified static model we neglect dynamic effects, such as temperature effects on
lattice constants which changes the internal energy, anharmonicity effects and other smaller
contributions. Given that we may assume a linear behavior of the internal energy, volume and

377,439

to a certain approximation)[ | the entropy as well, such that we have
pp py

GX(s,7,T) ~ GMP(s,7,T) +a¥(2) [ G*“(5,9,T) = G"P(s,7,T)| (11.54)

Assuming (11.54) to be valid, we have the Barlow packings lying in-between the two limiting

phases of either fcc or hep at a given temperature T, i.e.
G™(s,7,T) < GX(5,7,T) < G™(5,7,T) (11.55)

where (Ph1,Ph2) either (fcc,hcp) or (hep,fec). Exceptions are for the near degeneracy case, i.e.
when G (s, v, T) = GP2(s, 9, T) (co-existence line) or very close to, at certain temperatures
and pressures. This implies that the free energy will prefer either the fcc or the hcp phase
over any of the other Barlow packings in most cases. However, the difference in free energies
between the Barlow packings is predicted to be very small, e.g. for solid argon the fcc phase
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dominates over the hcp phase by only a few J/mol[1%. Here we mention that experiments by
solid argon a phase transition from fcc to hcp starts at 4.2 GPa with both phases coexisting in

4121 ' 1t is assumed that in this co-existence

a very wide pressure domain up to > 100 GPal
region of the two phases the bulk is dominated by stacking faults of the two-dimensional
close-packed hexagonal layers, i.e. by different Barlow packings. In this respect kinetic effects at
finite temperatures and pressures become important as well giving access to metastable Barlow

structures apart from the extremal cases fcc and hcp.

11.4 Conclusions

We showed by exact lattice summations that an almost perfect linear relationship with respect
to the fcc packing fraction «(2) holds for a number of important solid-state properties of Barlow
packings. The treatment through Bessel function expansions of the required lattice sums made
it possible to obtain accurate results for energy differences between the different bulk phases.
We hypothesize that this results in a linear relationship for the free energy with respect to «(2)
at low temperatures and pressures. This hypothesis needs to be tested for real solids and first
results were provide for metallic lithium at the PBE-D3 level of theory. It remains, however, a
difficult task to describe such small free energy differences accurately by DFT for any material.
For a careful numerical comparison one must perhaps use the same unit cell size which allows
Barlow packings of period N only for values if N;jmax(N). We also showed that it is aquite
challenging to accurately obtain small entropy differences between the fcc and hcp structures.
Nevertheless, we could confirm the result that fcc has a higher entropy than hcp. Our treatment
neglects phonon dispersion for Barlow packings other than fcc or hcp, finite pressure and
temperature effects, anharmonicities, and a correct many-body treatment. This is the subject

of future investigations.
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Appendix A

Formulas for Special Functions

A few special functions have been used in this work. For clarity and ease of use, they are stated
here along with references.
The gamma function may be defined for s > 0 by

I'(s) = /[0 . t=temt dt. (A1)

By the change of variable t = wx this can be rewritten in the form[>*"]

1 1

= s—1 ,—wx
> T(s) /[O,oo)x e dx. (A.2)

The following integral may be evaluated in terms of the modified Bessel function:
b 5/2
/[ )xs_le_”x_b/xdx =2 (E) Ks(2Vab). (A.3)
0,00

By the change of variable x = u~! it can be shown that
K;(z) = K_s(2). (A4)
When s = 1/2 the modified Bessel function reduces to an elementary function

T
Kl/z(Z) = ZE Z. (A5)

The asymptotic formula holds

Ks(z) ~ Ze_z as z— oo, (|argz|<3m/2). (A.6)
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For all of these properties, see [ 590] or [ 591].

The transformation formula for theta functions is: 1305921

y o~ Tt 2ming _ 2 et/ assuming Re(t) > 0.

nez nGZ

We will need the special cases @ = 0 and a = 1/2, which are

Z —mnt _ Z —ntn?

nez neZ

and

Z(_l)nefrm — Z e~ ,

nesz neZ

respectively. The sum of two squares formula is>

2
(Z qu) = Y = Y nN)g"

j€EZ jkeZ NeNp

where
1 if N =0,

r2(N) :#{j2+k2 - N} -

4) x-a(d) ifN>1,
d|N

the sum being over the positive divisors d of N. For example,

r2(18) = 4 (x—4(1) + x-4(2) + x—4(3) + x-4(6) + x—4(9) + x-4(18))

=4(14+0-1+0+1+0) =4.

By [ 593] we also have

2
<Zq<f+%>2) C Y nN 1

j€Z NeNy

The Riemann zeta function {(s) and Dirichlet L function are defined by

Z_

]G]I\I]
X—4(j) 1 1 1
jg\l r g 5 7
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(A7)

(A.8)

(A.9)

(A.10)

(A.11)

(A.12)

(A.13)

(A.14)



For even integers the Riemann zeta function can be expressed as {(2n) = 72"B, /A, where A,
and B, are positive integers, e.g. we have {(2) = 72/6,{(4) = ©*/90, {(6) = 7°/945,{(8) =
t8/9450, (10) = 7110/93555, 7(12) = 6917112 /638512875, {(14) = 27114 /18243225 and {(16) =
36177119 /325641566250. The coefficients A, and B, are listed in the On-Line Encyclopedia of

Integer Sequences A002432 and A046988, respectively.!>l
For an integer n, the Dirichlet character x _4(n) is defined by

1 ifn=1 (mod4),
X-4(n) =sin(mn/2) = —1 ifn=3 (mod 4),

0 otherwise.

The Riemann zeta function has a pole of order 1 at s = 1, and in fact

lim(s —1)Z(s) = 1.

s—1

This is a consequence of [ 590]. See also [ 591].
We require the following functional equations

/20 (s/2)g(s) = - (D/20((1—5)/2)¢ (1 - 5)

and
T (s) {(s)L_g(s) = m 15T (1 =) (1 —s)L_g(1 —s)

and the special values

2
(=" ()= -D=-g5 U-2=0-4=0(-6=
La() =2, Loa(0) =2, La(~1) = Ly(-3) = L_y(~5) =

See [ 595] or [ 385]. Other equalities used are

D SIS

j€Np (] + 2)5

Y CU_ —(1—=2")¢(s)

jEIN js
Y ey = L0

jkez
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(A.15)

(A.16)

(A.17)

(A.18)

(A.19)

(A.20)

(A.21)

(A.22)

(A.23)



! (_1)j+k _ 1—s
kZ: (]2 + kZ)s - _4(1 -2 )g(S)L*‘l(S)' (A24)
jkez

The identities (A.21) and (A.22) follow from the definition of {(s) by series rearrangements. For
(A.23) and (A.24) see (1.4.14) and (1.7.5) respectively, of [ 111].

Given a positive definite quadratic form g(i, j, k), the corresponding theta series is defined
for |q] < 1by

O(q) = Y, q8h. (A.25)
ijkez

For the quadratic form in (B.3) the theta series is

0(A;q) = Y AR HIHOHHRD/(AT) where1/3 < A < 1. (A.26)
i,jkeZ

The first few terms in the theta series for fcc, mcc, bee and acc as far as g” are given respectively
by

0(1;9) = 1+ 129 + 6% + 24¢° + 124* + 244° + 84° + 484" + 64° + 36" + - - -,
0 (L5i0) =1+8g+4g" 22 4 2gtV2t g8 4V2y g2V 4 qgmaVEES

+ 8q4 + quﬁ—7 + 4q16—8ﬁ + Sq—8ﬁ+17 + 8q20—10ﬁ + Sq—4ﬁ+1z

+ 2q16ﬂ—16 + 16q4ﬁ+1 + 16q—6ﬁ+16 + 8q14ﬁ—12 + 16q—12ﬁ+25

+8q_8+12ﬁ+8q9+~~ )

0 G;q) :1+8q+6q4/3+12q8/3+8q4+24q11/3+6q16/3+24q19/3+24q20/3
+244% +32¢° + - - -,

0 (:0) =1+109+ 442 +8°/% +12¢° + 26q* + 8911/ 4 20° + 3297
+8q15/2+16q17/2+10q9+--- )

Since the quadratic form g(A4; 1, j, k) has been normalised to make the minimum distance 1, the
kissing number occurs in each theta series as the coefficient of 4. That is, we have kiss(fcc) = 12,
kiss(mcc) = 8, kiss(bcc) = 8 and kiss(acc) = 10.

Finally, we mention the d-dimensional Epstein zeta function!!'3% in its most general form
for a matrix A, vectors ¢ and ¥, and exponent p € C,
, p2ic- Ak

Zy(Ap) =)

S (A.27)

The connection to the generator matrix B in lattices is by setting A = B', and the Gram matrix
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becomes G = BBT = A" A. The vector 7 is often called the shift vector in lattice theory.
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Appendix B

Evaluation of the Lattice Sum L(A;s)

Consider the quadratic form

gi,j,k) = (i,j,k)G(i,j, k)", (B.1)

with the Gram matrix in Eq. (5.8). To eliminate v, we divide the above equation by the squared

nearest neighbor distance R?, yielding

;

1 o . . .
4—A(A(z—|—])2-l-(]+k)2+(z-|—k)2> if0< A<1/3,
g(i,j, k) 1 o . . .
(Al j k) = S5 = A—H(A(z+])2+(]+k)2+(z+k)2) if1/3<A<1, (B2)
1(A(i+‘)2+(' k)? + (i + k)? ifA>1
5 j jHk)T+ (i + )) if A>1.

The cases which we are mainly interested in are fcc, mcc, bec, acc, all of which satisfy
1/3 < A <1, but we will go slightly beyond this limit mainly to discuss distortions towards
the acc structure. In the important range 1/3 < A < 1, we have

R K) = s (AG+DP+ G+ RP 4+ +02), (B.3)

corresponding to the rescaled Gram matrix

1 A+1 A 1

which is used throughout this work.
The lattice sum for inverse power potentials in terms of the quadratic form g(A;i,j, k)
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defined in (B.3) is then given by[111f295]

/ 1 s / A+1 s
L(A;s) = SN, - N | B.5
(4:5) i,j,kzez (g(A;w,k)) i,j;Z<A(1+])2+(]+k)2+(1+k)2) ()

where 1/3 < A < 1. Here and throughout this work, a prime on the summation symbol
will denote that the sum ranges over all integer values except for the term when all of the
summation indices are simultaneously zero, i.e., the sums in (B.5) are over all integer values of
i, j and k except for the term (i,j, k) = (0,0,0), which is omitted. This lattice sum smoothly
connects four different lattices along a cuboidal transition path (the Bain transformation),
ie, when A = 1, 1/v/2, 1/2 or 1/3 we obtain the expressions for the lattice sums of
fce, mec, bec and acc respectively (face-centered cubic, mean centred-cuboidal, body-centred
cubic, and axial centred cuboidal). In these cases, we also write Li(s) = L(1;s), L{(s) =
L(1/v/2;s),L5%(s) = L(1/2;s),and  L3*(s) = L(1/3;s).

Our objective is to find formulas for L(A;s) that are both simple and computationally
efficient. The formulas we obtain can be used to show that L(A; s) can be analytically continued
to complex values of s, with a simple pole at s = 3/2 and no other singularities.

[299] This was

One method of evaluating the sum L(A;s) is to use the Terras decomposition.
done in our previous work for the fcc and bec lattices,??>! and can in principle also be applied
for general L(A;s) with symmetric Gram matrices related to the Epstein zeta function.['® Here
we use an easier method that works for the entire parameter range 1/3 < A < 1 along the Bain
transformation path and hence gives the lattice sum for all four lattices fcc, mcc, bec and acc.
The advantage is that we obtain two formulas, which not only can be used as checks, but also
provide distinct information about their analytic continuation.

We begin by writing the lattice sum in the form

A+1 i : A+1 )S
L(A;s) = ' — g : — B6
(A;s) i,jEZ<A(z+J)2+(]+k)z+(z+k)z) iy (A12+]2+I<2 (B-6)
I+]+Keven
A+1)° 1+ —1)ititk A+1)8
- 2 ) )3 (AiZSL]'z)Jrkz)s = 5 ) (T1(A;s) + Ta(A;s)) .

ijkeZ

with the two sums ,

/
Til4s9) '_i]-kzez (A2 + 2+ K2)® ©7)
and ( )‘+‘+k
/ —1)t
Th(A;s) == ) (AZ T 1) (B.8)

ijkez

which we evaluate separately. For A = 1, Tj is identical to the lattice sum of a simple cubic
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lattice and T, to the Madelung constant.

The lattice sum T;(A;s). We shall consider two ways for handling the sum in (B.7). The
first is to separate the terms according to whether i = 0 or i # 0, which gives rise to

T1(A;s) = f(s) +2F(s) (B.9)
where
/ 1 1
— E— d F(s) = . i B.10
f(s) j,gz (]2 +k2)s an (s) i;\”/gz (Azz +]2 i kZ)s ( )

and N is the set of positive integers. For simplicity we omit the parameter A from the notation
and just write f(s) and F(s) in place of f(A;s) and F(A;s). This is the starting point of the

approach taken by Selberg and Chowla.[*”] Using theta series and Mellin transforms, Zucker
showed that the double sum can be expressed in terms of standard functions, 124!
/ 1
= - = 40(s)L_ B.11
6= ¥ gy = L) (B.11)

jkeEZ

where ((s) is the Riemann zeta function defined in (A.13), and L_4(s) is the Dirichlet beta series
from (A.14) described in Appendix A. It remains to analyze F(s). Using the integral formula

for the gamma function (A.2) we get

T (s)F(s) = / 1y g~ A ) e~ (PR gy (B.12)
[0,00) i€EN jkez

2
_ x5 1 Z o~ TAXE? (Z e—nxj2> dx.

[0,00) €N jez
Now apply the modular transformation for theta functions (A.10) to obtain

2
T (s)F(s) = /[0 . Yy o~ A (% Y. e”jz/x> dx (B.13)

icN jEZ

_ ¥5—2 Eeanxiz Z rZ(N)efrfN/x dx
[0,00) iEN NeEN,

where r;(N) is the number of representations of N as a sum of two squares, e.g., see (3.23), and

INyo = N U {0}. Separating out the N = 0 term and evaluating the resulting integrals, we find
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that

7.[—51—' Z/ X5~ 2€—7TAxi2 dx + Z rz(N)/ yxs—Ze—nAxiz—nN/x dx
ieEN i NEN [0,00)

— — (s=1)/2
_ I Asl_)fgfl 22 Y nN) (%) Ks-1 (27miv/AN)

i,NeEN

where we have used the formula (A.3) for the K-Bessel function. On using all of the above back
in (B.9) we obtain

! 1 _ 2 (25 —2)
z',j,kZeZ (A2 + 2 +k2)s A6(5)La(s) + (s—1) As-1
5 (s—=1)/2
1%(72) a-s/2. NZIN r2(N) <1N2> Ks 1 (27‘(1'\/AN> . (B.14)
i,Ne

This is essentially Selberg and Chowla’s formula 7]

, although they write it in terms of a sum
over the divisors of N to minimize the number of Bessel function evaluations. We will leave it

as it is for simplicity.

Second formula for the sum T;(A;s). Another way is to separate the terms according to
whether (j, k) = (0,0) or (j, k) # (0,0) and write

Ti1(A;s) = 2g¢(s) + G(s) (B.15)
where
1 / 1
8(s) :z'eZ]N any @4 G6) ZJEZ iGZZ GE TR (B.16)

For simplicity we omit the parameter A from the notation and just write g(s) and G(s) in
place of g(A;s) and G(A;s), respectively. Now apply the integral formula for the gamma

function (A.2) and then the modular transformation for the theta function (A.7) to obtain

T (s)G(s) = / LY e (F+k%)x Y e ™ Ax 4y (B.17)
[0,00) jkeZ icZ
1 / x5—3/2 Z (2 +k?)x Z —mi?/ Ax
= — e dx.
\/Z [0,00) jkeZ i€eZ
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Separate the i = 0 term, to get

1 / 2,12
T (s)G(s) = —— 15732 Y g (PR g (B.18)
VA Joe) ]-EZ
2 / 2,12 2
+ xsf3/2 Z efn(] +k%)x Z o T / Ax dx.
VA Jo0) jkez i€EN

The first integral can be evaluated in terms of the gamma function by (A.2), while the second

integral can be expressed in terms of the modified Bessel function by (A.3). The result is

o1
75T (5)G(s) = r(-3) (B.19)

VA2 jkez (% + kz)s_%

4

. S_
/ i
+— 7 —— K, 1
Asti j,lgz ieZ]N<\/]2+k2> T
4 1 1 1 1
_ = g(s=3) _ = _ = _ =
() e g) pa o)
1
4 i \° 2 . [N
+ r(N) | —= K 2y — | .
A3ti N,iZE:N 2(N) <\/N) 5= ( A)
On using all of the above back in (B.15) we obtain
I(s—1
' 1 B s 7T < 2> _1 _1
Y. A7 ATy =2A g(2s)+4,/A NG g(s 2) Ly (s 2) (B.20)

i,jkeZ
1
4 i\ N
+ - r2(N (—) K 27y — | .
A1 T6 iz MW ( A)

The terms in (B.14) involve K;_1 Bessel functions whereas K__ ! Bessel functions occur in (B.20).

N
VRS
N
3,
~.
N
|+
=
[\S)
~_

That is because each application of the theta function transformation formula lowers the
subscript in the resulting Bessel function by 1/2, due to the creation of a x~'/2 factor in the
integral. The theta function transformation formula is used twice (i.e., the formula is squared)
in the derivation of (B.14) and only once in the derivation of (B.20). Each of (B.14) and (B.20)

turns out to have its own advantages when it comes to convergence for specific A and s values.

The alternating lattice sum T,(A;s). The analysis in the previous sections can be modified
to handle the alternating series (B.8) which has the term (—1)"*/** in the numerator, as follows.

Separating the terms according to whether i = 0 or i # 0 gives
T2(A;s) = h(s) +2H(S) (B.21)
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e (—1)tk (—1)i+itk
—1)/ )it
his) = / —— _— and H(s) = \ : . (B22)
? ff’gz (7% + ks © ig\lj,gz (A2 42 + k2)s

Using (A.14), we obtain h(s) = —4(1 —2175)7(s)L_4(s). Next, using the integral formula for
the gamma function (A.2) we obtain

N_SF(S)H(S) :/oo) 51 Z —nsz Z (_1)j+ke—7rx(j2+k2) dx (B.23)

icIN jkeZ

2
_ Y (1)l A (Z(—l)fe—mf) dx. (B.24)

[0,00) ieEN j€zZ
Applying the modular transformation for theta functions leads to
2
75T (s)H(s) = / w1 Y (—1)ie A ( Y e mltd) > dx.  (B.25)
o) icIN ]EZ

By formula (A.12) this can be expressed as

T (s)H(s) = / B2Y (—1)e T YT (4N 4 1) TENFD/2x gy (B.26)
[0,00) icIN NeN,
= 2 2 )i 4N+1)/ xS 2o AXETANTY) /2% gy
i€eN NeN, [0,00)

The integral can be expressed in terms of Bessel functions using (A.3)

(s—=1)/2

2N +1 1

T (s =2Y Y (-1)'rn(4N+1) ( Aj; 2) K4 (27‘(1' A(2N + §)> :
ieIN NelNp

(B.27)

Incorporating all of the above back in (B.21) results in

(_1)i+j+k

/ —s
"kZZ (Ai% 4 j2 4 k2)s = 4= 27E() L4 (9) (B.25)
1,],K€
41 (1-9)/2 2N + 3 e ; 1
+?A Y ) (- )i (4N +1) P Ko_q [ 2mi A(2N+§) .
ieIN NelNg

Second formula for T,(A;s). This time we separate the terms according to whether (j, k) =
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(0,0) or (j, k) # (0,0) and write

—1)
To(A;8) =2 ZN ((Alz)s + (B.29)
S
where
1—|—]+k

B.30
]1;2 IGZZ A12+] +k2) ( )

Using (A.22) gives

—1)¢
2§35Aﬁ;::—2A—%1—2*4ﬂgQ9. (B.31)
ieIN

It remains to analyse the sum for J(s). Using the integral formula for the gamma function (A.2)
leads to

POT))() = [ Y (1) e TP (1) AT g (B.32)

[0,00) jkeZ icZ

Applying the modular transformation (A.9) gives

1 2y,
n’SF(s)](s) _ = §5—3/2 ]+k (2 +k?) o Tt(ity 1?2/ Ax dx. (B.33)
V& o™ Y L
Setting N = j2 + k? and using
-7 1+ 2/ Ax _ H— 2/ Ax _ —7t(i ) / Ax
Y e =2 Z e~ =2) e (B.34)
ieZ i€eINp ieIN
gives
POTE)(s) = L (~)Vn(N) [ xR vy (B35)
A NieN [0,00)

The integral can be evaluated in terms of the modified Bessel function, (A.3),

H~

i1\
ATEIE) = ¥ (—1)Nr2(N)<\/N2) K, , (271(1'—%) %) (B.36)

Nl
IS
z
b
Z
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It follows that
(_1)i+j+k

/
Z./].EZ (A% 4 j2 4 k)¢

= —2A7°(1—21"%)7(2s) (B.37)

4 s

i~ 1\ 1. [N
+mmN§N(—l)Nr2(N)<\/ﬁ2> K, 3 <27‘[(1—§) Z)'

Two formulas for L(A;s). On substituting the results of (B.14) and (B.28) back into (B.6) we
obtain a formula for L(A;s) in terms of K;_1 Bessel functions:

L) =4 (A) oo+ T4 (143 ) -2 (B.38)
L e ) o ()

I'(s) VA

On the other hand, if the results of (B.20) and (B.37) are used in (B.6), the resulting formula for

L(A;s) involves K_1 , Bessel functions:

L(4;s) =2 (%)sé(zs) +2\/§(A+1)S%g (s_ %) L, (S_ %)

2 1\°
= - I (1-2s)/4
T (\/A+ \/Z) ) N,iZE]NN r2(N) (B.39)

oty (o) e (-3) iy (- ) |

The formulas (B.38) and (B.39) can be used as checks against one another. Moreover, the

. ; (s—1)/2
+—2””(¢Z+i) Y, ¥ (—1n@N +1) (ZNJ %> - (27“' AGN +3

i€EN NeN,

~

formulas offer different information about special values of the lattice sum, as will be seen
in Section G.
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Appendix C

Evaluation of the Two-Body Lattice Sum for
a Rectangular 2D Lattice

For the lattice sum with Gram matrix (5.47) ,

Y[R+ (] =2229) {1 = 42(1+ 72)_5} +4 Y P, e

i€Z i,jEIN,i#]

we use Van der Hoff and Benson’s original expression derived from a Mellin transformation

and the use of theta functions, 3%

/!

Z [xz + (i+a)2] T = V(s - %) + A 2 (£>S_% cos(27ma)KS_%(27Tn]x]) (C.2)

i€z T(s) [x[*71 0 T(s) Jio \ ]

witha € (0,1). Using a = 0 and x = j (7 > 0) we get a fast converging series in terms of
Bessel functions,

_1
/

DLRNCL RO pit e N o o e

ijeZ jez I(s) [y I'(s) &7 v \ 7]l
(C.3)
which simplifies to
a \2]” 2/nl(s — 3)7(2s —1)  8x° n\52 ,
2+ (7)? T 27(2s) + 2 + (—) K. 1 (2mynj).
L [P+ 0] =20s) T M), o k) K1)
(C4)

The additional Riemman zeta function comes from the case when (j = 0,i # 0). As the Bessel

function K, (x) decays exponentially with the argument x, for v < 1 it is computationally
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advantageous to rewrite the sum into

! —S l —S ! —s
YR+ =L v =L [B0Y] (cs)
ijez ijez ijez

and we get in a similar fashion

YEY RG] =202 + zﬁr(sr—( D6~ 1)

ijeZ
Ty (")S%K 27y nj)
+ — - 12y iy
T(s)y5T2 e \J 2

(C.6)

This formula is identical to the one given by Bateman and Grosswald.[®*! For computational

efficiency, we rewrite Eq.(C.4),

!

2 22— 7(0s
i,].;z [ + ('Y]) i| g(z )+ I*(S),),Zsfl F(S)’)’ 1N

and we can do the same for Eq.(C.6).

240



Appendix D

Direct Summation Approach to Three-body

Lattice Sums

Unfortunately, the three-body sum is slowly convergent and cannot be analytically expressed
in terms of lattice sums containing a single quadratic form as for the Epstein zeta function. [13]
It has therefore been treated in the past by direct summation methods. Along the Bain path, we
can express the ATM potential in terms of lattice sums dependent on the parameter A similar

to the two-body potential such that
ESV(R, A1) = A{ER(R, A) + E4(R, A)} (D.1)

with Eg = f,/R% and E4 = f,/R°.

In our previous work!104229.230,380-382] 'ywhere more complicated forms of three-body forces
were used, we produced the cartesian coordinates of the vectors Ry; for a specific lattice first
and stored them for further use in (5.17). For this, one could use the fcc lattice basis vectors
(1,1,0)7, (1,0,0)T, and (0,1,1)7, as a starting point and for the different cuboidal lattices
scale the cartesian coordinates (x,, Yy, zn) such that we have \/ALiH(x” VA, yn,zn).[104'397'599]
However, for the simple ATM potential this offers no advantage in terms of computer time
and memory requirements. Moreover, as we shall see the simple form has some advantage
for the determination of the minimum distance for a A dependent energy (D.1) at a specific A
value. We therefore decided to use (D.1) directly by utilizing the permutation symmetry iy <> j;
for the vectors i and f

The convergence for the two individual 3-body terms as well as the sum of both in Eq. (D.1)
is shown in Figure D.1 for the bcc lattice (A = %) setting A = 1 and Rpjn to the minimum
nearest-neighbor distance of a (12,6)-L] potential. The rather slow convergence of both terms
El(f)(Rmm,A) and ES’)(Rmm,A) with increasing Nmax is obvious. Nevertheless, the sum of
these terms exhibits significantly faster convergence, and Nmax = 100 proves in principle to

be sufficiently accurate for our analysis. However, due to the computational time scaling of
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O(NE,.,), calculating the ATM term for a specific A value already demands 4 weeks of CPU
time on a single processor. We therefore use a far more efficient evaluation of the three-body
term through the Epstein zeta function as introduced originally by Crandall and put into
a computer efficient form by Buchheit and co-workers.[3”] This allows to evaluate general

three-body lattice sums to machine precision within minutes on a standard laptop.

0.02
I —— 4E,
—— 4E,
r 3) _
001 | o AEQ) = AE+AE,

coh

)

max

AE (N

-0.01

-0.02 1 1 1 1 1 I L L I L
0 10 20 30 40 50 60 70 80 90 100

max

Figure D.1: Convergence of the ATM terms Egr(Nmax, Rmin,A), Ea(Nmax, Rmin, A) and
E®) (Nmax, Rmin, A) (Eq.(D.1)) for the bcc lattice A = % using a (12,6)-L] potential. Ry, is

set }’Eo 0.951864818662439, the minimum distance for the bec lattice of a (12, 6)-L] potential. The
values show the difference in energies AE = E(Nmax — ) — E(Nmax) to the extrapolated
value Npmax — 00. The limit for Npy,x — co was obtained from a linear extrapolation over NI;;X
of the last two values at Npmax = 90 and 100. This gives AER (Nmax = 100) = —9.283159 x 10~4,
AE 4(Nmax = 100) = 9.461724 x 10~* and AEg(Nmax = 100) + E4(Nmax = 100) = 1.785654 x

107°.

For our detailed analysis, we tabulate the following properties along the Bain path:
Ecoh(Ar Rmin)/ aEcoh(A)/aR’R azEcoh(A)/aRz‘R aEcoh(A)/aA‘R azEcoh(A)/aAzyR
The latter two derivatives are obtained analytically for the two-body force (see Ref. 103 for

min’ min’ min’/ min

details) and numerically for the three-body force. For the general L] potential we used the
(n, m) combinations (6,4), (8,6), (12,6) and (30, 6). The latter represents a hard-wall potential

accompanied by a attractive long-range dispersive r° term.
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Appendix E

Three-body Lattice Sums

The three-body lattice sums for the ATM potential for different A-values according to Eq. (5.25)
are listed in Table E.1. The data was obtained from the treatment of the Epstein zeta function as

described in section 5.2.5.
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Table E.1: Values for ATM three-body lattice sums.

3 3 3 3 3
A £7(A) 7(A) ® = £5(A) + £ (A)
0.10000000000000000 94.323511425615860 -69.582608619579300 24.740902806036560
0.11111111111111111 78.996234807153090 -51.772409380650180 27.223825426502913
0.12222222222222222 68.141987707984340 -40.523230176857204 27.618757531127130
0.13333333333333333 60.127931145011650 -33.031920833977730 27.096010311033922
0.14444444444444444 54.014423818716900 -27.821816896120083 26.192606922596810
0.15555555555555555 49.227632547044850 -24.065452623566330 25.162179923478533
0.16666666666666666 45.399641069773320 -21.274409710807973 24.125231358965350
0.17777777777777777 42.284826583051180 -19.147330114086900 23.137496468964287
0.18888888888888888 39.713541043931286 -17.491030258502235 22.222510785429050
0.20000000000000000 37.565176004582040 -16.177483733401676 21.387692271180384
0.21111111111111111 35.751832524862300 -15.119334299395149 20.632498225467145
0.22222222222222222 34.208057391103196 -14.255421758422894 19.952635632680300
0.23333333333333333 32.884186353006996 -13.541936344866237 19.342250008140766
0.24444444444444444 31.741906110675053 -12.946849917296078 18.795056193378983
0.25555555555555555 30.751222581342716 -12.446315486424176 18.304907094918548
0.26666666666666666 29.888344501346580 -12.022282828652422 17.866061672694160
0.27777777777777777 29.134177122870604 -11.660884764889580 17.473292357981023
0.28888888888888888 28.473231311321676 -11.351323228504182 17.121908082817498
0.30000000000000000 27.892820967578835 -11.085086344259825 16.807734623319007
0.31111111111111111 27.382464087618917 -10.855388996987124 16.527075090631797
0.32222222222222222 26.933429942612158 -10.656766985644794 16.276662956967370
0.33333333333333333 26.538392635746654 -10.484778456088293 16.053614179658368
0.34444444444444444 26.191163135730186 -10.335781403352645 15.855381732377538
0.35555555555555555 25.886479914810245 -10.206765870266250 15.679714044544000
0.36666666666666666 25.619843846530660 -10.095225986419386 15.524617860111277
0.37777777777777777 25.387386879598203 -9.9990613779312730 15.388325501666927
0.38888888888888888 25.185766737800538 -9.9165004740401060 15.269266263760429
0.40000000000000000 25.012081855389425 -9.8460403104795870 15.166041544909831
0.41111111111111111 24.863802178265250 -9.7863988838762060 15.077403294389043
0.42222222222222222 24.738712502866125 -9.7364771433200620 15.002235359546063
0.43333333333333333 24.634865795888576 -9.6953284459936560 14.939537349894920
0.44444444444444444 24.550544514439906 -9.6621338408291200 14.888410673610792
0.45555555555555555 24.484228380961902 -9.6361819377060480 14.848046443255853
0.46666666666666666 24.434567397857776 -9.6168524107358490 14.817714987121931
0.47777777777777777 24.400359140141877 -9.6036024011992400 14.796756738942634
0.48888888888888888 24.380529560080320 -9.5959552491335140 14.784574310946809
0.50000000000000000 24.374116689926883 -9.5934911064150800 14.780625583511807
0.51111111111111111 24.380256747943890 -9.5958390788033300 14.784417669140566
0.52222222222222222 24.398172246700100 -9.6026706173911090 14.795501629308987
0.53333333333333333 24.427161776971960 -9.6136939362561870 14.813467840715774
0.54444444444444444 24.466591199811035 -9.6286492771770470 14.837941922633988
0.55555555555555555 24.515886026805056 -9.6473048769029430 14.868581149902113
0.56666666666666666 24.574524806789046 -9.6694535196819120 14.905071287107134
0.57777777777777777 24.642033368202980 -9.6949095794417950 14.947123788761190
0.58888888888888888 24.717979791452187 -9.7235064733021200 14.994473318150071
0.60000000000000000 24.801970006178507 -9.7550944620320370 15.046875544146474
0.61111111111111111 24.893643925210420 -9.7895387441317570 15.104105181078666
0.62222222222222222 24.992672040848475 -9.8267177994030350 15.165954241445434
0.63333333333333333 25.098752420626415 -9.8665219451811340 15.232230475445277
0.64444444444444444 25.211608049226257 -9.9088520744194820 15.302755974806772
0.65555555555555555 25.330984471164940 -9.9536185498382640 15.377365921326671
0.66666666666666666 25.456647695517326 -10.000740232325285 15.455907463192048
0.67777777777777777 25.588382329509372 -10.050143625200935 15.538238704308440
0.68888888888888888 25.725989912504650 -10.101762118796010 15.624227793708641
0.70000000000000000 25.869287425869180 -10.155535322025365 15.713752103843817
0.71111111111111111 26.018105957551953 -10.211408469676325 15.806697487875624
0.72222222222222222 26.172289503063816 -10.269331895722843 15.902957607340980
0.73333333333333333 26.331693886967138 -10.329260564360926 16.002433322606210
0.74444444444444444 26.496185791055442 -10.391153651638422 16.105032139417020
0.75555555555555555 26.665641877180228 -10.454974171488043 16.210667705692188
0.76666666666666666 26.839947994200763 -10.520688640873030 16.319259353327737
0.77777777777777777 27.018998459845170 -10.588266779406624 16.430731680438555
0.78888888888888888 27.202695409400450 -10.657681239450945 16.545014169949510
0.80000000000000000 27.390948204127140 -10.728907363179943 16.662040840947200
0.81111111111111111 27.583672893138015 -10.801922963620449 16.781749929517560
0.82222222222222222 27.780791723221473 -10.876708126908810 16.904083596312660
0.83333333333333333 27.982232691721270 -10.953245033538540 17.028987658182730
0.84444444444444444 28.187929138152157 -11.031517796468115 17.156411341684050
0.85555555555555555 28.397819370709860 -11.111512314338800 17.286307056371058
0.86666666666666666 28.611846324266285 -11.193216138171746 17.418630186094546
0.87777777777777777 28.829957246812050 -11.276618350194180 17.553338896617873
0.88888888888888888 29.052103411639130 -11.361709453496548 17.690393958142580
0.90000000000000000 29.278239852844173 -11.448481271471891 17.829758581372290
0.91111111111111111 29.508325121990370 -11.536926856036661 17.971398265953710
0.92222222222222222 29.742321063989510 -11.627040403757988 18.115280660231520
0.93333333333333333 29.980192610464800 -11.718817179160165 18.261375431304643
0.94444444444444444 30.221907589035680 -11.812253444459664 18.409654144576024
0.95555555555555555 30.467436547115813 -11.907346395178287 18.560090151937530
0.96666666666666666 30.716752588962620 -12.004094101029036 18.712658487933580
0.97777777777777777 30.969831224834856 -12.102495451618665 18.867335773216197
0.98888888888888888 31.226650231227172 -12.202550106530040 19.024100124697128
1.00000000000000000 31.487189521251523 -12.304258449363747 19.182931071887780
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The total lattice sum shows a minimum at the bcc structure (A = %), see Figure 5.8. In order




to prove this, we show that for any v; € C

=0 (E.1)

Jd .3 (-
=i (@)
OA™MA) A=1/2

holds. As the ATM potential is a finite sum of three-body zeta functions, its derivative therefore
also vanishes. Let ¥(A) = B' (A)ii with ii € Z%. Then

0 1 _ _Va_c’(l/Z)TDic'(l/Z)
dA BT (A)AV | 412 |X(1/2)v+1 7
with the diagonal traceless matrix
-2/3 0 0
D=B"(1/2)(BT(1/2)'=| 0o 1/3 o0
0 0 1/3
which is convenient for our proof as we shall see. Thus
d .(3) - / X'D¥ 1 1 1 §#'Dy 1 1 1 Z'DzZ
= v = — V1 =S Voo - V3 oo
aatna®|,_ = A R R e s Y g

(E.2)
with the convention Z = i — X¥. As A(1/2) is the bcc lattice, we can choose a rotated lattice A
such that Ag = ¢ (Zd u(zé+1/ 2)) and the resulting lattice sums do of course not depend on
this particular choice.
The bcc lattice Ag in this representation now exhibits the property that for Z € Ay also its
cyclic permutation

0Z = (22,...,zd,zl)T,

is an element of Ag. Thus we have 0" Ay = A for any n € IN.

We now show that sum over the first term in Eq. (E.2) vanishes and thus, in complete
analogy, the two remaining sums as well. Averaging over cyclic permutations and using that
permutations of the elements of Z do not change the norm, we find

ST D7 2
¥Dx 1 1 1 / T~/ 11 1 1 1
_— S e ((U”x) D(ax))a o
i, PR ER - 3 0 b EERVElER
But as D is diagonal, we have
2
Y (("%)D(e"%)) = [#PTe(D) =0,
n=0
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as D is traceless. With the same argument for the remaining two sums, we have thus shown
that all three terms in Eq. (E.2) vanish. Thus also

Jd .3) -
=7 Caa) (V) = 0.
0A A4) A=1/2

Finally, recall that the three-body cohesive energy is a recombination of three-body zeta

functions , 3 3
B) /5 — (3) (3) (3)
and therefore,
9 .(3) _
ﬂEcoh = 0.

A=1/2
O
The defining integral for CE\S) can be meromorphically continued to v; € C by means of
the Hadamard integral. This, however, requires the computation of derivatives of the Epstein
zeta function, which can be avoided for the special case of the ATM potential. Here, only the
7 = (—1,3,5)" term leads to a hypersingular Hadamard integral, which can be reduced to a
standard integral as follows. We readily find that

Zay(K)dk =0, v>d,
E*

and thus also the meromorphic continuation to v € C equals zero. Hence, we have

(1,13 = o [ 2o 1B (Zan®Zaa0) — 202 0)Za5(0)) o

VA JE
where the right-hand side is defined as a regular integral as the term in brackets scales as k2
around k¥ = 0, due to reflection symmetry as k — —k. In conclusion, the ATM potential for
any lattice and any dimension can be written in terms of three generalized zeta functions that
can, in turn, be efficiently computed to machine precision from singular integrals that involve
products of Epstein zeta functions.

We display the behavior of the one-dimensional three-body zeta function Z(Z3 ) and

two-dimensional three-body zeta functions Zéi) for SL = Z? and ZI(%Z for

HL =

1 1/2|_,
0 \/5/212

as a function of 7, including its meromorphic continuation, in Fig. E.1 and Fig. E.2. We observe
simple poles at v; + 12 +v3 = 2d and v; +v; = d — 2n, n € N, where i # j.
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a) v b) v
Figure E.1: Three-body zeta function for A = Z computed via the Epstein integral
representation for ¥ = (v —2,v,v + 2)T including its meromorphic continuation (a). The

dashed gray lines indicate the simple poles at v € 3/2 — IN, corresponding to the condition
vi+v; € d+2N fori # j, and v = 2/3, corresponding to v; + 12 + v3 = 2d. Panel (b) offers a
magnified view of the region close to the origin.

] II"I
= 0o
+ 1 [ ] 1
N S il
D 10 : vl
| S N RS
: [ ] | I | 1
= | HE Apex
N 0 — HE .
2 -1 0 1 2 3 4 5
a) v b) v

Figure E.2: Two dimensional three-body zeta function a) for the square lattice A = SL =
Z? (blue) and the hexagonal lattice A = HL (orange) as shown in Figure 5.4 for R = 1
via the Epstein integral representation for ¥ = (v —2,v,v + 2)7 including its meromorphic
continuation. For v < 1, the three-body zeta function for the square lattice and the three-body
zeta function for the hexagonal lattice are visually indistinguishable. The dashed gray lines
indicate the simple poles at v € 1 — 2N, corresponding to the condition v; +v; € d + 2N for
i #j,and v = 4/3, corresponding to v + 15 4+ v3 = 2d. Panel (b) offers a magnified view of the
region close to the origin.
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Appendix F

A Minimum Property of the Lattice Sum
L(A;s)

It was noted that on the interval 1/3 < A < 1, the packing density function A has a minimum
value when A = 1/2. Provided that s > 3/2, the corresponding lattice sum L(A;s) also attains

a minimum at the same value A = 1/2. The proof for this condition is provided in ref. 377.

Theorem F.0.1. Let L(A;s) be the lattice defined by (B.5), that is,

L(A;s) = Z’(#)S_ Z’( A+l )S (F.1)
; ez ¢(A;i,7,k) ijikeZ Al +1)2+ (G +k)2+ (i + k)2 .
wheres > 3/2and 1/3 < A < 1. Then
iL(A‘s) =0 and a—ZL(A'S) >0 (E2)
0A " alin e ‘

As consequence, for any fixed value s > 3/2, the lattice sum L(A;s) attains a minimum
when A = 1/2. Graphs of L(A;s) to illustrate this minimum property are shown in Fig.F.1. In

the limiting case s — co we have

10 if A=1/3,
L(A;e0) = lim L(A;s) =kiss(A) = {8 if1/3< A <], (E.3)
12 ifA=1.

We find an interesting relation between the lattice sum and its first derivative,

iL(A;S)

S
0 = “L(A;s) (F4)

A=1 A=1
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Figure F.1: Graph of L(A;s) versus A for various values of s For s — oo we have at both ends
of the interval L(A = };00) = 10 and L(A = 1;00) = 12.

which can be proved as follows. On calculating the derivative using (F.1) we obtain

0 2s

—L(A;s) = Z (k* + ik + k—z)( ATl )SH
9A (A+17, &=, I AGH )2+ (+ 02+ (i + k)2

and on setting A = 1 it follows that

0

s K2 + ik + jk — ij

A=l 224 AR ik ki)

Now replace the summation indices (i, j, k) with the cyclic permutations (j, k,i) and (k, i,j) and
add the three equations to obtain

0 S v PP+ jk ki
3ohLAs) =5 = .2] 5 = 71
A=1 ijkez(i* + j* + k* +ij + jk + ki)
s / 1 S
= — — —L A,'S .
2i,]kzez(12+i +k2+ij+jk+ ki) 2 ( )‘Azl
This proves (F.4).
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Appendix G

Analytic Continuations of the Lattice Sums
L(A;s)

We will now show that the lattice sums L(A;s) can be continued analytically to the whole
s-plane, and that the resulting functions have a single simple pole at s = 3/2 and no other
singularities. We do this in steps. First, we show that the lattice sums each have a simple pole
at s = 3/2 and determine the residue. Then, we show that the analytic continuations obtained
are valid for the whole s-plane and there are no other singularities. Finally, values of the analytic
continuations at the points s = 1/2and s = 1,0, —1, —2,... are computed. In particular, the
evaluation of T>(A;s) ats = 1/2 in the case A = 1 gives the Madelung constant, e.g., see [ 365],
[ 111], [ 115].

We start by showing that L(A;s) has a simple pole at s = 3/2 and determine the residue.
In the formula (B.38), all of the terms are analytic at s = 3/2 except for the term involving
{(2s —2). It follows that

. 5= tim (5-3/2) "2 (14 1) 725 -
SI_1>131}2(S—3/2)L(A,S) = 51—1>I31}2(S 3/2)5 — (1 + A) C(2s —2) (G.1)
1 3/2 .
=27A (1 + Z) 32131}2(5 —3/2){(2s —2)
= 2 A1 % Y timu— 1) g () = T (A1)

\/Z 2 u—l \/Z

where (A.16) was used in the last step of the calculation. It follows further that L(A;s) has a
simple pole at s = 3/2 and the residue is given by

Res(L(4;s),3/2) = —— (A+1)%2. (G.2)

VA
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This corresponds to 12 times the packing density, i.e.,
Res(L(A;s),3/2) = 12A4. (G.3)
For example, taking A = 1 gives
Res(L5C(s),3/2) =2V2n (G.4)
while taking A = 1/2 gives
Res(L5C(s),3/2) = 3v/3 /2. (G.5)

Laurent’s theorem implies there is an expansion of the form

A e | - i n
L(A,s)—s_3/2+co+n§cn(s 3/2) (G.6)
where
c_1 = Res(L(A;s),3/2) = —— (A +1)*/2 (G.7)

VA

and the coefficients ¢, c1, c2, ... depend on A but not on s. To calculate cy, start with the fact
that

. TA 1\° C_1 7T 3/2 1
1 1+ — 2s —2) — = A+1 2y —2+1 14+ —
ng}z(s—l(JrA) §(2s-2) 3—3/2) AT 2y 2t log (14 4
(G.8)
where v = 0.57721 56649 01532 86060 - - - is the Euler-Mascheroni constant. Then use (B.38)
and (A.5) to deduce

_ 3 3
co = lim (L(A;s) - - 31/2) = V2(A+1)*%¢ (E) Ly (5)

+ T (Ar1)?? (27—2+10g (1+%)) (G.9)

VA
27 1
n T (A+ 1)3/2 k,NZGN%YZ(N) exp (—27Tk\/m>

2 3/2 (—1)kr oxp | — 1
+\/Z(A+1) k,Ié]N p 2(4N +1) p< 2nk,/A<2N+2>>.
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Interchanging the order of summation and evaluating the sum over k gives

o =V2(A+1)¥%¢ (g) L, (g) (G.10)

+\/—7TZ(A+1)3/2 (27—2+10g (1+%))

21 3/2 —27/AN
——(A+1) r2(N)log (1—e
VA Ng\l ( )

~ 2L (A1 Y n(dN+1) log (14 emmv2AGNT ),
\/Z NelNy

Numerical evaluation in the case A = 1 gives
col 41 = 6.98405 25503 22247 93406 . . . . (G.11)

We now evaluate the analyticity of the lattice sums at other values of s. By (A.6), the double
series of Bessel functions in (B.38) converges absolutely and uniformly on compact subsets of
the s-plane and therefore represents an entire function of s. It follows that L(A; s) has an analytic

continuation to a meromorphic function which is analytic except possibly at the singularities of

the terms A1V

4(%) £(5)L_a(s) (G.12)
and ) N

7T

a (1+Z> [(25—2). (G.13)

The function in (G.12) is analytic except at s = 1 due to the pole of {(s). The function L_4(s)
and the exponential function are both entire. The function in (G.13) is analytic except ats = 1
and s = 3/2.

The singularity at s = 3/2 was already studied before.[?262%] Using (A.16) and the values
of (0) and L_4(1) in (A.19) and (A.20) we find that

4 (%) C(5)L_a(s) = % +O(1) ass—1 (G.14)
d
B TA MY s —ay = “AEDT L 60 ass 1 (G.15)
s—1 A - 2(s—1) ' '

It follows that the sum of the functions in (G.12) and (G.13) has a removable singularity ats = 1
and thus L(A;s) is also analytic at s = 1. The analyticity at s = 1 can also be seen directly
from the alternative formula for L(A;s) in (B.39). We thus showed that L(A;s) has an analytic

continuation to a meromorphic function of s which has a simple pole at s = 3/2 and no
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other singularities. Because L(A;s) has only one singularity, namely s = 3/2, the Laurent
expansion (G.6) is valid in the annulus 0 < |s —3/2| < o0, i.e., forall s # 3/2.

By the theory of complex variables, the analytic continuation, if one exists, is unique, e.g.,
see Ref. 600. Therefore analytic continuation formulas can be used to assign values to divergent

series. For example, the Madelung constant is defined by

, (_1)i+j+k
M = - ;
i,]',kZeZ (12 + ]2 + kZ)S

(G.16)
s=1/2

This is interpreted as being the value of the analytic continuation of the series at s = 1/2,

because the sum diverges if s = 1/2. From now on, we shall use the expression “the value of a

series at a point s” to mean “the value of the analytic continuation of the series at the point s”.
For the A-dependent case, on putting s = 1/2 in (B.28) we obtain an analytic expression for

the value of

M= ¥ DT (G.17)
ez (APHPHR)S .
which specialises to the Madelung constant in the case A = 1. We have
M(A) = —4(1 =2"°)¢(s)L_4(s) (G.18)
s=1/2
AT (192 2N + 3 e 1
S / —
+ r(s) g\r N;;\T 1)ir2 (4N + 1) ( P ) Ks_q (27‘(1 A(2N + 2))
0 s=1/2

Now use (A.4) and (A.5) to express the Bessel functions in terms of exponential functions. The

result simplifies to

M(A) = 4(vV2 - 1)¢ (1) ( )+22 y (—1y 2UNED oniARNTT, (G 19)

2 icN NeN, 1/2N-|-%

On interchanging the order of summation and summing the geometric series, we obtain

_ 1 r2(4N +1) 1
M(A)_4(f2—1)g<2)L 4( )—2INEZNO Nt <e7f\/m+1>' (G.20)

When A = 1 this gives the Madelung constant defined by (G.16). Numerical evaluation gives

M = M(1) = —1.74756 45946 33182 19063.. .. (G.21)
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which is in agreement with [ 111] (apart from the minus sign which we have corrected here)
and matches the value of d(1) in [ 111].
In a similar way, starting from (B.14) and using (A.5) and (A.19) we obtain

Y s 12 — =47 (1) Ly (1) LTV Y r2N) omiv/aN
ez (APF P HE) ) 2 2 3 iNeN VN

1 7'(\/_ r2(N) < 1 )
—47( = 4+ . G.22
C(Z) (2) Ne]N VN \e27VAN _1q ( )

Numerical evaluation in the case A = 1 gives
1
Z/ 5 75s = —2.83729 74794 80619 47666 . . .. (G.23)
ez (PHPHR) 21

Now, from (B.6) we have for the fcc lattice

1 / 1 1 ) (=1)iHtk
L(A=11)=— —— + — i . (G.24)
( 2> \/Ei,]',kzez (i + j2 + k2)* s=1/2 \/Ei,j,kez (12 + j2 + k2)* s—1/2
Hence, using the values from (G.21) and (G.23) we obtain
L <A —1; %) — —3.24198 70634 10888 39428 . . .. (G.25)

We now turn to the value of the lattice sum at s = 1. It was noted above that (B.38), which
involves K;_1 Bessel functions, contains terms with singularities at s = 1 and therefore is not
suitable for calculations at that value of s. Instead we can use (B.39), which involves K;_1,,
Bessel functions. As in the previous section, two steps are involved. First, the the K;/, Bessel
functions can be expressed in terms of the exponential function by (A.5). Then, the double sum
can be reduced to a single sum by geometric series. We omit the details and just record the final
results and corresponding numerical values. From (B.20) we have

1

)9 _ﬂ_2+4_7f§(1)L (1> y rz(N)( 1 )
ijkeZ (Ai2 +j2 + k2)s 3A AT \2 A NeN VN \e2nVN/A _ 1
(G.26)
while (B.37) gives
/ (—1)Hi+k _—m? 27 N 72(N) 1

Then (B.6) can be used to write down the value of L(A;s). For example, when A = 1 the above
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formulas give

/ 1
- - = —8.91363 29175 85151 27268 . .. (G.28)
i’j’kzez (2 + 2+ K2)s .
and
, (_1)i+j+k
Z 55 s = —2.51935 61520 89445 31334 .. .. (G.29)
ez (BHPHE)

Then taking s = 1 in (B.6) gives for the fcc lattice

’ = (12 + ]'2 + kZ)S o1 i (12 + ]'2 + k2)s - .
= —11.43298 90696 74596 58602.. .. (G.31)

We note a connection between two of the values in the above analysis. By setting A = 1 in each
of (G.22) and (G.26) we obtain the remarkable result

/ 1 / 1
R =T R . (G.32)
This is consistent with [ 111] and is the special case s = 1 of the functional equation
T(s)Ty(1;s) = o (39T (g - s) T (1;% - s) : (G.33)

This functional equation can be deduced from the two formulas for T (A; s) in (B.14) and (B.20),
as follows. Replace s with % — s in (B.14), then multiply by ns_%l“(% —s)and set A =1 to get

73T (g - s) T, (1;% - s) (G.34)
= 47T (g — s) ¢ (g — s) L_y4 (; - s> 4275 T (% — s) ¢(1—2s)

(3-s)/2
+4 Y r(N) (g) i Ky (2m‘\/ﬁ>,

i,NeEN

where we have used the functional equation for the gamma function in the form I'(3/2 —s) =
(1/2 —5)I'(1/2 —s) to obtain the second term on the right hand side. Now apply the functional
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equations (A.4), (A.17) and (A.18) to deduce

7= G-s)r (g — s) T (1;% — s) (G.35)
— 4725T ! Y D) Lorsr(s)z(2
=47 (s—§>§(s—§) 4(s—§>—|— T (s)C(2s)

+4i’N2€N r2(N) (ﬁ)s K, (2m\/ﬁ) .

N|—

The functional equation (G.33) follows from this by using (B.20). In addition to providing
another proof of the functional equation, the calculation above also demonstrates the
interconnection between the formulas (B.14) and (B.20). Further functional equations of this
type are considered in [ 111].

We now evaluate the values ats = 0, —1, —2, —3,... for the lattice sum. Recall from (B.38)
that

A+1\° A 1\°
L(A;s) = 4 (L) Z(5)L_a(s) + T4 (1 + —) 7(25 - 2) (G.36)
2 s—1 A
2715/ A 1)\° N\ D72 Y.
+ W (\/Z—i— ﬁ) ill\gN Tz(N) (1—2) Ks—l (27‘[1 AN)
(s—1)/2
275/ A ( 1 )5 : 2N +1 , 1
+ T (VA+ — 1)y (4N + 1 : Ko 1 | 27y /AN + =
o(s) Vi) Lk (CUnEN+D (= 1 (N +3)
On using the values {(0) = —3, {(—2) =0, L_4(0) = J and the limiting value lim;_,01/I(s) =
0 we readily obtain the result L(A;0) = —1. Moreover, since
((=2)=0(—4)=0(-6) =--- =0, (G.37)
Log(=1) =L 4(=3)=8(-5)=---=0, (G-38)
S S
and Sh_)rrlbm =0 ifN=0-1,-2,... (G.39)

it follows that
L(A;—1) =L(A;-2) = L(A;-3) =--- = 0. (G.40)

The graph of L(A = 1,s) obtained from the formulas (B.38) and (B.39) on the intervals
—10 < s < 10and —7 < s < 0is shown in Figure G.1, which illustrates the properties discussed
in this section.

We briefly consider the behaviour of the lattices in the limiting cases A — 07 and A — +oo0.
For example, from Eq.(5.13) we can easily see that one of the basis vectors become zero in the
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124+---

3
2

Figure G.1: Graph of y = L(A = 1;s) for —10 < s < 10 for the fcc structure. Inlet shows
y=L(A=1s)for-7<s<0

limit A — 07, leaving a sub-lattice of lower dimension. We therefore discuss each case A — 0F
and A — +oo both in terms of theta functions and then in terms of the lattice basis vectors.
First, consider the limit A — 0. In the interval 0 < A < 1/3 the theta function is

0(A;q) = Z qg(A;i,]',k) _ 2 q(A(i+j)2+(j+k)2+(i+k)2)/4A. (G.41)
i,jkeZ i,jkeZ

As A — 07 we have gUt)?/44 5 0 and g(th)*/44 —, 0 unless j = —k and i = —k, respectively.
Hence,

lim 0(A;q) = li HHR)2H(i40)?) /44 G.42

Ay, ) = i, by ( Z_k]_Z_kq G4

= lim q )P/aA qkz.
A=07 kezz k:z—oo

This corresponds to the one-dimensional lattice with minimal distance 1. The kissing number
is 2, which is in agreement with the other lattices in the range 0 < A < 1/3, as indicated in
Table 1. In terms of the lattice basis vectors for the bct lattice we have

B—GLo)T E—GoL)T E—(OLL>T (G.43)
1 2’2\/2’ ’ 2 2//2\/Z s 3 lzmlz\/z . .

The only linear combinations 7 = iEl + ]Ez + kEg, (for i,j,k € Z) that remain finite in the
limit A — 0" occur when i = —k, j = —k in which case we obtain 7 = —kEl - kEz + kBg, =
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—k(1,0,0) ". That is, the limiting lattice is just the one-dimensional lattice consisting of integer
multiples of (1,0,0) .
Now consider the limit A — 4-co. For A > 1 the theta function is

0(A;q) = Y 8K = Y7 AN R R /2, (G.44)
ijkeZ ijkeZ
Since qA(i+f)2/2 — 0as A — +ocounless i = —j, it follows that
1 A(i+])2+(j+k)2+(i+k)%) /2 _
A—lgloog(A q) Z ( Z q (G.45)
jkeZ \i=—j
. 2 2
_ Z q((]—i—k) —j+k)?) Z q] +k
jkeZ jkez

This is the theta series for the two-dimensional square close packing lattice with minimal
distance 1. The kissing number is 4, in agreement with other values in the range A > 1 given
by Table 1. In terms of the lattice basis vectors we have

2 _ 1 oz _ 1 o _ 1 T
bl_ﬁ(\/Z,LO), by ﬁ(\/Z,o,n, b3 ﬁ(o,m). (G.46)

The only linear combinations 7 = iEl + ]Ez + kEg (for i,j,k € Z) that remain finite in the

limit A — 400 occur when i = —j, in which case we obtain
- .7 fid - . 1 . - T T
0 = by +ba ks = [](o, 1,1)7 +4(0,1,1) } . (G.47)

This is isomorphic to the two-dimensional square close packing lattice with minimal distance 1,

rotated from the coordinate axes by 45 degrees.
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Appendix H

Bessel Function Expansions of the Lattice

Sums for the Burgers Path

In the following we concentrate on the lattice sums H" and HY, so we do not have to carry the

factor f(B1, B2, B3) along.

H.1 The lattice sum H",

In three dimensions the lattice sum defined through a quadratic form is related to the Epstein
zeta function Z by Hg, = 2Zg, (s) as discussed by Terras (2991 where S; is a three-dimensional
symmetric and positive definite Gram matrix. The Terras decomposition of the Epstein zeta
function[>”! can be used for any Bravais lattice and an inverse power potential, and has been

detailed in our previous paper for cubic lattices,?*°]
1
7l (s — 1)t p2°T(s—3) [ g(2s)
Zs, (s) = 28 —=2)+ ——— =4/ —C(2s—1) + H.1

+47TS pl—ZS 1/4 Z (E)S—% 270UV K 2 TUT p(“)
I'(s) \ o), u cos 022 =3 022

u,v0eN

27'[5 tlfs T - 1— ST =1 % — —1=
Mo dersy L, ) (27519 T K (2T
@EZZ\{62}

Here S3 has been block-diagonalized to obtain the (2 x 2) symmetric sub-matrix S, = (;),
=T =T 6T\ /1 7
o= (M E )= (L ) (L0 (H.2)
Z S O, Ip 0, S2 y I
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and ¥/, Z are simple 2-vectors. This gives the relations,

Z=Sij = §=85,'% (H.3)
and
m=t+ij'Sy = t=m—-2Z'8;,'%7 (H.4)
with t # 0 and
S =det(sy) 1| 72 TR (H.5)
—012 011

The other parameters and functions are defined as follows,

2
p = {0’11 — @} (H6)

022

The modified Bessel function is defined as
Ky ( 2/ exp (u + uil) /2} du for l|arg(x)| < 37 (H.7)

with K, (x) = K_,(x),1%U The higher-order Bessel functions can be successively reduced to

lower order Bessel functions by

k() = 2V Uk, (2) + Ka(x) (H.8)

and all what remains to be evaluated are the Bessel functions K;, Ky and K;. Further, for

2
half-integer orders of the Bessel function we can use the equation
T _
Ki(x) = K 1(x) = [ o™ (H.9)
2 ~2 2x
The relation for the I'-functions is
I'(x+1)=xT(x) (H.10)

For the symmetric matrix S3 we permute the rows and columns in (6.25) and take

v O 1 wiam)
Ss(w,y) =10 1 w1 (&, 1) and  Sy(a,v1) = <w ) wl(“’%)> (H.11)
0 wila,7) wala, 1) 1(a,71) wa(a, 7

which for Z' = (0,0) gives ' = (0,0), and for the other parameters m = t = 2. Takin
g y P 2 g

2 2
o1 = Lon(a,1) = wi(a, 1), 0n(a) = wa(e, 1), pla) =1 - 6532(&7;1)) = i‘fgﬁm > 0 and
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det Sa(a, 11) = wa(e, 1) — wile, 11)* = ws(w, 1) = w2(a, 71)p(a) > 0for a € [0,1], and we

get
W 2al(s—1) L 2p(@)2 T (s— 3 T - 27(2s)
) = Gy T T® Ve P Gy
1
8%ws (&, y1)2° v s—3 2rtuvwr (a, 1) 2rtuvws(a, 1)
o)t 70 1 o ) o (Pt ) s (™)

4 s (T a1\ 7 [T o1
+ — u W' S, W Ks_1 ( 2mtyouy /@7 S, (H.12)
73 1F(S)w3(0¢,71) ug\f_‘ < >
weZ?\{0,}

and for the inverse S, matrix we have

_ 1 w (0‘/’)’1) _wl(‘x/’)/l)
g-1l—-__ - 2 H.13
2 w3 (a,v1) (—wl(oc,yl) 1 ) (FL.13)

The parameter p does not depend on 71 and p(a) = sin?(f;,) where 0y, is the angle between by
and b, that can be approximated as (26+ *) when a € [0,1].)

H.2 The lattice sum H,

This is the more complicated case, but we can use the expansion derived from Van der Hoff
and Benson’s original expression derived from a Mellin transformation and the use of theta

functions, 39!

(2mn|x|)  (H.14)

) [x2—|- (i—I—C)Z] o V(s — 3) + A ) <| |)S_%c0s(27m§)l<s

— 1
€2 I'(s) ’x|25 bOT) 2

with ¢ € [0,1). We rewrite the quadratic function (6.37) into

Qa(i,j, k,a, B1, B2, B3, 11, 72) = 73 [72_2(i +jewr(,71) + B2 + 13 2(jws (e, m1) + B)2 + (k + 2/3732) }
=% [v2 223, B, B 1) + (k + £2 7] (H.15)
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and get

) VT (51 :
HE(S/“/,BL,B2/,B3/’)/1/72) = _"Z QB(i’a’ﬁllﬁ2lﬁ3I,)/1/’)/2)_s = <—2> Z ‘xl’]'(“HBl’le’,)/l”l »

icz3 720 (s) ijez

+%chos(ﬂnﬁ3)< n ))S%KSl

Yy F(S) i,jeZnelN |x,-]-(oc, ﬁl, 52; 71

<271'Tl|xi]'(061 B1,B2,71)] >
72

Nl

(H.16)

with
J 2= (i+j B2y P2)2 H.17
xij(a, B1, B2, 71)" = (i + jwr(a, 71) + 5)° + (jws(a, 1) + F) (H.17)
One has to avoid xizj = 0 for this expansion. For the approximate range of («, 81, B2) parameters
(Table 6.1) with wy € [0,3], w3 € [@, 1], one can easily show that xizj > 0. This expansion
reduces the problem into a fast converging triple sum involving Bessel functions, and into an

additional double sum,
i B1y2 : B2y\2 27
Wi, B1, B2, 71) = ) {(z + jwr(a, 1) +5)° + (jws(a, 1) +5) } (H.18)
i,jEZ
which however is slowly convergent for low s values. We therefore use again expansion (H.14)

with ¢ = jw;(a, 1) + % and x = jws(a,v1) + % and get

V(s —1) ! (H.19)

W(a, B1, B2, 71) =
T(s—3) ez |jws(w, 1)+ B[22

1

s—1
471572 n ( [ B1
+ — : cos | 27tn |jew (&, v1) + —} )
M- D 2% (|]w3(rx,71) + %|> 2

)

The first sum can be turned into a Hurwitz zeta function h(s, x),

x Ks—1 (27“1 jws(a, 1) + %

1 - B2 Ba
i h (25 —2 Zwa(zx,’m)) +h (23 —21- W) (H.20)
J€Z 1] T 3ws(m)
with
hsx) = ¥ (H21)
Vi HENO (n + x)S .
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In summary, the lattice sum Hp is

7TF(S — 1) B> B>
2T (8)ws (@, 71V 2 (25 2 gty + 1 (25210 - ) )]
47°

s—1

s =1 2ntn|x;i(«
N 417r Yy Cos(ﬁnﬁs) n Ks_l( | xi5( ,ﬁlfﬁzm)!)
“PIT(s) ijez neN Y2 |xij(a, B1, B2, 71)] 2 72

Hi(s, o, B1, B2, B3, 11, 72) =

jws(a, y1) + P2

" 2

)

72
(H.22)
H.3 Adding both lattice sums
We can now add both lattice sums H fg and H g
4
Hh (SI &, 181/ 182/ Y1, ’)/2) - gO (SI i, ;Bll ;321 Y1, 72) + Z gi’l (SI o, ﬁl/ 52/ 53/ Y1, 72) (H23)
n=1
with
2nT(s —1) 2p(1x)%_51"(s - T
&P, P2s s - 2s —2) + 2s — 1
80 (S « 181 182 T1 72) ’)’%S_zr(s)wg,(lx, 'Yl)C( S ) F(S) wz(zx, ’Yl)g( )
27(2s) nl (s —1) B B, B B
w2 (&, 71)* " V2T (s)ws (&, 1) %2 {h (ZS > 2‘”3(”"“”)) o <2S 1 2‘”3(“'71))}
(H.24)

where the first three terms originate from H,4 and the last one from Hp, and each of the

following g, terms containing an infinite sum of Bessel functions such that

1 1
8mtws(a,y1)2 " (i>s_2 <Z7W1(oc,’n)ij) ( ..we,(oc,%))
S, &, = - cos | ——"—"L VK | 2mij——L"
@601 =10 Tt anle7) )4 (i)

(H.25)

s—1
47° ITJTsz_lzTJ> : o1
2 (5,0,71,72) = — —_— K1 (27'[1172 w'S, w)
TG ( 2 v
weZ>\{0,}

(H.26)

263



s—1
4 n , B1
83 (s,a,B1, B2, 71, 72) = 72l (s) jeZ;Z, ng\} (|jw3(06, D+ %|> cos (Znn {]wl(zx) + > })
(H.27)
ko (2t + 2]

NI—=

4778 7tn,33) n B
75T (s) f,];mgfos( 2 <|xl'f(“'ﬁ1'ﬁ2"“)'> (H.28)

x K1 (Zﬂn’rz_1|xij(“,51,[32, 71)!)

84 (S/ n, ,51/ ,52/ 153/ Y1, ’)/2) —

, 1 @lm)?
with p(a,71) = 1 wy(a,71)

sum H4, and g3 and g4 from the lattice sum Hp.

> 0 as defined before. Here g1 and g, originate from the lattice

For computational purposes we need to treat the first three Bessel sums more efficiently. For
the first Bessel sum g; appearing in H, we use permutation symmetry between i and j and get,

1 1 1
8ws(a,y1)2 7" 1 (i)S_Z (j)S_Z (27'ca)1(1x,71)ij>
S,0,71) = 1—50; - + (= cos | —— =
a1t V I'(s)y/wa(a, 1) iszEIN( ’ ]) J ! wz (&, 71)

w3, v1)

x K 5 %
where §;; is the Kronecker symbol.

For the triple sum g, we simply use the fact that S, ! is a symmetric matrix and get,

571
475 ZT)TS?lZT) N
= I L, o) (n—§>
v T(s)ws(a, 1) nen weZ?\{0,}
w1 <wy

x Ks_1 <2ﬂn72\/ﬁ)T551Z5>

The last sum g3 and g4 for Hﬁ cannot be further simplified, only for the special case 1 =1

g2 (s,a,)
(HL.30)
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we get for g3

s ) .\ s—1
s pumm) = T D () K (o)
+ 7;1?(55) i,].;N(_l)i cos (27w (a, 71)if) (H.31)

s—1

oy i Ks—1 (27fi (J'w3(“' M)+ I%))

ke{-1,+1} <jw3(06, 71) + %)

and we used cos(x + n7t) = (—1)"cos(x) and remember that B, > 0 and jws(a) > 3kB2. The
tirst single sum is related to the infinite sum in (H.14) and is one of the most common Bessel
function series in the literature!®®?l. In general, however, the two triple sums g3 and g4 are fast
convergent. We note that for larger s values we obtain large compensating numbers for the
individual terms in the lattice sums, which offsets double precision results. In this case, taking
the direct summation for the lattice sum for values s > 8 is the preferred option as outlined in

the next section. Alternatively, one can switch to quadruple precision arithmetic.
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Appendix I

Relation between the lattice sums of the fcc

lattice

Here we show how eq. (6.47) can be brought into the more common form (6.48). Starting with
(6.47) we have

—s
Lie il = Y@+ 2+ 28)+ ) ( i+ 3)* + (2 + 3)% +2(is + %)2> (L1)
icz3 icz3

> (<%>2+<%>:2<%>2)5:225 E (e

i1=ip=i3(mod 2) i1=ip=i3(mod 2)

using the standard notation for congruences. Since i; and i, have the same parity, both of i1 — i»
and i; + ip will be even. Hence, we make the change of variable iy — i, = 2x and 71 + i, = 2y,
or equivalently iy = x +y and i; = x — y. This gives

_s —
Ly pfe =0 Y 2% 422 + 2i§) =2 )y <x2 +2+ ig) T2
x+y=i3z(mod 2) x+y=iz(mod 2)

Now x + y and i3 will have the same parity if and only if x + y + i3 = 0 (mod 2). The indicator

function for this condition is

%<1+(_1)x+y+i3>: 1 ifx+y+iz3=0 (mod 2),
0 ifx+y+i3#0 (mod?2).

On applying this to the sum above we deduce

. —S
Lige 4 e =25y 1 (1 + (—1)”3’“3) (xz +y 4 i%) (1.3)
ic73

and this is (6.48).
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Appendix ]

The Bain path as part of the

symmetry-broken Burgers transformation

In this appendix, we show that part of the Burgers path!?¢? after joining the bcc¢sfcc
transformation path for values & > ., where . is the bifurcation points dependent on the
exponents (1,m) of the L] potential, is identical to the classical Bain path[?0434] at ¢ = 1 with
variable ;. From continuum mechanics we know that the position of each material point, X,
within a body at a reference configuration S, can be followed along a deformation to a target
configuration S through the displacement field x(X), such that the new position is given by
7 = x(X). The mapping from the initial to the end point is given by the deformation gradient
tensor, F = Vx(¥), that maps every vector from the reference configuration to the target[603604],
If dx is a line element in S, its length in S, is therefore |dy| = +/|Fdx|? = VdxTCdx,
where C = F ' F is the symmetric positive definite Cauchy-Green tensor. Hence, C has positive
eigenvalues, A;, corresponding to the transformation |Fdx|?, and orthonormal eigenvectors.
For a lattice £(A) = {Ai = ¥, ind,|i € ZN}, the transformation to a lattice £(B) is given by
an affine map x(X) = FX + ¢, where C is a translation vector that can be set to zero. Thus, the
transformation £(A) — L£(B) is represented by Bi = FAi, which leads to F = BA~1. Applying
this formalism to the current three-dimensional case of the Burgers transformation, we see that
the relation between two conventional unit cells defined along the Burgers path with « and &’

is given by the deformation gradient tensor,

, 1 0 0
_ a / /
F:Ba/Balzz wp — SR 20 J.1)
0 0 L
T2

where w; = 152, w3 = 31/(1+a)(3 — a) and for & = &’ we trivially have F = B,B; ! = I. The
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shift vector transforms under this deformation as

(B, , N
=5 B | = =3 ) - “’;—‘;’3] Bi+ |2 s (7.2)
ps [%] B3

A polar decomposition can be performed on the deformation gradient tensor, such that F = RU,
where R is a rotation (orthogonal) matrix and U is a symmetric positive definite matrix called
stretch tensor[003.604] Hence, the Cauchy-Green tensor is C = UTU, since detR = 1. Therefore,
the stretch tensor is calculated as U = +/C and its eigenvalues are s; = /A;, corresponding
to the stretches of the body along each direction in the lattice, thus capturing shape changes
without considering rotations. The stretch tensor is then given by

I+l g 0
t t

u= % 771;72 77%4't|’72| 0 (J.3)
0 0 |ns
where t = \/1+17%—|—17§—|-2|172|, m o= wp— 52, = wi/ws, and 73 = 75/72. The

eigenvalues of U show the scale factors along each direction are given by

a |1 a'y!
2= 3 [t e e R e ama w=TE gy

Both transformations from the bcc structure at &« = % (Burgers) and « = 1 (Bain) to fcc have
the eigenvalues s; = 1.2573106383758839 and s, 3 = 0.8890528784535745, which implies that
both follow the Bain path but with different orientations in three-dimensional space. Note that
= \/552,3 which is characteristic of the Bain transformation. This concludes our proof.
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Appendix K

Some useful relations for the lattice
parameters along the bcc-to-fcc phase

transition

To discuss the rhombohedral distortion of the bcc phase to another phase as mentioned already
by Max Born in 1940135%6%] e need to analyze the Bain part of the Burgers transformation in
more detail. The transformation from our unit cell (shown in blue color in Figure 6.4), spanned
by the vectors bi (see eq.(6.28)) chosen for the Burgers path with an additional atom at position
Us (thus a bi-lattice by definition), to a primitive unit cell (shown green color in Figure 6.4) is
only possible along the cuboidal transformation path from bcc (¢ = 1/3) to fcc (« = 1) (or vice
versa) where the crystal is completely defined by a single unit cell. Since the unit cell, given by
B.upb, defined here contains two atoms, the condition for the primitive unit cell, By, is that

V, = det(Bp) = det(Beyp) /2 = Ve /2 (K.1)

Choosing the lattice basis vectors for the primitive unit cell as 1 = 75, po = b, and f3 = bs,

the only way to ensure that the volume per atom is preserved is by the following condition

g P CZLZZS) —1 (K.2)

where B3 = 77 as detailed below. From egs.(6.27) and (6.29) we get the condition for two of the

B parameters in terms of a,

B = fz_(l(l__“l)z +1 (K.3)

A further condition can be applied that keeps the tetragonal body-centered symmetry followed
during the Bain path, namely, that the central atom is located at the center of the parallelepiped
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during the transformation,
I N
% = 5 (b1 by + b3> (K.4)

Further, it is convenient to write the shift vector ¥, in terms of the E,-—basis as

o)
= |fp1——F | += by+ - |=—|bs . K.5
2 {’81 wie) | P2 lws(a)] P2 el K5

such that in addition to eq.(K.2) we get
B =ws(ax) and Bz =72 (K.6)

for any a € [£,1]. From this we derive

3—uw

pr=1+wi(a) = — (K.7)

Let ¢; be the angle between by and the projection of pp into the (5152)-plane. The constraint
on the position of the second atom in the cell also implies ¢; = 01,/2, where 01, is the angle
between b; and by. Therefore, using the half-angle formulas for cosine and sine together with
Eq. (6.29), we obtain

1 + «
= 4 / =4/ (K.8)
/ﬁz + ‘32 /52 + ﬁZ
which then fixes the ratio to
‘31 3—u
[ Y e K.
=V (K9)

This relation is in agreement with the KHS model values where we fixed f; = 1, see Eq. (6.59).
From Figure K.1a, it can be seen that the largest deviation from eq.(K.9) within « € [0,1] is
found for the (30, 20)-L] potential with a magnitude less than 2 x 10~ due to numerical errors.
Hence we get the interesting result that Eq.(K.9) is valid for the whole range of « € [0,1] and
for any choice of L] potentials. Moreover, any symmetry breaking effect in f; will lead to a
symmetry breaking in B,. And last, the derivatives of B; with respect to a are also connected
to the corresponding derivatives of 8. Also note that from Egs. (K.6) and (K.7) it follows that
B3 + B3 = 2P, along the Bain path for a € [3,1].

We can also derive more approximate but useful relationships for the lattice parameters.

The tangent of the angle between b3 and the projection of 7 in the (5253)-plane is

B1w1 + Bows

B372 (K.10)

tan ¢3 =
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Figure K.1: a) Deviation from Eq. (K.9) for the Lennard-Jones potentials studied here, where
B [3—a
,B_; B 1+zx

The numerator in this formula is equal to 1 for fcc and bec at @ = 1. For hep, ¢3 = 20.56°,

op = . b) Deviation from Eq. (K.12) for the Lennard-Jones potentials.

whereas for both fcc and bec (¢ = 1), we get ¢3 = 26.57°. Using the centering conditions in Eq.

(K.6), this relation simplifies to
1+ w1

73

As can be seen in Figure K.2 for the different Lennard-Jones potentials, the variation of this

tan ¢ = (K.11)

angle is small during the cuboidal transformation between bcc (¢ = %) and fcc. One could
naively constrain this angle to be constant along the Bain transformation, such that tan ¢3 = %,
i.e., ¢3 = 26.57°. Therefore, the parameter -y, can be approximately related to « along this path
by

To(a) = /3 —a (K.12)

Keeping this angle constant means that as the base gets skewed along a variable « path, the
height of the unit cell must compensate to keep the tilt of the body-centered atom position in
the (Ez, Bg) plane fixed, making all right triangles in this plane similar.

Instead of fixing the angle ¢3, another possible constraint is keeping the volume fixed
along the transformation. That is, for a = 1, we have V = 9ow3 = K. From Figure S3
in the Supporting Information, we see that the volume changes slightly when using a very
soft potential. Since both hcp and fcc have the same volume, we can arbitrarily set K = /2.

Therefore, another approximate formula for 7y, appears:

8

pyy (g (K.13)

Y2(a) =~

Since this formula for 75 is highly dependent on the choice of K, its usefulness could be limited,
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Figure K.2: Angle between b3 and the projection of p; on the plane spanned by b, and b3. The
horizontal line is ¢3 = 26.57°, which correspond to both fcc and bcc.

however the deviations are less than 0.15 from hcp to fcc when K = V2. Furthermore, Figure
K.1b shows that the deviation of 7, from Eq. (K.12) is also less than 0.10 within the interval
of the Burgers transformation. Hence, these two formulas can be used for initial guesses at
optimizations with exact lattice sums or ab initio methods.

In the case of a cuboidal transformation at constant & = 1, it is straightforward to show that
71| = §1/2+ 73 leads to 7 + B3 + B3 = 2+ 73, or, due to 73 = f3,

pi+pz=2 (K.14)

while keeping the centering conditions. By means of Eq. (K.9), we see that this condition leads
toBr(a=1)=pB(a=1)=1.
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Appendix L

Proof of the Parity Condition

We use mathematical induction to prove the parity condition that was mentioned at the end of
Section 10.2.1.

Suppose N is a positive integer. For x = xjx---xy € ZY let |x| = E]-Iil x; and define
fioi{1,2,...,N+1,N+2} = {A,B,Clby fx(1) = A, fx(2) = B,and forj = 1,2,..., N by
, fx(j) if x;=0,
fx(i+2) =" o - (L.1)
{A,B,CI\{fx(j), x(+1)} if xj =1

For example, if x = 00101 € Z3, then |x| = 2 and

(fx(1), fx(2), fx(3), fx(4), /x(5), fx(6), fx(7)) = (A, B, A, B,C, B, A).

Theorem 1. Suppose N and x are as above.

If N and |x| have the same parity, i.e., N + |x| is even, then
(fx(N+1), x(N+2))=(A,B), (B,C) or (CA). (L.2)
If N and |x| have the opposite parity, i.e., N + |x| is odd, then
(f«(N+1), x(N+2)) = (C,B), (B,A) or (AC). (L.3)

That is, fx(N + 1) and fx(N + 2) occur in the positive cyclic order A —+ B — C — A if N and
|x| have the same parity, and in the negative cyclic order C -+ B — A — C if N and |x| have
the opposite parity.

For the example, if x = 00101 € Z3 as mentioned above, then 1 + |x| = 5+ 2 is odd, and
(fx(6), fx(7)) = (B, A). This is an instance of Case 2 of the theorem.
Proof. Use induction on N. If N = 1 then (fx(2), fx(3)) = (B, A) or (B,C) according to
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whether x = 0 or 1. Hence, the result holds true for N = 1, and that is enough to start the
induction. For clarity, we include the case N = 2, and note that

(/x(3), x(4)) = (A, B), (A4,C), (C,B) or (C,A)

according to whether x = 00, 01, 10 or 11, respectively. Thus, the result holds for N = 2.

N+1
Z2

Now assume that the result holds for some value of N. Lety & and write

y = X1X2 - - - XNXN+1- Let X = x1X7 - - - xn. By the inductive hypothesis we have

(A,B), (B,C)or (C,A) if N+ |x|iseven,
(C,B), (B,A)or (A,C) if N+ |x|isodd.

—~

(fx(N+1), fx(N+2)) = {

There are four cases to consider. When N + |x| is even, we have
(fy(N+1), fy(N+2), fy(N+3)) = (A,B,A), (B,C,B)or (C,A,C) if xny11 =0 (L.4)
and
(fy(N+1), fy(N+2),fy(N+3)) = (A,B,C), (B,C,A) or (C,A,B) if xy+1 = 1. (L.5)
When N + |x| is odd, we have
(fy(N+1), fy(N+2), fy(N+3)) = (C,B,C), (B,A,B) or (A,C,A)if xny11 =0 (L.6)
and
(fy(N+1), fy(N+2),fy,(N+3)) = (C,B,A), (B,A,C)or (A,C,B)ifxyi1 =1 (L7)
Observe that (N + 1) + |y| is even in the cases (L.5) and (L.6), and for those cases we have
(fy(N+2), fy(N+3)) = (B,C), (C,A) or (A,B).
Similarly, (N + 1) + |y| is odd in the cases (L.4) and (L.7), and in those cases we have
(fy(N+2), fy(n+3)) = (B, A), (A,C)or (C,B).
This completes the proof by induction.

Now letx = x1xp---xN € Zé\’ as before, and let X = X; X5 - - - be its periodic extension with
period N by defining X, = x, where m is any integer, and r is the unique integer satisfying
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N|(m—r)and1 <r < N. Define fx : ZT — {A,B,C} by fx(1) = A, fx(2) = Band forj € Z*
by

fx(]'+2){f(j) A
{A,B,CI\ {fx() x(+1)} if X;=1

For example, if x = 00101 € 73, then its periodic extension is 001010010100101 - - - and
(fx(1), fx(2), /x(3),...)=(A,B,A,B,C,B,AB,AC,AB,...).

The next result gives a necessary (but not sufficient) condition for fx to be periodic with period
N.

Theorem 2. Suppose x € ZY and let X be its periodic extension. If fx is periodic with
period 1, then N + |x| is even.

Proof. We prove the contrapositive. If N + |x| is odd, then by the second part of Theorem 1,
fx is not periodic with period N. This completes our proof.
In summary: For periodic Barlow packings with period N we have the condition that N + |x|

is even.
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Appendix M

Properties of the Lattice Sums L4, L4 and
LAB

We discuss some important properties of the lattice sums for the Barlow packing. For simplicity
we set s’ = s/2 and neglect the prime for the following. We remember that r = (k, —k;)/N €
Q,0 < r < 1. Suppose v = N7y is a positive real number and let

LA,y = Y (P4ij+ P+ k+n)?) (M.1)
ijkez

and

sy = ¥ ((+32+G+DG+D+ G+ +272k+0%) M2
i,jkeZ

In fact, the series for L44 (s,r,7) is defined for all real values of r except integers. The series for
LAB(s,r,7) is defined for all real values of r. Both series converge for s > 3/2 and diverge for
s < 3/2. The rapidly converging series that we will obtain in Appendix O will provide analytic
continuations to other values of s. For large exponents s one can use direct summation and by
exploiting the permutation symmetry between i; and i, in the equations above.

On replacing the summation index k with k 4 1 it follows that
LA (s, r +1,9) = L (s,r,v) and LAB(s,r +1,9) = L48(s,1,7) (M.3)

and so both functions are periodic in r with period 1.
By replacing k with —k — 1 in the series, it follows further that

LA%(s,r,v) = L4 (s,1=r,v) and LA(s,r,y) = L% (s5,1—1,7). (M.4)
Therefore, it is sufficient to study and evaluate LAA(S, r,v) for0 <r <1/2and LAB (s,7,7) for
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0 < r < 1/2. In fact, for the case that r € Q we only need the lattice sums for r = 1/N, ..., m
withm = 1/2orm = (N —1)/2N if N is even or odd. This saves considerable computer
time as the lattice sums to be evaluated scale now linearly with N. This only holds if symmetry
breaking due to the shifting of hexagonal layers along the c-axis is neglected where the number
of lattice sums still scale like N? (see Eq.(10.39)).

The series LA (s, r,y) is well defined for 7 = 0 as the denominator is never zero. The series
LA4(s,r,7) is not defined for r = 0 because the term corresponding toi = j = k = 0 is

undefined. We therefore subtract that term and consider the limiting function LA (s, ) defined

by
LA(s,) — lim (LAA<s,r,v>—#) -y !

(M.5)
where the prime indicates that the term corresponding to i = j = k = 0 is omitted from the
sum.

The following result will be required later in our analysis:

Lemma 1. Suppose N is an integer, N > 2 and g = % Then

N—-1
V4
Yy, L4 (Srﬁﬂ) =L (s,70) — L"(s,7) (M.6)
=1
and

R ¢ AB AB

Z L (S/ N/ 7) =L (S/ 0, 70) —L (S, 0, r)/) (M7)
=1

Proof. By straightforward calculation we have

N-1 / N-1 s
Y LA (s,ﬁ,v) =Y ¥ (P+ii+P+rPk+ 5P

=1 (=1 ijkez
N=1 ) .. b 72 2 =S
:ijkzezg; (z +ij+ "+ 1z (KN + ¢) )
N =S / =S
= YT (PHi+PREkN0?) = ¥ (Pt 2+
ijk€Z (=0 i,j,k€Z

where the primes indicate that the terms correspondingtoi =j=k=¢=0andi=j=k =0
in the respective sums are omitted. Now set K = kN + ¢ and observe that K takes each integer
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value exactly once as k and ¢ range over their respective domains. It follows that

N a4 ¢ P2 e 2 292\ " r(2 2 212\ °
Y L (s,N,'y): ) (z +ij+] +'yOK> - Y <z +ij+] +7k>
=1 ij,KEZ ijkez

=L (s,7) — L(s, 7).

This proves the first result.
The proof of the second result is similar and easier because there are no primes as the term

corresponding to i = j = k = 0 is not omitted. This finishes our proof.
We now analyse the limiting behaviour for s — oo, which is related to the kissing number
of the packing. Therefore, we calculate the limits of LA%(s,7,7), LA8(s,r,v) and L4(s,v) as

s — oo. We start with the latter.

Lemma 2. The following limit holds:

6  ify>1,
gEgLA@/w:: 8 ify=1, (M.8)
+oo if0<y <1
Furthermore,
g&#%%&wza if0< <1 (M.9)

Proof. If |y| > 1 then
min (F+ﬁ+ﬂ+%ﬁ):1

ijkez
(i,jk)#(0,0,0)

with the minimum occurring for
(i,j,k) € {(£1,0,0),(0,+£1,0),(1,-1,0),(—1,1,0)} ify>1
and for
(i,j, k) € {(£1,0,0),(0,+£1,0),(1,-1,0),(—1,1,0),(0,0,£1)} ify=1.

By counting the number of points in each set, it follows that lim L%(s,y) = 6 if v > 1 and

S—00

SlggL (s,v) =8ify=1.
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If0 < |y| < 1then
min (4] 44 0) =7 <1
(i £000)

with the minimum occurring for (7, j, k) = (0,0, £1). It follows that
. A _ : 251 A —
Sl;rgoL (s,7) = 40 and Sl;rgoy L%(s,y) = 2.
This proves our lemma. Next we look at the corresponding limits for LA4(s,r,v) and

LAB(s,7,7).
Lemma 3 Suppose v > 0. Then

1 if0<r<1/2,

lim y2r® LA (s, r, ) = (M.10)
sTree 2 ifr=1/2,
and
1 s 3 if0<r<1/2,
lim (— + ,erz) LAB(s,r,9) = (M.11)
s \3 6 ifr=1/2.
Hence,
)
0 if ¥ > %,
1 ify=land0<r<1/2
lim LA%(s,7,v) = T / (M.12)
sy 2 ify=landr=1/2,
| o0 if0<y< %
and
( 1 /2
0 lf’)’ > ;\/;,
3 ify=1/2and0<r<1/2,
lim LAB(s,7,v) = T \/; (M.13)
50 6 ify=1/3andr=1/2,
. 1 /2

Proof. Since 0 < r < 1/2, it follows that

. Do a2 2 2 2.2
m +ij+ 7+ k+ =
i,j,klenZ (l R gl r) ) v

and this minimum occurs only for (7, ], k) = (0,0,0) if 0 < r < 1/2, and additionally at (7, j, k) =
(0,0, —1) if r = 1/2. This accounts for the limits of 1 and 2 in the result for LA4(s, r, ).
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Next, we have
1
. C 1 c 1y, 1 C 132 2 2\ _ 2.2
min, (37 + G+ DG +1) +(+32+ P k+0?) = 5+
and this minimum occurs for
(i,j,k) = (0,0,0), (—=1,0,0), (0,—1,0)
if 0 < r < 1/2, and additionally at

(i,j,k) = (0,0,—1), (=1,0,—1), (0,—1,—1)

if r = 1/2. This accounts for the limits 3 and 6 for the function L48 (s,r,7v). This proves our

lemma.

280



Appendix N

Properties of Barlow Lattice Sums

The lattice sum for the periodic Barlow packing X = (XX ... Xn) is given by

N N-—
LX(s) = LA(s,y) + % Yy Z LXiXivt (s (N.1)
i=1 /=1

where v = N and yo = /2/3 for the densest packing, and

[ XiXips e (s) X=X (N.2)
(S/ ,)/) - AB i . ] ' °
L S, N/f)/ if Xl 7& XlJr(/
or equivalently N
LX) (5, ) — LAA (s, =, ’Y> if X; = Xj, (N3)
Y . .
LAB (s, %1,7) if X; # X,

By separating the terms in (N.1) into the two cases1 < ¢ < N —iand N+1—-i </ < N, we

deduce ,
—1

N N— N N N N-1
Z Z LXiXist (5,9) = Z Z LXiXitt (5, 9) + Z Z LXi&ivt (5, ) (N.4)
=1

i=1 i=1 i=10=N+1—i

o~
—_

Put j = i + /£ in the first double sum on the right, and put j = i + £ — N in the second double

sum, to deduce

N N— N-1 N N i-1
2D WAARIERIED M DR ALTIEIRS v sARAI TR 9
i=1 (=1 i=1 j=it1 i=2j=1
_ Z 1.5 X; (s,7)+ Z LXiX; (s,7) =2 Z LXi%; (s,7),
1<i<j<N 1<j<i<N 1<i<j<N
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where the properties LXXi+N (s, ) = LXXi (s,9) and L%%i (s,) = L% (s,) have been used
in the last two steps. Using (N.5) back in (N.1) gives

2 X,
X)) =L +5 2 L") (N.6)
1<i<j<N

and this is the form given earlier in (10.40). Interchanging the order of summation in (N.1) gives

1
LX(s) = LA(s, — LXiXive (s, N.7
(s) (s,7) + L ; (5,7) (N.7)
A LN aa (L 1Y , AB (. ¢
=L, += Y Y pG oL (s, N,’y) += ) Y (-pG0))L (Sr Nr7>
N =1 i=1 N (=1 i=1
N-1 N-1
= LA+ Y 0O (5. 4,9) + X (- 8(0)L (5,4,7)
(=1 (=1
Now apply (M.7) to deduce

LX(s) = LB (5,0,99) + {LA(S,")/) — LAB(s, 0,7)} + I:Z__‘;(S(E) {LAA (s, %,7) — 148 <s, %,’y) } .

Since 6(1) = 6(N—1) = 0and §(¢) = 6(N —¢) for 2 < £ < N — 2, we can use the relations
in (M.4) to finally write

LX(s) = L (5,0,70) + {LA(s,) = L*%(5,0,m) } + j;zam {14 (s 407) =12 (s, ) §
(N.9)
or
LX(s) = LB (5,0,99) + {LA(S,’)/) — LAB(s, O,'y)}
2 E 00 ) 1 k)
+5(5) {LAA (s, %,7) — 1L4B (s, %,’y)} (N.10)

where 6(%) is defined to be zero if N is odd.
Assume N > 4. The observed phenomena about the lattice sum for a Barlow structure lying

between the hcp and fcc sums in proportion given by §(2) would follow immediately from
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(N.9) (or equivalently (N.10)) whenever the dominant term of the functions

A4 (s,%,f)/) — LB (S,%,'y> , 2</t<

™|z

is the term corresponding to ¢ = 2. Numerical evidence appears to back this up, and this needs
to be investigated further to determine the precise conditions when ¢ = 2 gives the dominant

term.

Example: Consider the hexagonal close packing, face-centred cubic, and 9R structures. For
simplicity we use yn = N7p. Then (N.10) gives

LAP) () = LAB(s,0,71) + { LA(s,72) — L"P(s,0,72) } (N.11)

L(ABC)(S) _ LAB(S,O,’)/l) + {LA(S,’)/3) . LAB (5,0, 73 } (N.12)
L(ABCBCACAB) (5y — [ AB(5 0 ;) + {LA(S’%) — LAB(s,0, 79)}
A

{LAA /9/’}’ ) LAB( /9/’)/9 }+0{LA ( /3/’)’9) LAB(S/%/’)@)}
+ 3 {LAA(S/ 9/ ,)/9) - LAB(S/ 9/ ,)/9)} . (N13)
In order to compare the sums, let N be the least common multiple of the periods 2 (hcp), 3 (fcc)

and 9 (9R) so that
=1lem(2,3,9) = 18.

Extend each structure to the common period N = 18 and use (N.10) to deduce

LAB) () = LAB(s,0,71) + {LA(s, ms) — L4 (s,0, ')’18)} (N.14)
+2 {16 fme) = L )+ 2 {1 s mae) = L (s ) |
+2 {LAA (S/ %/ 718) - LAB (S/ %/ 718)} +2 {LAA (S/ %/ ,)/18) - LAB (S/ %’718)} !

LUAPO(s) = L2B(s5,0,71) + { L (s, m18) = L4 (5,0, 715) } (N.15)

+
+2 {125, 5, ms) = L6, F5,mie) } +2 {29 (5, 45, 718) — 145, 5 o)
9
s 18, 11

+ {LM(s 35 m1s) — LAB(s, B, m18) |
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Table N.1: Values of LA4(s, %, Y18) — LB (s, 1—%, 718) for various values of s, for the 9R packing

(ABCBCACAB).

s=23

s=26

O 0NN Ul W N S

4.8858 x 10~%
45147 x 1077
5.7369 x 10~ 10
8.6516 x 10~ 13
1.4521 x 10715
2.6228 x 10~18
4.9967 x 102!
1.9828 x 1023

2.0683 x 10~*
4.3276 x 108
2.0192 x 10~ 1
1.4325 x 10~ 14
1.3144 x 1017
1.4350 x 10~20
1.7758 x 10~
1.6104 x 1026

LUBCBCACAB) (5) = 148 (s,0,7) + { LA(s, 718) — L*(5,0,71s) } (N.16)
+ % {LAA (S/ %/ ,)/18) - LAB (S/ 12_8’ 718)} + % {LAA(S/ 14_8’ 718) - LAB (S/ 14_8’ 718)}
+ % {LAA (S/ 15_8’ 718) - LAB (S, 15_8’ 718)} + % {LAA (S/ %r 718) - LAB (S/ %/ ’)’18)}
+ {LAA(S, 25, 118) — LAB(s, 1%,’718)} :

The values in (N.14), (N.15) and (N.16) are exactly equal to the values in (N.11), (N.12)

and (N.13), respectively, by Lemma 1. If the dominant term of the functions LAA (s, %, Y18) —

148 (s, %, 118), 2<{¢ <9, is the one corresponding to ¢ = 2, then we deduce the

approximations

LAB)(s) ~ L4B(s,0,71) + {LA(S, 718) — L4 (5,0, 718)}

+ 2 {LAA(S, %, ')’18) - LAB(S/ 12_8/ ,)/18)} 7
LABO) (5) ~ LAB(s5,0,71) + {L“‘(s, m8) — L4%(s,0, m)},

L(ABCBCACAB) gy ~ [AB(5,0, ;) + {LA(S’ mis) — LAB(s,0, ,m)}
+ 3 {LA(s, &, 118) — LB(s, &, 718) }
and hence we obtain
L(ABCBCACAB)(S) ~ 5(2)L(AB)(S) +(1- 5(2))L(ABC)(S)

where 6(2) = 2/3 is the second packing fraction for the structure ABCBCACAB calculated in
Table 10.1 and defined in Eq. (10.6). Some data to support the claim about the dominant term
is in Table N.1.
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Appendix O

Rapidly Converging Series of the Lattice

Sums for Barlow Packings

The lattice sum L4

The formulas presented in the following will provide analytic continuations to any complex
value of the exponent s. We start with the lattice sum for the quadratic form (10.34) which has

been derived before using a Mellin transformation and Jacobi theta functions?%4],
LA(7,5) = 67(6) L3(8) + —= 1> 24 (25— 2) ©1)
VA —1)

i(zn)s n (s=1)/2 4_7T .
e B () o ()

u(n) is the number of representations of n by the form i? + ij + j2. {(s) is the Riemann zeta
function, I'(s) is the gamma function and K;(x) the modified Bessel function of the second
kind. They are defined in Appendix A including the Dirichlet L_3(s) function. This expansion
is suitable for larger values of 7y because of the asymptotic behavior of the Bessel function,
Ks(z) ~ z71/2¢7%, and the pole at z = 0. This is especially important as ¥ = c/a grows with
increasing period N. In fact, for very large cells (large -y values) the Bessel sum can be neglected.

A second form of this lattice sum is given by

I'(s—1
LA(ms) = 27 0(2s) + oy S g st - )
(25-1)/4
A )2 (ﬁ) (@ )
+1_,(S),), + k,ENuZ(n) ” K 1 ,y\/ﬁ. (0.2)

Similarly, Eq. (O.2) is numerically more stable for smaller values of y. We will find two rapidly

286



converging series for both L44 (s, r,y) and LAB(s,r,). It is important to have two formulas so
they can be checked against each other.

The first formula for L44

Applying the gamma function integral in the form

1
w = —/ x5 le™®¥dx (0.3)
['(s) Jio,00)
gives
(Zﬂ)fsr(S)LAA(S, 1’,’)/) :/ 1 2 6727(7 (k+7)? Z 6727r 24ij+j%)x dx. (0.4)
[0,00) kez i,jEZ

Now apply the transformation formula for the theta functions to the double sum to deduce

(27T)7SF(S)LAA(S r, ,)/) 52 Z 6727'[7 (k+r)2x Z 6727'(1 +ij+j2)/3x dx (0.5)
\/— [0,00) kez i,jeZ
Z / x52 —Zn'y (k+r)? Ydx 4+ — Z Z / P 26—27172(k+r)2x—271(i2+ij+j2)/3x dx,
keZ keZ i,jEZ
where the prime means that the terms corresponding to i = j = 0 are omitted from the

summation. The first integral may be evaluated in terms of the gamma function, while the
second integral can be evaluated in terms of the K-Bessel function by means of the formula

s/2
/[0 . xSl b/xdy =2 (Z) Ks(2Vab). (0.6)

Hence we obtain

I['(s—1) y 1
V3(2my2)s-1 = |k + r|2s—2

(s—=1)/2
1“4+ 17 + 47 } .
VP IP N (sare) o (Greenyfeeiien).
€Z ijcZ

(27) _SF(S)LAA(S, r,y) = (0.7)
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This can be rewritten as

27.(,)/2st 1
LA%(s,r,v) = 0.8
(&:77) V3(s —1) kg [k +r[2=2 o9
2(2m)*

s () o (i)

where 15 (1) is the number of representations of N by the form i> + ij + j%. The sums over k can

be separated into the non-negative and negative cases to give, for 0 <r <1,

LA (s, 1, ) = jg(Z—zizls) (C(2s—2,7r)+(2s—2,1—71))
29173 s—1)/ 1S 4y
+ () (\/_) ng\Tn (n kezﬂl\lo(k—k YK g ( \/§(k+ )\/_) (0.9)
2’71_5 s—1)/ _ \1-s 47-['7 .
+ ) (\/_) ngwn (n ke;\lo(k-l—l r) Ks_1<\/§(k+1 r)\/—>

where N are the positive integers including the zero, and (s, r) is the Hurwitz zeta function

and {(s) the Riemann zeta function defined in Appendix A. The formula shows the symmetry
that LAA(S, r,y) = LA(s,1 — ).

A second formula for 44

First separate out the terms corresponding to i = j = 0 to write

AA —2s D a2 2 2\ °
L% (s,r,y) = Z |k+r|25 +z];Z keZZ (1 +ij+ i+ (k+7) ) (0.10)

=B Qs+ =)+ LY (Pij A k)
ijeZ keZ

Once again we use the integral for the gamma function to write

Y L (Pii k) = T / WY e M Y e e gy,

ij€Z k=cZ I'(s) ijez kez
(O.11)
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Now apply the transformation formula for the theta functions to the sum over k to deduce

DL (it ferhen )= g [0t Bl g e gy

ijeZ kez 7T(s) ijez kez

__T s—3 I —r(i+ij+i*)x —7tk? / y*x
= x°2 e 1+2 e cos(27tkr) | dx
15 o™ L L (2rekr)

ijez keN
7T° / x5 Z +1]+] x
= T2 e dx (0.12)
,)/ F<S) [0/ ) 1]€Z
S
+— 27 / x5 Y up(n)e” ™Y e ™/ 7°X cog(27kr) dix
’)’F(S) 0,00) nelN kelN

where u;(n) is as before. On evaluating the integrals, we obtain

P —s  JIT(s—3 1
Yy 'Y (12+1]+]2+’yz(k+r)2> _ VT —3) IE 2) y
ijeZ k=eZ vI(s ijez (i2+ij+j2)"2
1
47° k \° 2 27tk\/n
+ up(n) cos(27tkr ( ) K ( ) . 0.13
vI(s )kze:]N 2(n) cos(rir) TVn A ©.13)
This simplifies further, using the result!385606]
—S
y <i2 +ij +j2> =2 x 3757 (s) (z;(s, g, %)) . (0.14)
i,jeEZ
Hence we finally obtain, for 0 < r < 1,
_ 2 I'(s—3)
D45 ) =7 @) 8081 )+ DI e ) (- b Y - 3)
S
+ {L ) k2 cos(2mkr) ) %Ks_l (ZNk\/ﬁ) : (0.15)
Y20 (s) keN neN n(2s-1)/ 2 Y
The first formula for L45
We again apply the gamma function integral to write
LB(s,7,7) = (1%(7?)5 /Oo LY 2k Y =257 ) () qx - (0.16)
0

kez i,jEZ
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Next, apply the transformation formula for theta functions to the double sum to deduce

2m)° _ —o(i2
1AB s, 7, — ( / x52 e 27ty (k+r)? Wi~ 27 (i +z]+])/3xdx 0.17
= TG L A 10

where w = exp(27i/3) is a primitive cube root of 1. Now separate the term i = j = 0 to deduce

LAB(S ry) = (2 )S / x5—2 Z o2 (k4r)x 44 (0.18)
, \/—T(s) kez
(2m)° / 2 —272 (k+7)? —27tn/3
+——— e TR cos (221) up(n) e=2/3% dx
\/gr(s) keZZ ng\l : )

where u;(n) is as before. Here we used Euler’s formula, e = cos 6 + isin 6 and retain only the

real part as L8 (s, r, ) is real when s is real. On evaluating the integrals we obtain

21 1
LAB(s, 1, ) = —2542 - 0.19
) ms—l)” L G o

25 0t () Ko (e ).

\/— keZnelN
On separating the sum over k into non-negative and negative cases, we deduce
Dy 2512
LA(s,7,9) = S (g(25—2,1) + (25— 2,1 7)) (0.20)

V3(s —1)

2,),175 N . )
+ I'(s) (\f) ng\Tn 1)/ up(n) cos (222 )kgom& 1<f (k+7) \/—>

—271_5 s— i 1 n
ro (5 >Zﬂ§ V() cos () B g ke (7 (k1) Vi),

Note that (O.20) is identical to (O.10) apart from the cosine term. This formula does not hold
when r = 0 due to the {(2s — 2,0) Hurwitz zeta function and also the term k = 0 in the
tirst sum involving Bessel functions. We could take a limit, but it is easier to use the second

formula for LAB (s,7,7v), which we shall derive next. Again, the formula shows the symmetry
that LAB(s,r,v) = LAB(s,1 — 1, 7).

A second formula for L48

We introduce the abbreviation
Yy = (i+§)2+(i+§) (j+§)+(j+%)2 (0.21)
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to write (O.16) in the form

LAB(S, r ’)/)(S) _ (1%7-[) / 51 Z o 27Yijx Z e—2n72(k+r)2x dx. (0.22)
(s) Jiooo) ijez kez

Apply the transformation formula for theta functions to the sum over k to obtain

277)" _ oY 12 /(242
LAB(s,1,9)(s) = (—/ x$3/2 e 2x Y7 ok 27%) cog(2tkr) dx . (O.23)
T V2I(s) Joeo) i,j;Z keZZ

This is the same as the equation (42) in our previous paper[®# except that we now
have cos(27tkr) in place of (—1)¥. Proceeding as we did in that paper and with this modification,

we obtain
3y/ml(s—1
LAB(s,7,7)(s) = % (-3¢ (s-3) (G- 1D - 26— D)
27° 51 uy(3n —2) 27tk
+ —’ys+%r(s) kg'\}k cos(27tkr) ng\} (- %)(25_1)/4KS_% (T n— %) , (0.24)

This reduces to the formula (45) in Ref. 294 when r = 1/2. The formula (O.24) can also be used
to calculate the series when r = 0. As already mentioned for the lattice sum L 4, because of the

asymptotic behavior of the Bessel function, Ks(z) ~ z71/2

e %, and a pole appearing at z = 0,
egs. (0.10) and (O.20) are better suited for large values of v = N+ and therefore ideal for
Barlow packings with a large period N, while egs. (O.15) and (O.24) are better suited for small

values of 7.
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Appendix P

Bessel Function Expansions of Lattice Sums

and Their Derivatives

Formulae for the expansions of the Barlow lattice sums (11.22), (11.23) and (11.24) in
terms of Bessel functions have already been provided in our previous paper3”7l. For the
corresponding lattice sum derivatives with respect to the lattice constants {;} required for the
Newton-Raphson procedure we rewrite the Bessel function expansions in a more convenient

short-hand notation and set vy = yr = Y1 N 7is

LA(s,r,7) = A1(s) + 77 ZAx(s) + 29 5 As5(5) Y ten(5)Ksor (7Pxn) (P.1)
knelN
LA(s,7,9) = ¥ 2 As(s,7) + 715 A5(5) Y Y tra(s,7)Ksm1 (YPka (7)) (P2)
keZ nelN
LY%(s,7,9)(s) = ¥ 2 Aa(s,7) + v 2 A5(5) Y Y (s, 1) Ks—1 (vPrn(r)) - (P-3)
keZ neIN

with the coefficients,

27
M) = 6L Lals) | Aalsim) = = (G2 =2 +(25 =21 = 1)
Ass) = % (%) o tea(s,7) = up(m)nC D2 e[ (P4)
n (s=1)/2 n
malsn) =) (52) cos(350) L pl) = Vil

where Ay(s) = Ax(s,7 = 0), tgn(s) = tgu(s, 7 = 0), ug,(s) = ugu(s,r = 0), prn = Prn(r = 0)
andr = (ko —k1)/N € Q,0 < r < 1, if we neglect symmetry breaking effects along the c-axis,
and r = 1k, = v 'y k, With dig, = Yiky,. k,—1 Vi otherwise. Here, us(n) is the number of
representations of the positive integer n by the form i? + ij + j?. The gamma I'(s)(s > 0) and
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modified Bessel functions K;(x) may be defined by 2985
I(s) = / Fletdt . (P5)
[0,00)
and
b 5/2
/[ )xs_le_”x_b/xdx =2 <E> Ks(2Vab) . (P.6)
0,00
with the properties
Ki(z) = K_o(2) . ()
2542
Ks(z) = Ksta(2z) = ——Kota(2) (P.8)
and the asymptotic formula,
Ks(z) ~ Q/%e*‘z as z— oo, (|argz| <3m/2). (P.9)
The L_3 function is defined by
Loa(s) =37 |¢(s,5) — (. 3)] (P10)
where h(s,x) is the Hurwitz zeta function, which for x = 1 reduces to the Riemann zeta

function, i.e. {(s,1) = {(s).
We also introduced a second set of Bessel function expansions in our previous paper!®7],

1
L4%(s,7,7) = 7 *Bu(s,r) + 7 'Bas) + 7 "F2Bs(s) L okl 1K, (’Y_lfkn) (P11)

knelN
LA%(s,r,7) = 7 Bals) + 7 D Bs(s) X wnls, Ky (7 10 (P12)
knelN
with the coefficients
Bi(s,r) = (£(251) +8(251=1)) , Bals) = £15 = 5Bs(6)
2y/ml(s—1
Batsr) = D s ) (2e- D) - 26— 4.3) P13
I'(s—1
Buls) = 3w (1 -3 g (s 1) (26— b - 26— 13)
ks—2 »(3n—2)

Vkn(s,7) = (25—1)/4@(71) cos(27tkr) , wy,(s,r) = k2 cos(27tkr)
R

fin =27k\/n , gy = 2mky/n — 3
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For the lattice sum derivatives we require the derivatives of the Bessel functions,

0:Ks(x) = =Ko (%) + SKs(3) (P14)
0Ky (%) = —K-1(x) = SKi(x). (P15)

If we neglect symmetry breaking effects along the c-axis we have to consider the derivatives
with respect to the single parameter v = 7y only. For this, the lattice sum derivatives are easily
derived. For the first set we get,

O LA(s,7) =2(1 =)Ao (s)y" 2 = 29" 5 A35(5) Y tu(8) PrnKs (YPkn) (P.16)
knelN
I LA%(s,7) =2(1 =) Aa(5, )7 =1 A3(5) Y Y t5u (5, 1) pra (1) Ks (vpra(r))  (P17)
keZ neN
3, LAB(s,4) = 2(1 = 8) Aa(s, )7y % =y A4(5) Y. Y (s, 7) pra(r)Ks (vpra(r))  (P18)
keZ nelN
and
BLA(s,r,7) = (1=25)7 710, LA(s,7,7) + 27" A3(5) Y teu(s)PEKs1 (7Prn) (P.19)
knelN
RBLA(s,7,7) = (1= 25)7y 10, LA (5,7, 7) + 7' As(s) Y. Y teu(s,7) Pty (1) Ks—1 (7Pkn (7))
keZ nelN
(P20)
RLAB(s,7,7) = (1= 25)y 10, LB (s, 7,9) + 1 5 As(s) Y. Y wkn(s,7) PR () Ks—1 (7Pin (7))
keZ neIN
(P21)

For the second set we have,

BWLAA('y,S) = —'y_lLAA(s, r,y)— (2s — 1)7_25_1B1(s,r) (P.22)
+7 S+ Z vkn 5T fkn (771fkn)
kne]N
5 _
0y LA (1,5) = =y 'L (s,r,m) + 0 T UBs(s) 1 win(s,r)gK, 3 (7 'ge)  (P23)
knelN
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and

RLA(s,7,7) = —25’)/_2LAA(’y,s) —2(s+ 1)y 0,144 (P.24)
+ s+ Z Z)kn 57 fkn S— ( _1fkn)
knelN
RLAB(s,1,7) = —257_2LAB(7,5) —2(s+1)y 19,148 (P.25)
+ (S+ Z wkn S, r)gkn s— (7_1gkn)
knEIN

We now extend the lattice sum derivatives to the case where we include symmetry breaking
in the location of the hexagonal layers along the main c-axis. For the first set of derivatives we
use egs.(P.1)-(P.3) and remember that y = yr and r — 7k, = ’Y*ldkl,kz

a'ijA(Sz {’)’i}) = 2(1 - 5)71725142( ) 2')’1 SAS Z tkn pans ’)’pkn) (P-26)
knelN

4T 4
0, LA (s, {7i}) = %’Yl » {H—(ZS —1,7%k,) (fklk2 - 5j,[k1k271]> — Hi (25 = 2,111, } (P-27)

—'A(8) Yo Y b (S Tegky) Pien (Phyy) [1 — (k4 7hky) (Vk1k2 i kika—1] }Ks Y pkn (Tiky))

keZ nelN

47 1
a,ijAB(S, {r)/l}) — ﬁ,),l 2s {H_ (25 — 1, rk1k2) (rk1k2 — 5j,[k1k2 1 > H_|_ 2 T’klkz } (P28)
)" )

— ' ALS) Y Y sk (s, hy k) P (i) [ (k+ regpey) (Tklk2 i [kika—1 } Ks(r " prn (Tiy

keZ neIN
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and

95,0, L5, {1:}) = 32, LA(s, {mi} = (25 — 1)(25 — 2)7 2 Aa(s)

+2(25_1 SA3 Z tkn pans ')’pkn)—i_zr)’l SA3 Z tkn pkn 5— 1(7pkn)
knelN knelN

(P.29)

4 _ \
0,0y, L4 (s, {7i}) = 757 (25 — 1){H+ (25 — 2, 7%1ky) + H (28, i) (Piyky — i fykn—1)) (Thiky — 9 kykp—1).

—H_(2s = 1,7¢x,) [27’k1k2 i, [kika—1] — 9j,[kiko— 1]} } (P.30)
+9°A3(8) Y Y tkn (S gk Prn (Thy ko) { Pin (P ) Ks—1 (VP (Thyiey)) + (28 — 1)YKs (7Pkn (Thyky))
keZ nelN

x {1 — (k + ;) " (riqkz — 5i,[k1,k2—1]>} {1 — (k+ Tip,) ! <rk1k2 - (5j,[k1,k2—1]> }

.
a%a,ijAB(s, {71}) — ﬁly 2s (25 — 1) {H+ (25 -2, T’klkz) + HJr (25, T’klkz)(i’klkz — 5i,[k1k2—1])<rk1k2 — 5j,[k1k2—1])
— H_(ZS —1, rklkz) [Zrklkz 5 i[kikp—1] — [klkz 1]} } (P31)
+ Y AL(S) Y Y (S, Tigkey) Pin (Tiy s ) {Poen (Tiegiey ) Ks—1 (YPin (Tiyiy)) + (25 — 1)vKs (YPin (Tiiy)) }
keZnelN

< 1= (k+ i)™ <7'k1k2 - 5i,[k1,k2—1]>} {1 = (k+rypy) ™! (fklkz - 5j,[k1,kz—1]> }

Here we used the extension of the Kronecker symbol J; i, x,—1] = 1if j € [k;,k» —1] and 0
otherwise, and the definition for the Hurwitz sums H+ (s, 7, k,) = (S, 7k k) £ 0(5,1 = 75 )
We see that the first and second derivatives of L4(s, {;}) with respect to v; and 7; are only
dependent of 1.
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For the second set we have,

0y, LA (s, {7i}) = =257 >} [H+(25, Tkiky) — H-(25 4+ 1, 7%k, (Tk1k2 - 5j,[k1,k2—1}>} — 7 *By(s)

5 .
+9 T DBs(5) Y k(s 1igr) { (270K) tan(2tkri,) (ks = Gjiiny) — 25§ Koy (77 i)

kneN
5 _
+ 9 6+2)By(s) ) Ukn(szrklkz)fans+% (’Y 1fkn> (P.32)
knelN
5} _
LA, (1)) = =97 %Ba(e) 97 2 Bs(s) 1 (s T 8oy (77g) @39
ne

3 _
+9 T 2DBs(5) Y wha(s, 1k, {(27Tk) tan(27tkry k, ) (7’k1k2 - 5j,[k1,k2—1]) - 25} K 1 (’Y 1gkn>
knelN

and

a”Yia'YjLAA(S/ {,Yi}) =2s (25 + 1)7_2(S+1) {H+ (251 rk1k2) + Hy (25 +2, rk1k2) (rklkz - 5i,[k1,k2—1}) (rk1k2 B 5]',[k1,
—H_ (25 +1,71,k,) (27’k1kz = 0i k1] — 5j,[k1,k2—1]) } +277°By(s) (P.34)

5 .
+ 9 DBa(5) Y vk (5, Piag) ol k1 k2, 1)Ky (17 fo )
knelN

7 _
+ 9 T2 Bs(s) ) vkn(srrklkz)fknDkn(S/kl/k2/')’)KH_% (’Y 1fkn>
knelN

5 _
0,09, L% (s, {1i}) = 27 °Ba(s) + 7 T2Bs(s) Y wials, Tkika ) Ekn (s, K1, K, 1)K 1 (’Y 1gkn)
knelN

7 _
+q 6 T2)Bs(s) Y Wi (S, Tkyky ) 8kn Dien (8, K1, k2, 1)K 1 <7 1gkn> (P:35)
knelN

Here the coefficients are defined as

Cin(s, k1, ka, v) = 25(25 +1) + 42 f7, — (271k)? (rklkz - 5i,[k1,k271]> (ﬁqkz — ‘Sj,[kl,kz—l])
—2(2s + 1) (27tk) tan 27tk ) <2rk1k2 — b k1] — 5].,[,{1,,{2_1]) (P.36)
Dy (s, k1,k2,7) = —2(25 + 1) + (271k) tan (27tkre, i, ) <2rk1k2 — b k1] — 5]-,{,(1,,(2_1]) (P37)
Egn(s, k1, k2, v) = 25(25 + 1) + 7%, — (271k)? <7k1k2 - 5i,[k1,k2—1]> (Vklk2 - 5j,[k1,k2—1]> (P.38)
—2(s + 1) (277k) tan(27tkriy ) (2riaks = 03 k1) — O ta—1 )
We see that because of the simple linear dependence of 7y on the <; for the lattice sums
LA(s,{7i}) the first and second derivatives lead to the same functional form compared to

eqgs.(P.16) and (P.22). However, the derivative for LA4(s, {7;}) and LA48(s, {7;}) become more
complicated. The advantage of the second set of equations is that the Bessel functions are not
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dependent on k; and k; which saves computer time.
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Appendix Q
Derivatives from Direct Summation

The derivatives of the lattice sums L4, L44 and LAB using directly formulas eqs.(11.22), (11.23)
and (11.24), respectively, are shown in this section. They become useful for large exponents
in the Lennard-Jones potential, i.e. n > 10. Furthermore, to speed up computer time we can
use permutation symmetry between indices when applies. We only consider the more general
case here where symmetry breaking for the location of the hexagonal layers along the c-axis is
considered. We remember that v = <yr. The first lattice sum derivative with respect to to v;

according to (11.22) becomes,

Oy LA s, ) = ~257 1B )Y Q1)
i€z

and for the second derivative we get
2 LA(s,y) =25 1" [2(s + 1)idy?84 (5, 7)) = B5A(T )+ Q2
iez?

Note that since 0., = 1, the mixed second derivatives are equal to B%jLA. Turning to the lattice

sums (11.23) and (11.24) and its derivatives, we need the following relations (remember that

o1
Tk, = Y Aiyky)s

Ok =7 (2] =i, (Q3)
0, SAA (T e o, {1}) = 2 (i3 + k) [ + a7 (Q4)
and
92, S M ko, {1i}) = 2 (ia + X?‘”’”‘”)z (Q5)
where

if i & lky,ko —1
ki ko—1] _ {0 iftj & [ky, ko — 1] Q6)

X,
J 1 ifj e ki, ky —1]

299



where 1 < k; < kp are the labels of two different layers of the Barlow sequences. The first
derivative of L4 becomes,

. . kq ko —
0 LM = =29 Y 5 (is + riyiy) SM4(E e o {7 [+ 207 @)
icz3
and the second derivatives are

2 LA = Y 25(s + 1)y (ia + 1iysy) S E b ko {0 )" i+ @)
icz3

2
ZSSAA(l kl/kZI {r)/l}) (5+1) |:1 +Xk1 & 1:|

2 LM = Y 25(s + 1) (is + k) S [k ko, 1) ™6 [+ 201 Qo)
icz3
2
ZSSAA(Z kn, ko, {7i})~ (s+1) [1 +Xk1,kz 1}
For the last lattice sum LA48 we get similar expressions,
o) LAB —_9 : S ki k (s+1) | [k1k2—1] 10
v v Y s (i3 + k) B(@ ke, ko, {7i})~ I3+ X (Q.10)
icz’
2 LA = Y 25(s + 1)y (is + 1iyso) S (E ko, 7)) ™64 i+ 2020 @A
icz3
2
2SSAB(Z ki, ko, {')’z}) (s+1) [l +Xk1 o — 1}
92, L = Y 25(s + 1) (ia + Tigg) S0k ko, {7)) "6 [+ 271 @12)

iez3

2
ZSSAB(I kn, ko, {7i})~ (s+1) [l +Xk1 ko~ 1}
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Appendix R

Taylor Expansions Involving Barlow Lattice

Sums

In order to discuss the linear trends observed for the properties with respect to the packing
fraction, it is convenient to introduce a Taylor expansion for the lattice sum differences.
Consider the variable X X
L AL
_ (s,7) 1= (s,7) (R.1)
LR (s, ) LheP(s,7)
where x > 0 is very small in the range s € (1.5,00) for 79 = \/g as pointed out in our first
paper 3”71, We assume a near linear behavior in the lattice sums, that is
ALX(s,7) = a¥(2) (L(s,7) — L"P(s, 7)) (R2)

with the fcc packing fraction for a specific Barlow packing in the range of 0 < aX(2) < 1. We

now introduce the Taylor expansion around x = 0 for

1
(1+x)7 = 1—|—qx—|-§q(q—1)x2—|-... (R.3)
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with g € R. We apply this first to the minimum lattice constant (11.26) and keep only the first
order terms,

—> o (RA4)
o)

o1 () \ ALY, ) ALX(Y, )
e\ (g, (G e |

Inserting (R.2) finally gives

AaX (n,m,y) =

min

lXX(Z) (Lhcp(i, ry))) n—m [ Lfcc(g, ’)’) Lfcc(%’ v) ] (R.5)

Lhep(3,q)  LMeP(%,7)
B IXX(Z) [Lfcc(%’,y) B Lfcc %/7)

 n—m

Deviations between the two equations (R.4) and (R.5) are smaller than 5 x 10~°. It is therefore
clear that a near linear behavior in ALX(s,y) with respect to the fcc packing fraction a(2)

translates into a near linear behavior in Aa;ﬁn

(n,m, v) because of the small differences between
the lattice sums of Barlow packings. We notice that the term L'(%,~)/LP(Z,v) is close to
1.0 and has a minimum around m = 7.05 (or s = 3.53). This implies that the term in the square
bracket of (R.5) can be positive or negative depending on the (n,m) combination for the L]
potential.

It is straightforward to derive the Taylor expansions to first order for the other properties as
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well, e.g. for the cohesive energy

1 LX(m ,)/)n n—m . q Lhcp(m ,Y)n n—m
X *rox 27 27
. = __ Z R
ABcon (Amin 1,m,7) = =5 [LX(%,v)m AN IO o
n
_1 Lhcp(%,,),)n n—m . 1+ALX(%,’)/) n—m 1+ALX(%,’)/) n—m
=5 Lhcp(%,’)/)m Lhcp(%’,),) Lhcp(%,,),)
N S
1 [ (ALK (g ) marX(g)
2(n—m) | LMP(3,y)m| | LMP(%,y)  LMP(3,9)
- - 1 r
___eX@ [T (%) G
2n—m) [Thp(a, )| | TFr(%,y) (%)
Lfcc m’ LfCC EI *
Q) | s D~ T T e — | B G ).
(n—m)L P(j,'y) (n—m) L P(E,fy)

A similar analysis can be done for the bulk modulus and the Einstein frequency.
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Appendix S

Entropy for Crystal Lattices from Statistical

Thermodynamics

The equations for the thermodynamic functions of a crystal lattice with atoms interacting
through a potential such as the (1, m)-L] potentials can be obtained from the thermodynamic
partition function, Z, in the canonical ensemble. Starting from the Schrodinger equation of a
lattice, the first approximation to introduce is the Born-Oppenheimer approximation, enabling
us to separate the vibrational, electronic and nuclear degrees of freedom. Then, for a crystal,
the total energy is E = Eg + Eyj, + Enuc. Since under standard conditions of temperature
and pressure the nuclei are in their nuclear ground state, the nuclear energy becomes just an
additive constant that drops out when taking energy differences between two crystals of the
same composition (here we neglect nuclear spin effects). Hence, we only need to consider the
electronic energy defining the potential energy hypersurface V(R) in which the nuclei move,

and the energy due to their relative motion by solving the vibrational Schrédinger equation

2

Y VR y(R) — B (R)
I ZMI V1

X(R)=0 (S.1)

with the nuclear coordinates R and x(R) being the wavefunction for the nuclear motion. V(R)
can be obtained from first-principles electronic structure methods fit to an empirical potential
such as the (m, n)-L] potential.

All thermodynamic functions for a lattice at finite T can be derived from the partition

function[19¢]

Z—Tr (e*ﬁH> — Y guePEn (5.2)

where the Hamiltonian is written in the eigenstate basis, g, is the degeneracy of the n-th
energy level and B = 1/kgT. Since the energy is separated into vibrational and electronic

contributions (neglecting nuclear contributions), the partition function is written as the product
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of Z = Zvinelr with
Za =Y gne P~ g1 + goe PAFR (5.3)
i

for well spaced energy levels at lower temperatures, where AEj, is the energy difference to
the 2nd energy level (first excited state) with respect to the ground state which is arbitrarily
set to zero. AEj; is typically in the range of a few eV and the electronic term in the partition
function therefore vanishes for relatively low temperatures even for metallic systems where
the electronic band gap is zero!'?’l. Hence, only the first vibrational term is important for us,
although we will keep the second term here for completeness.

For the vibrational contribution, let ¢(r) be a two-body potential, such as L], describing
the energy hypersurface in which the nuclei move. Then, a Taylor expansion around the

equilibrium positions of the atoms in a lattice gives

0 4);(1{’(2 el)
V =Veq+ = ;EZ (auK 09 (ﬁ’))uzouxw)uka”' (S.4)

where u, (£) is the displacement from equilibrium of the x-th atom in the £-th unit cell. All terms
explicitly shown in Eq.(5.4) constitute the harmonic approximation. Higher-order anharmonic
corrections become more important at higher temperatures or for weakly interacting systems.
In this respect, the atom confinement in a solid makes the vibrations more harmonic compared
to a diatomic molecule. From the second derivatives is it possible to find the dynamic matrix
and then calculate the (mass-dependent) phonon frequencies by using Eq. (11.37).

The quantum levels (energy eigenvalues) of a crystal within the harmonic approximation

are given by .
E{”k]’} = Eeq + kZhw](k) <1’lk]' + E) (85)
/]

with the first term being a static contribution to the partition function such as the cohesive
energy, i.e. the energy of the lattice in the equilibrium configuration, and the second term
being the dynamic contribution. The dynamic part contains all the 3N phonon branches at
the k points within the first Brillouin zone for our Barlow packings. Therefore, the vibrational

partition function is
c o~ Phwi(k)/2
Zyp =P equ—e Bhw;(k (S.6)

Consequently, all thermodynamic functions can be written separately into vibrational and
electronic contributions. The internal energy of the crystal is given by

hwj(k) — hwj(k) ]_1 [1 | §2BEne PoEe S7)

U= Eeq + — ~1=InZy )
@t L[ T eam ] B Za
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the entropy by

5= —kg {Z [ﬁhw—](k) +In (1 - e—ﬁhwﬂk))

o L (1—ePreit)

Zel

—BAE,
+ Tinz, — $28E0¢ } . (S.8)

and the Helmholtz free energy F = U — TS by

hew;(k
F= Eeq+;{ wfz( ) —%m (1—e—ﬁhwj<k>)} _%mze1 (S.9)
/]

The vibrational part of eq.(S.8) was used in all our L] phonon dispersion calculations using the
code introduced in Ref. 580 and in our DFT calculations for argon using Phonopy %7,

In CDLT one treats the vibrations in a lattice classically. Within the harmonic approximation,
this leads to the following expression for the vibrational entropy (see Ref. 110 for a detailed

Soiv 3 27e? L2 1 MIL? ,
Noks 2ln< Ber 2NZln - W (k) | . (5.10)

where At = h/pr = h/+/27tkpT the thermal wavelength (pr the classical thermal momentum
coming from the kinetic energy term), N4 the number of atoms, e is Euler’s number (Ine = 1),

derivation)

and € and L are an arbitrary energy (e.g. the dissociation energy for a L] potential) and length
(e.g. the equilibrium length r, or hard-sphere radius ¢ for a L] potential) used to render the
dynamic matrix dimensionless. The relation to the the quantum formula for the vibrational
entropy of a mode is given by the Taylor expansion

Svi —x
ka _ (exx_l —In(1—e )) ~1—In(x)=In(x/e) (S.11)

with x = Bhw, where the rhs is the classical result. This relates exactly to the high temperature
limit we discussed in the main part of the paper. Therefore, the classical vibrational entropy for
very large particle numbers N4 is

Soib 27te
NZZB = 3ln( ) Zln

~ (%) Zln( M 1)) 512)
T

and the entropy computed by Eq. (5.11) becomes identical to the one computed by classical

statistical mechanics Eq. (5.10). The first term (kinetic term) drops out for entropy differences
AS,;p between different phases at constant temperature and the AS,; becomes independent of
the temperature T.
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The entropy of particles interacting with an inverse power law potential,

o

V(r) =e (-)p (5.13)

r

can be easily derived within CDLT and is given by!(!10]

Soib Ve 4
=In| —— — =1 —b(p), S.14
where 7, = %cﬁ (‘36)3/ 7, % = R‘;L , Ryn is the nearest neighbor particle distance. c; depends

on the particular lattice (fcc or hep in our case). Using these relations, we get

S . : o\’ i
NkZ ~In <e3 (%) (56)3/2) +1+1In ((CL (R_NN) ) ) ~b(p) (5.15)

If we choose L = ¢ then Eq. (5.10) (or Eq. (5.12)) becomes

. 3 2,2 k
by (e3 (A%) (2nﬁe)3/2> i <M‘7+A(>) (5.16)

For entropy differences at constant T only the last two terms in (5.16) survive. Comparing both

formulas we have

—5+1
b(p) =1+In ((27t)3/2 (CL (R;:’N)3> ) n %Zlﬂ (%) (S5.17)

Ak

This function is evaluated by the program HOODLTI!!% for inverse power potentials, and
provides the values quoted in Table II of Ref. 110. The approximate value chosen in Ref. 110 for
the nearest neighbor distance was Ryny = ¢. A comparison shows that for the (12,6)-L] potential
we have 0 = 2716y, = 0.8909r, and for the fcc lattice we have Ryy = 0.9713r, evaluated
through exact lattice summations. Further, Ryy changes due to anharmonicity effects in the
zero-point vibrational term and for finite temperatures.

Using HOODLT we get the following entropy differences between the fcc and hcp phases:
AS64) = 47131 x 10-3 kg, AS126) = 2.8532 x 103 kp, AS(012) = 1.8267 x 103 kp, ASCO20) =
1.7436 x 10 3k, and AS(10025) — 15412 x 103 kg. Our calculated value for the (100,25)-LJ
potential is close to the hard-sphere limit of AS = 1.4754 x 10~3kp reported in Ref. 110. Beside
the difference in magnitude compared to our DFT or L] results including phonon dispersion,
we qualitatively agree with these results, that is fcc is entropically preferred compared to hcp.
However, it is clear that the CDLT formalism used in Ref. 110 underestimates the fcc/hcp
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entropy differences for the L] potentials. This can be directly linked through Eq.(11.46) to the
difference in the phonon frequencies.
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Appendix T

The Iterative Newton-Raphson Algorithm

for Barlow Packings

The iterative Newton-Raphson algorithm[481] was used to minimize the cohesive energy with

respect to a set of lattice parameters {;} (¥ = (71, ..., TN)),

-1
,7(I+1) _ ,—);(I) Y [(a%a%)E;m({%ﬂ)})} VEZm({’)’I(I)}) , (T.1)

For the Hessian and gradient of the total cohesive energy EX, ({7;}) for a specific periodic

Barlow packing with sequence X we require the following derivatives

X(m . %
OBl (1)) = 5 {1 (%) 0, X3 {})
(KA X
(LX(%,{%,})> a’Y;L( {')’z})} (T.2)
X nm aWkLX( {’71}) aWkLX( {'Yz})
P oneE ml”‘zw—mvl X8 (b X, () ]

(EEDYT xn o (PEARDYT,
[(LX(%,{%})> a%'L (7. {7i}) (LX(%,{’yi})) a%L( {’Yz})]
L

1 X v )\ ™"
T2 —m) {m LX(%, v ) 0y, 9y, L* (5, {7i}) (T.3)
n (LX(%r{’)’i}) a'Yka’)/]L (% {')’z})} .
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and in general for the Barlow lattice sum derivatives,

2 N
a@iaﬁﬂxw,{w}):{a%a%L%s,{%})w 3 a%aﬁﬂxklxkz<s,{m)} o

k1 <k2

with ny, ny € {0,1,2},n1 + np < 2. This leads to the simple condition for the minimum through
the first derivative

nL(5,{7i})oy,L(5, {7i}) —mL(5,{7i})oy,L(5, {7i}) = 0. (T.5)

Here we define 9, f(x) = df(x)/dx. In the case where we do not consider symmetry breaking
effects between the hexagonal layers we only consider the derivatives with respect to yr. The
gradient and Hessian is obtained analytically as discussed in the next section.

Eq.(T.1) is converging very fast. Only few iterations are required to achieve convergence to

computer accuracy. For example, we start with 'yl.(l) = \@ for all v; of the Barlow structures,

and for the hcp structure with 7y; = 7, we obtain after the first iteration 'ygz) = 0.816381646735
very close to the converged result after 2 iterations with 753) = 0.81638165246885.
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Appendix U

Tables for Cohesive Energies and

Optimized Parameters
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Table U.1: Difference in cohesive energies relative to the hcp structure for different Barlow

\/g. Notice that s

structures and various (1, m)-L] potentials at fixed y;

hcp structure the cohesive energy is shown in bold (in reduced units). For the corresponding

energy differences at the optimized -y; values see supporting information.

No.[Stacking (64) (84 (12,4) (12,6) (30,6) (30,20)
1/AB -38.9325305486602|-25.0752959432072|-18.3098535057780|-8.6110697321365|-7.5716717703337|-6.00928320286815
2|ABC -1.672643684e-3| -1.927682096e-4|  5.312237310e-4| 8.695754328¢-4| 6.391322107e-4|  4.328621270e-5
3|ABAC -8.361267034e-4| -9.576506098e-5|  2.661869698e-4| 4.352966307e-4| 3.198626830e-4|  2.164359436e-5
4|ABABC -1.003484319e-3| -1.154063871e-4|  3.189655319e-4| 5.219509746e-4| 3.835991612e-4|  2.597193729¢-5
5|ABABAC -5.574080672¢-4| -6.384034753e-5|  1.774586756e-4| 2.901987369e-4| 2.132423385e-4|  1.442906866e-5
6|ABACBC -1.114955978e-3|  -1.280964162¢-4|  3.545332527e-4| 5.800572110e-4| 4.262864076e-4|  2.885780622¢-5
7|ABABABC 7.167628667e-4| -8.243041752e-5|  2.278325291e-4| 3.728228336e-4| 2.739997973e-4|  1.855139134e-5
8| ABABCBC 7.167176386e-4| -8.225535352e-5|  2.279974317e-4| 3.729679322¢-4| 2.740843632e-4|  1.855152345¢-5
9|ABACABC -1.194623895¢-3|  -1.373351599e-4|  3.797744533e-4| 6.214168958¢-4| 4.566929165e-4|  3.091900854e-5

10[ABABABAC -4.180527461e-4| -4.787949084e-5|  1.330940083e-4| 2.176492541e-4| 1.599318664e-4|  1.082180364e-5
11|ABABACAC -4.180520536e-4| -4.787876063e-5|  1.330945268e-4| 2.176495887e-4| 1.599320542e-4|  1.082180366e-5
12|ABABACBC -8.362030818e-4| -9.606850383e-5|  2.659004636e-4| 4.350440465¢-4| 3.197154429e-4|  2.164336327¢-5
13|ABABCBAC -8.361645464e-4| -9.591641730e-5|  2.660439760e-4| 4.351705059e-4| 3.197891564e-4|  2.164347883e-5
14|ABABCABC -1.254413141e-3|  -1.444156842¢-4|  3.985623595¢-4| 6.523105080e-4| 4.794242568¢-4|  3.246479443e-5
15|ABACBABC -1.254374610e-3|  -1.442635974e-4|  3.987058720e-4| 6.524369655¢-4| 4.794979699e-4|  3.246490999¢-5
16/ ABABABABC 5.574771992e-4| -6.411137373e-5|  1.772030807e-4| 2.899736212¢-4| 2.131111247¢-4|  1.442886320e-5
17|ABABABCBC -5.574420178e-4| -6.397521224e-5|  1.773313386e-4| 2.900864763e-4| 2.131768984e-4|  1.442896595¢-5
18| ABABCBCAC -5.574071464e-4| -6.383937598e-5|  1.774593657e-4| 2.901991824e-4| 2.132425885e-4|  1.442906869¢-5
19| ABABACABC 9.291373243¢-4|  -1.068123280e-4|  2.953805980e-4| 4.833254002e-4| 3.552062442e-4|  2.404812685¢-5
20| ABABCBABC 9.291027654e-4| -1.066768168e-4|  2.955083939-4| 4.834379566e-4| 3.552718505e-4|  2.404822958¢-5
21|ABABCACBC 9.291024568¢-4| -1.066764916e-4|  2.955086248e-4| 4.834381056e-4| 3.552719341e-4|  2.404822959%-5
22| ABACBCABC -1.300847973e-3| -1.496527692e-4|  4.134300799-4| 6.765635216e-4| 4.972351413e-4|  3.366727759%-5
23| ABABABABAC -3.344406108e-4| -3.830322317e-5|  1.064752074e-4| 1.741194999e-4| 1.279455471e-4|  8.657443938¢-5
24| ABABABACAC -3.344400568e-4| -3.830263900e-5|  1.064756222e-4| 1.741197676e-4| 1.279456974e-4|  8.657443958¢-5
25|ABABABACBC -6.68956124Te-4| -7.685332484e-5|  2.127203740e-4| 3.480356232e-4| 2.557725701e-4|  1.731469472¢-5
26| ABABABCBAC -6.689252934e-4|  -7.673165551e-5|  2.128351843¢-4| 3.481367913¢-4| 2.558315411e-4| 1.731478718e-5
27| ABABACACBC -6.689247409e-4|  -7.673107215e-5|  2.128355983¢-4| 3.481370585e-4| 2.558316912e-4|  1.731478720e-5
28| ABABACABAC -6.688944643e-4|  -7.660998656e-5|  2.129499938e-4| 3.482379589%e-4| 2.558905119e-4|  1.731487963e-5
29| ABABACBCBC -6.689555716e-4| -7.685274192e-5|  2.127207881e-4| 3.480358905e-4| 2.557727202e-4|  1.731469475¢-5
30|ABABCBABAC -6.688939118e-4| -7.660940363e-5|  2.129504078e-4| 3.482382262e-4| 2.558906619e-4|  1.731487964e-5
31|ABABABCABC -1.003516248¢-3|  -1.155292204e-4|  3.188498951e-4| 5.218492734e-4| 3.835398908e-4|  2.597184480e-5
32| ABABACBABC -1.003484870e-3| -1.154069688e-4|  3.189651187e-4| 5.219507077e-4| 3.835990114e-4|  2.597193727¢-5
33|ABABCBCABC -1.003484593¢-3|  -1.154066767e-4|  3.189653261e-4| 5.219508415¢-4| 3.835990866e-4|  2.597193728¢-5
34/ ABABCBACBC -1.003453765e-3|  -1.152850068e-4|  3.190801364e-4| 5.22052008%-4| 3.836580574e-4|  2.597202973¢-5
35|ABABCACABC -1.003484317e-3|  -1.154063859%¢-4|  3.189655327e-4| 5.219509750e-4| 3.835991615e-4|  2.597193729¢-5
36| ABACABACBC -1.003423213e-3|  -1.151636277e-4|  3.191947401e-4| 5.221530429¢-4| 3.837169533¢-4|  2.597212217e-5
37|ABACABCABC -1.338027118e-3|  -1.539644410e-4|  4.252092379%-4| 6.958646215e-4| 5.114247970e-4|  3.462917155¢-5
38| ABACBACABC -1.338026842¢-3|  -1.539641501e-4|  4.252094446e-4| 6.958647550e-4| 5.114248719e-4|  3.462917156e-5
39|ABABABABABC | -4.561150873¢-4| -5.245414948e-5|  1.449843400e-4| 2.372513040e-4| 1.743637366e-4|  1.180543522¢-5
40| ABABABABABAC| -2.786996279%-4| -3.191914736e-5|  8.872933992e-5| 1.450996370e-4| 1.066213193e-4|  7.214537187e-6

312

n/2. For the




Table U.2: Difference Ay = %’y(%pt — 799 values (in units of 107%) with 7y =

\/g and

corresponding change in the cohesive energy AE.oh = Econ(77) — Econ(70) (in units of 107°)
for case 2 (see main text). For case 3 see supporting information.

(6,4) (84) (12,4) (12,6) (30,6) (30,20)

No. |Stacking Ay| AEcon Ay| AEcn Ay| AEcn Ay| AEen Ay| AE.n Ay| AE.n
1|AB 1.53893|-2.121340.32733 | -0.08054 | -0.43794 | -0.15266 | -1.14928 | -0.72723 | -0.42157 | -0.20603 | -0.01541 | -0.00071
2| ABC 0.00000| 0.00000|0.00000| 0.00000| 0.00000| 0.00000| 0.00000| 0.00000 | 0.00000| 0.00000| 0.00000| 0.00000
3| ABAC 0.77058 | -0.53124 | 0.16460 | -0.02036 | -0.21812 | -0.03788 | -0.57317| -0.18101 | -0.21044 | -0.05135 | -0.00771 | -0.00018
4| ABABC 0.61658 | -0.34004 | 0.13135 | -0.01296 | -0.17480 | -0.02433 | -0.45888 | -0.11604 | -0.16846 | -0.03291 | -0.00617 | -0.00011
5| ABABAC 1.02692 | -0.94384 | 0.21886 | -0.03600 | -0.29138 | -0.06759 | -0.76511 | -0.32247 | -0.28080 | -0.09143 | -0.01028 | -0.00032
6| ABACBC 0.51394 |-0.23622 |0.10975 | -0.00905 | -0.14540 | -0.01683 | -0.38201 | -0.08043 | -0.14028 | -0.02282 | -0.00514 | -0.00008
7| ABABABC 0.88040 |-0.69356 | 0.18737 | -0.02638 | -0.24997 | -0.04975 | -0.65601 | -0.23709 | -0.24076 | -0.06721 | -0.00881 | -0.00023
8| ABABCBC 0.88043 |-0.69362 | 0.18761 | -0.02645 | -0.24974 | -0.04966 | -0.65571 | -0.23688 | -0.24068 | -0.06717 | -0.00881 | -0.00023
9| ABACABC 0.44058 | -0.17357 | 0.09407 | -0.00665 | -0.12463 | -0.01237 | -0.32742| -0.05909 | -0.12024 | -0.01677 | -0.00440 | -0.00006

10| ABABABAC 1.15500 | -1.19421 | 0.24598 | -0.04547 | -0.32801 | -0.08565 | -0.86112 | -0.40842 | -0.31599 | -0.11577 | -0.01156 | -0.00040
11| ABABACAC 1.15500 | -1.19421 | 0.24599 | -0.04547 | -0.32801 | -0.08565 | -0.86111 | -0.40842 | -0.31599 | -0.11577 | -0.01156 | -0.00040
12| ABABACBC 0.77052 |-0.53116 | 0.16417 | -0.02025 | -0.21851 | -0.03802 | -0.57368 | -0.18134 | -0.21058 | -0.05142 | -0.00771 | -0.00018
13| ABABCBAC 0.77055 | -0.53120 | 0.16438 | -0.02030| -0.21832 | -0.03795 | -0.57343| -0.18118 | -0.21051 | -0.05139 | -0.00771 | -0.00018
14| ABABCABC 0.38551 |-0.13288 | 0.08210 | -0.00506 | -0.10924 | -0.00950 | -0.28673 | -0.04532 | -0.10528 | -0.01285 | -0.00385 | -0.00005
15| ABACBABC 0.38554 |-0.13290 | 0.08232 | -0.00509 | -0.10905 | -0.00947 | -0.28647 | -0.04524 | -0.10521 | -0.01284 | -0.00385 | -0.00005
16| ABABABABC 1.02686 | -0.94374 | 0.21848 | -0.03587 | -0.29173 | -0.06775 | -0.76557 | -0.32285 | -0.28093 | -0.09151 | -0.01028 | -0.00032
17| ABABABCBC 1.02689|-0.943790.21867 | -0.03593 | -0.29155 | -0.06767 | -0.76534 | -0.32266 | -0.28087 | -0.09147 | -0.01028 | -0.00032
18| ABABCBCAC 1.02692 | -0.94384 | 0.21886 | -0.03600 | -0.29138 | -0.06759 | -0.76511 | -0.32246 | -0.28080 | -0.09143 | -0.01028 | -0.00032
19| ABABACABC 0.68500 | -0.41974 | 0.14594 | -0.01600 | -0.19423 | -0.03004 | -0.50990 | -0.14327 | -0.18718 | -0.04063 | -0.00685 | -0.00014
20| ABABCBABC 0.68503 | -0.41978 | 0.14613 | -0.01604 | -0.19405 | -0.02998 | -0.50967 | -0.14314 | -0.18712 | -0.04060 | -0.00685 | -0.00014
21| ABABCACBC 0.68503 |-0.41978 | 0.14613 | -0.01604 | -0.19405 | -0.02998 | -0.50967 | -0.14314 | -0.18712 | -0.04060 | -0.00685 | -0.00014
22| ABACBCABC 0.34273 |-0.10502 | 0.07317 | -0.00402 | -0.09693 | -0.00748 | -0.25463 | -0.03574 | -0.09351 | -0.01014 | -0.00342 | -0.00004
23| ABABABABAC  |1.23183|-1.35852|0.26226 | -0.05169 | -0.35000 | -0.09751 | -0.91873 | -0.46487 | -0.33710 | -0.13176 | -0.01233| -0.00046
24| ABABABACAC  |1.23183|-1.35852|0.26226 |-0.05169 |-0.35000 | -0.09751 | -0.91873 | -0.46487 | -0.33710 | -0.13176 | -0.01233| -0.00046
25| ABABABACBC  [0.92436|-0.76461|0.19681 |-0.02911 | -0.26239 | -0.05481 | -0.68873 | -0.26133 | -0.25277 | -0.07409 | -0.00925 | -0.00026
26| ABABABCBAC  [0.92438|-0.76465 | 0.19698 |-0.02916 | -0.26223 | -0.05475 | -0.68853 | -0.26117 | -0.25271 | -0.07405 | -0.00925 | -0.00026
27| ABABACACBC  [0.92439|-0.76465 | 0.19699 |-0.02916 | -0.26223 | -0.05475 | -0.68853 | -0.26117 | -0.25271 | -0.07405 | -0.00925 | -0.00026
28| ABABACABAC  [0.92441-0.764690.19716 |-0.02921 | -0.26208 | -0.05468 | -0.68832 | -0.26101 | -0.25266 | -0.07402 | -0.00925 | -0.00026
29| ABABACBCBC  [0.92436|-0.76461|0.19682 |-0.02911 | -0.26239 | -0.05481 | -0.68873 | -0.26133 | -0.25277 | -0.07409 | -0.00925 | -0.00026
30| ABABCBABAC  |0.92441|-0.76469|0.19716 |-0.02921 | -0.26207 | -0.05468 | -0.68832 | -0.26101 | -0.25266 | -0.07402 | -0.00925 | -0.00026
31|ABABABCABC  |0.61655|-0.340010.13118 |-0.01293 | -0.17496 | -0.02437 | -0.45908 | -0.11614 | -0.16851 | -0.03293 | -0.00617 | -0.00011
32| ABABACBABC  |0.61658|-0.34003|0.13135 |-0.01296 | -0.17480 | -0.02433 | -0.45888 | -0.11604 | -0.16846 | -0.03291 | -0.00617 | -0.00011
33| ABABCBCABC  |0.61658|-0.340040.13135 |-0.01296 | -0.17480 | -0.02433 | -0.45888 | -0.11604 | -0.16846 | -0.03291 | -0.00617 | -0.00011
34| ABABCBACBC  |0.61660|-0.340060.13152 |-0.01300 | -0.17464 | -0.02429 | -0.45867 | -0.11593 | -0.16840 | -0.03289 | -0.00616 | -0.00011
35| ABABCACABC  |0.61658|-0.34004|0.13135 |-0.01296 | -0.17480 | -0.02433 | -0.45888 | -0.11604 | -0.16846 | -0.03291 | -0.00617 | -0.00012
36| ABACABACBC  |0.61662|-0.34009|0.13169 |-0.01303 | -0.17449 | -0.02424 | -0.45847 | -0.11583 | -0.16834 | -0.03286 | -0.00616 | -0.00011
37| ABACABCABC  |0.30847|-0.08507 | 0.06586 |-0.00326 | -0.08723 | -0.00606 | -0.22916 | -0.02895 | -0.08416 | -0.00822 | -0.00308 | -0.00003
38| ABACBACABC  |0.30847|-0.08507 | 0.06586 | -0.00326 | -0.08723 | -0.00606 | -0.22916 | -0.02895 | -0.08416 | -0.00822 | -0.00308 | -0.00003
39| ABABABABABC [1.12003|-1.12293|0.23828 | -0.04267 | -0.31831 | -0.08066 | -0.83530 | -0.38431 | -0.30650 | -0.10892 | -0.01121 | -0.00038
40| ABABABABABAC | 1.28303 |-1.47393 |0.27310|-0.05606 | -0.36465 | -0.10585 | -0.95715| -0.50453 | -0.35118 | -0.14299 | -0.01284 | -0.00050
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