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Chapter 1

Introduction

Computer simulation is midway between experimental and theoretical ap-
proaches of condensed matter. The aim of a theory is to predict the prop-
erties of a system considering the interactions between molecules. However,
these molecular interactions need to be modelled in some way. Computer
simulation offers the appropriate framework to test the reliability of a molec-
ular model. The aim of computer simulation is to obtain the static and
dynamic equilibrium properties of the model system [1]. Two types of sim-
ulations are commonly used: Monte Carlo (MC), which involves sampling
configurations of the system in phase space, and molecular dynamics (MD),
based on following the time evolution of the system. In this work, only MC
techniques will be used.

Since the first simulation of a liquid, carried out at the Los Alamos Na-
tional laboratories [2], computer simulation has proved to be a very useful
tool in understanting the physical phenomena occurring in atomic and molec-
ular systems. Furthermore, it offers the possibility to investigate the system
under temperatures and pressures which are not accessible in experiment, or
to study the behaviour of the system under artificially modified Hamiltoni-
ans. The first works in this field focused on simulations of atomic systems in
which the particles interact through an spherically symmetric potential [3].
Most of these simulations were performed for systems of hard spheres. In
spite of being a highly idealized model potential, it has proved useful for
investigating general properties of simple systems [4]. Simulations of more
complex, molecular systems helped to gain insight into the ordering phenom-
ena characteristic of some compounds named liquid crystals.

The term liquid crystal designates a state of matter that is intermediate
between the liquid phase and the crystalline solid. Liquid crystals flow like
ordinary liquids but also exhibit anisotropic properties as solid crystals do. In
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all liquid crystal phases the molecules diffuse like in fluids but they maintain
some degree of orientational and sometimes positional order also [5]. The
amount of order in liquid crystals is smaller than in crystals. Molecules that
form liquid crystals are usually characterized by the fact that the building
blocks are anisotropic [6]. They exhibit a complex phase diagram as they are
heated from the solid:

e both types of order (orientational and positional) are lost at the same
time. The resulting phase is an isotropic molecular liquid;

e only the orientational order is lost. The resulting phase is called plastic
solid;

e the positional order disappears, fully or partially, while some degree of
orientational order survives. The resulting phase is a liquid crystal.

Liquid crystals obtained by purely thermal processes are called thermotropic
liquid crystals. They have been classified by Friedel in 1922 as nematics,
cholesterics, and smectics. In the nematic liquid crystals the long molecular
axes are (on average) paralel to a preferred direction n (named director of the
phase), see Fig. 1. There is no positional order, as the centers of mass of the
molecules are randomly distributed. Owing to this property, nematics are
characterized by fluidity. The name comes from the Greek word for thread,
since in a polarising microscope there are often many dark lines visible in
thick film samples. These lines are deffects in the orientational order and
are called disclinations [5]. Cholesteric liquid crystals can be described as
twisted nematics. The molecules are parallel to the director of the phase,
as in the nematic phase, but when proceeding in a direction normal to the
plane, n rotates continuously resulting in an helical structure. This structure
is characterized by the pitch which defines the distance necessary to rotate
n by 27 when proceeding along the director. Smectic liquid crystals are
denominated by A, B, C, ...etc. They are characterized by the fact that the
centers of mass of the molecules are arranged in layers. The long molecular
axes are parallel to the director, as in the nematic phase, which can be
normal to the plane or tilted by a certain angle. The arrangement of the
centers of mass within the planes can be random or regular. In the smectic
A (SmA) phase, there is no positional order within the layers and the director
is perpendicular to the smectic layers. This is schematically shown in Fig. 2.
The smectic C (SmC) phase is similar, but the director and the normal to the
layers do not coincide. The smectic B (SmB) phase is more ordered than the
SmA phase. The constituent molecules adopt a hexagonal ordering inside
the layers but these hexagonal lattices do not exhibit long-range positional
order.



Figure 1.1: Schematic representation of the nematic phase.

Figure 1.2: Schematic representation of the smectic A phase.

In the last years there have been many studies on liquid crystal materials
motivated by the applicability of their anisotropic properties in technology.
Liquid crystal phases have been studied theoretically and from computer sim-
ulation. Theories used to describe liquid crystal phases are divided in two
groups: phenomenological theories due to Landau and de Gennes [7], and
molecular theories. The first molecular theory was due to Onsager [8], who
assumed that the stabilization of nematic ordering is due to short-range repul-
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sive interactions. A second theory due to Maier Saupe [9] states that nematic
ordering is due to long-range attractive interactions. In van der Waals [10]
type theories both anisotropic hard-core repulsions and angle-dependent at-
tractions are considered to be responsible for the onset of orientational and/or
positional order.

As far as computer simulation is concerned, liquid crystalline phases can
be simulated using relatively simple hard-core models. Two of the most ex-
tensively studied hard-core models are the hard ellipsoid (HE) and the hard
spherocylinder (HSC) systems. Frenkel and Mulder [11] have shown that the
phase diagram of HEs exhibits plastic solid and nematic phases between the
solid and isotropic phases. The plastic phase is stable at small molecular
elongations, while the nematic phase is stabilized at relatively high molecu-
lar elongations. As for the question if smectic ordering can occur in systems
with purely repulsive interactions, the MC simulations of Frenkel [12] demon-
strated that a system of HSCs exhibits a smectic-like phase in addition to
isotropic, nematic, and solid phases. One should bear in mind that attrac-
tive interactions must also be present in real liquid crystals. Simulations in-
cluding attractive interactions in addition to hard core repulsions have been
performed. Whether or not the contribution of the attractive interactions
to the stability of liquid crystals is relevant when compared with the repul-
sive contributions is still an open question. For example, a system of HEs
does not promote the formation of the smectic phase, but the addition of an
attractive square well to the interactions stabilizes smectic ordering [13].

In spite of the simple (geometric) way in which the repulsive interactions
are incorporated in these hard-core models, the corresponding mathematical
form of the interactions is far from simple. A more tractable model, from
a mathematical and computational point of view, is the so called Gaussian
overlap model. This model provides a realistic approach of the anisotropic
repulsive part of the interaction potential. A Gaussian distribution function
is associated with each molecule. We consider in this work the hard ver-
sion of the model. The isotropic phase of the hard Gaussian overlap (HGO)
model has been previously studied theoretically and from computer simu-
lation [14,15]. The I-N transition has been recently studied in a range of
relatively high molecular elongations [16]. Our aim is to determine the phase
diagram of the HGO model from computer simulation. First, we explore the
phase behaviour at chosen values of the molecular elongation. We find that,
depending on the molecular anisotropy, the system exhibits isotropic, plastic
solid, nematic, and solid phases. The plastic solid and nematic phases are
not stable for all of the molecular anisotropies. The next step is to determine
the range of stability of each phase. At given thermodynamic conditions, the



most stable phase is the one with the lowest free energy. This involves the
computation of the free energy of each phase. We select in each case ap-
propriate reference states and compute their free energies by using different
techniques. Once the free energy at a reference state point is known, the free
energy at any other state point is typically computed from thermodynamic
integration methods. The transitions between different phases are located
by solving the coexistence conditions: equality of pressure, temperature, and
chemical potential. For hard-core models, these conditions amount to the
calculation of the pressure at which the Gibbs free energy of both phases be-
come equal. Once the coexistence properties are determined at a particular
set of conditions, the full coexistence curve is obtained from the integration
of the Clausius-Clapeyron equation (Gibbs-Duhem integration method).

The structure of this thesis is as follows: a detailed overview of the meth-
ods used for the computation of the free energy is presented in chapter 2.
These methods include thermodynamic integration, parametric integration,
expanded ensemble, Einstein crystal, and particle-insertion methods. We
present in chapter 3 a computer simulation study of the solid phase of the
hard-sphere system. We consider a path at constant density which connects
the solid under study with the Einstein crystal. The free energy along this
path is computed from simulations in the expanded ensemble. We analyze
the effect of system size on the free energy of the solid phase. It is found that
the free energy exhibits a strong dependence with system size. Two solid
structures, the face-centered cubic (fcc) and hexagonal close-packed (hep) of
the hard-sphere system are studied at a density close to melting. We analyze
a possible dependence of the free energy with the shape of the simulation box.
The effect of the orientation of the close-packed planes with respect to the
simulation box on the free energy is investigated. Chapters 4 and 5 include
a thorough study of the HGO model. The coexistence lines between differ-
ent phases are determined by integration of the Clausius-Clapeyron equation
starting from previously determined coexistence points. It is shown that for
small molecular elongations the model exhibits isotropic, plastic solid, and
solid phases. As the molecular elongation is increased, a nematic phase be-
comes stable between the isotropic and solid phases. We study in chapter
6 the effect of the attractive interactions on the phase diagram of the HGO
model. The attractive interactions are modelled by a square-well potential.
It is shown that the main effect is the onset of smectic order. It is found that
the smectic phase becomes unstable at sufficiently high pressure and temper-
ature. The range of stability of the nematic phase increases with increasing
temperature.
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Chapter 2

Methodology

As stated in the Introduction, the main goal of this thesis is to determine
the phase diagram of different models of elongated molecules by computer
simulation. This is a non-trivial task, mainly due to the fact that it gener-
ally (though not always) involves the computation of the free energy of each
phase. We give in this chapter a description of the simulation techniques
that have been employed to compute the free energy and, hence, to trace
the corresponding phase boundaries of two molecular models. We will focus
on the study of two molecular models: the hard Gaussian overlap (HGO)
model, characterized by purely repulsive intermolecular interactions; and the
HGOSW model in which, in addition to the HGO repulsive interactions, at-
tractive interactions described by the square-well potential are considered.
In addition to the usual (isotropic) fluid and solid phases, these molecular
models may exhibit phases with intermediate order, such as plastic, nematic,
and smectic (the latter only when attractive interactions are explicitly con-
sidered).

We will give in this chapter a description of simulation techniques, such
as thermodynamic integration, parametric integration, expanded ensemble,
and particle-insertion, that have been employed to compute the free energy.
A description of the Gibbs-Duhem integration method used to construct the
full coxistence line, once the coexistence properties at one state point are
known, is presented.

2.1 Introduction

In order to determine the phase diagram of a given molecular model one
must determine the thermodynamic equilibrium conditions under which the
different phases coexist. Two arbitrary phases coexist when the temperature
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T, pressure P, and Gibbs free energy of both phases are equal'. For the
particular case of hard-core models, for which there is no explicit energy scale,
the temperature is known to play no role in the thermodynamic description
of the system. In this case, the coexistence condition between phases I and
IT can be written as

G1(P) = Gu(P). (2.1)
The solution of this equation yields the coexistence pressure.

According to the coexistence condition embodied in Eq. (2.1), the Gibbs
free energy of the two phases must be known. But this is a quantity that,
in general, can not be calculated directly in a simulation. In the following,
we describe the methods employed in the present work to calculate the free
energy of fluid and solid phases. These methods are essentially based on the
computation of the free energy difference between the system of interest and
a reference system for which the free energy can be computed exactly. Once
the free energy of one state point is known, the free energy at any other
state pertaining to the same phase can be determined by thermodynamic
integration. Finally, one can calculate the coexistence pressure (as well as the
rest of transition properties) by imposing the coexistence condition Eq. (2.1).
In the case of first-order transitions, the full coexistence line can be traced out
using the Gibbs-Duhem integration method once the coexistence properties
at one point have been previously determined.

2.2 Monte Carlo simulation

Computer simulation is nowdays one of the most widely used approaches
to the study of interacting systems in condensed matter. Excellent reviews
on the subject abound in the literature [4,17,18]; here, we will highlight the
essential features behind Monte Carlo simulation and focuss on those aspects
relevant to the present work.

The main goal in a simulation is the calculation of the expected value
of macroscopic properties of a simplified model of a many-body interacting
system. The interaction model itself is the main input in a simulation. The
target properties range from those that are relatively easy to measure in a
experiment (i.e., most of the thermodynamic observables), to those which are
more difficult to measure in the laboratory (free energy, order parameters,
or structural functions).

"'We are only concerned here with one-component systems. For these type of systems,
the condition of equality of the Gibbs free energy is fully equivalent to the condition of
equality of the chemical potential.
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In a sense, simulation can be regarded as an experiment carried out on
the computer, the experiment being performed on a model system that,
hopefully, mimics the complex molecular interactions in real systems. This
computer experiment can be carried out in different ways. There are two
fundamental classes of techniques for implementing a computer simulation:
molecular dynamics, which involves following the time evolution of the sys-
tem; and Monte Carlo (MC), which involves sampling configurations of the
system in phase space. The former is closer in spirit to a Newtonian (mechan-
ical) point of view, while the latter follows much closer the realm of Statistical
Mechanics. As molecular dynamics has not been used in this project, we will
limit ourselves to describe MC techniques.

2.2.1 Computation of ensemble averages

We consider in the following a classical system of N interacting particles
defined by a Hamiltonian H(I'?,T¢) = IC(I'?) + U(I"°), where K and U are
the kinetic and configurational energy, respectively. Here, I'? is used as a
shorthand notation for all of the translational and angular momenta of the
particles, I’ = p™, JV where p" = (p1,...,pn), and JV = (Jy,..., Jy).
Similarly, T'¢ = vV, QV, with r¥ = (ry,...,ry), and QY = (Q4,...,Qy). 1;
specifies the translational coordinates of particle ¢, and €2;, its orientational
coordinates. Any particular realization I' = I'?,I'¢ of the coordinates and
momenta of the N particles compatible with the macroscopic constraints of
the system constitutes a microstate; the whole set of such microstates define
an ensemble, and the corresponding multi-dimensional space is known as the
phase space of the system.

The probability density pens(I') of finding the system in a particular mi-
crostate depends, among other factors, on the macroscopic constraints that
define the statistical ensemble. In the canonical ensemble, where the num-
ber of particles, volume V', and temperature 1" are constant, the probability
density for a system in equilibrium is given by

exp[—FH(L)],

pwvr(l) = Qnvr

where (3 is the inverse temperature, 3 = (kgT')~!, with kg being the Boltz-
mann constant. () yy7 is the canonical partition function of the system. For
a classical system of N identical particles with f degrees of freedom per
molecule, Q) 7 is explicitly given by

Owvr — / 0T expl— BH(T)] = — 1

= NN /drNdedQNdJN exp[—FH(T)],

(2.2)
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where h is the Planck constant. The integration over the momenta can be
performed analytically, which allows the partition function to be expressed

as
1 1

Qnvr = MWZNVTy (2.3)

where A; and A, are the translational and rotational de Broglie wavelengths,

respectively
po (BN (o
"\ 2mm ’ "\8&rl )

Here, m is the mass of a molecule and [ is its moment of inertia.? In Eq. (2.3),
we have defined the configurational (canonical) integral Zyyr as

ZNVT = /dFC eXp[—ﬁU(FC)], (24)

with d'¢ = dr™¥dQ».

The connection with thermodynamics is established through the funda-
mental relation between the partition function and the Helmholtz free energy

Fyvr = —kgT'InQnvr . (2-5)

The canonical ensemble average of any property A(T") can be formally ex-
pressed as

) [ dTA(T) exp[~BH(T))]
(A) nvr = / dLAD)pyyr(L) = J dr exp[—BH(T)]

In general, A(T") can be divided into two contributions: one that only depends
on the momenta, and a second one that only depends on the translational
and rotational coordinates of the particles. In this case, the integration over
the momenta is straightforward and yields the ideal-gas contribution to the
average. The actual difficulty lies in the integration over the set of coordinates
I, which defines the configurational (or excess) contribution to the average.
This can be written as

c _ c c c\ __ decA(PC) exp[—ﬁl/{(FC)]
Wiwr = [ drAT o (1) = S (20)

where

onvr(T9) = ZNIVT escp|— BU(T)]. (2.7)

2We are assuming rigid, linear molecules, for which there are two orientational degrees
of freedom per molecule.
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The final goal in a MC simulation is the evaluation of integrals of the type
given in Eq. (2.6). Note that the integrations are not extended over the
whole phase space, but over a restricted subspace, typically known as the
configuration space of the system. Also note that no kinetic contribution ap-
pears now in the Boltzmann weight given in Eq. (2.6). To ease the notation,
we will omit the superscript ¢ and use I' to denote a point in configuration
space. One of such points are usually named as a configuration of the system.
With this convention, ony7(I') in Eq. (2.7) represents the probability that
the system is found in a particular configuration I" with (configurational)
energy U(I"), irrespective of the translational and rotational momenta.

In principle, one could easily devise a computer code to evaluate the
average defined in Eq. (2.6) according to the following “brute-force” MC
algorithm:

1. Sample the configuration space by generating a random sequence of,
say, M configurations I',, (n =1,..., M) of the system.

2. Compute the interaction energy, U, = U(T",,), the value of property A,
A, = A(T',,), and the Boltzmann weight, exp[—/U,], in each configu-
ration.

3. Estimate the expected ensemble average by the mean value (A),,, over
the sequence of configurations as

_ Zn An eXp[_ﬁu’ﬂ] ]

(A & (Apn = SE=CE 27 (2.8)

This is essentially what lies behind the MC technique: an integral is
approximated by a finite sum (two, in the case we are considering here),
with evaluations of the integrand at randomly chosen values of the argument
upon which the integrand depends. Anyone familiar with MC techniques
as applied to condensed matter must recognize that the above scheme, as
has been presented, is absolutely useless. The main reason is that under the
typical thermodynamic conditions at which a simulation of a liquid state is
performed, the overwhelming majority of configurations will be character-
ized by very large (positive) values of U, with correspondingly low (actually,
negligible) values of the Boltzmann weight. There is an extremely small frac-
tion of configurations that makes a significant contribution to the integrals
appearing in Eq. (2.6). Had this scheme worked, one could have directly de-
termined the configuration integral (denominator), from wich we could have
obtained the free energy, and hence the thermodynamics of the system.



12 Methodology

The brute-force MC fails due to our choice of sampling strategy: the con-
figurations have been randomly selected with equal probability, but the set
contains no information. A much smarter sampling approach would involve
selecting a set of configurations expected to make a significant contribution
to the configurational integral. This strategy is known as importance sam-
pling. This is best understood by considering the general approach to the
evaluation of an integral by the MC technique (see, for instance, Ref. [19]).
Assume we are interested in the computation of the following integral

1= [ dnf),

defined over some domain D. Consider an arbitrary (distribution) function
g(x) such that g(z) > 0 and normalized to unity in the integration domain
D. Define the function F'(z) = f(x)/g(z) and express I in the form

I:/Dda: [%} g(x)z/DdxF(x)g(x).

One now generates a set of M random variables &, (n = 1,..., M) in the
domain D distributed according to g(x), and compute the arithmetic mean

<F>run:%ZFnu

where F,, = F(&,). The MC integration method amounts to consider the
above average as an estimate of the integral I, i.e.,

I= /Ddx F(2)g(x) ~ (F)rn = % > F.. (2.9)

Using the above considerations, one can recast the configurational average of
property A [see Eq. (2.6)] as (recall that we are omitting the superscript c)

AT onvr(T)
g(I)

Following Metropolis et al. [2], the distribution g is chosen as g(I') = onyr(I)
(this choice fulfills the requirements demanded to the distribution function
g), and F(I') defined as the term in parenthesis appearing in the above
integrand. Using Eq. (2.9), one arrives to

Wpvr = [T AT)owva(r) = [ ar | Joir).

(A)vvr = (A)run = % D A (2.10)
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This is the usual approach to compute ensemble averages in a MC simu-
lation. It simply amounts to obtain the arithmetic mean of property A
evaluated over a set of “important” configurations randomly drawn from the
Boltzmann distribution. At variance with the expression emerging from the
brute-force MC algorithm, Eq. (2.8), there is now no explicit computation
of the partition function and, therefore, no possibility of computing the av-
erage of properties that depend directly on the partition function (or the
configurational integral), the free energy being the most clear example. Av-
erages in any ensemble other than the canonical are calculated exactly in
the same manner; in this case, the chain of random configurations should be
drawn from the appropriate probability density distribution that defines the
ensemble.

There still remains the problem of generating a sequence (or chain) of
configurations according to the desired probability distribution: this is es-
sentially the heart of a MC program. In the next section, we briefly describe
the solution given by Metropolis et al. [2].

2.2.2 Metropolis algorithm in the NV'T ensemble

Consider that the system is in a given configuration I',, (for example, the
initial configuration). A proper MC algorithm should answer the following
two questions:

1. How to ensure that, in equilibrium, configurations in the chain appear
with the appropriate Boltzmann weight.

2. How the next configuration I',, of the chain is generated (i.e., what are
the rules for generating the full sequence of configurations).

In the following, p,, = @ens(I';n) denotes the probability that the system
is in a particular configuration I',, (which is known to be proportional to the
appropriate Boltzmann weight of the ensemble if the system is in equilib-
rium). The probability of generating the configuration I';, once the system
is in I'), is denoted by 7,,_.,. The product of these two probabilities gives
the overall rate at which I',, — I, transitions occur in the system. It can be
shown [4] that the set of configurations will be distributed according to the
distribution p,, if the transition probabilities are chosen such that

PmTm—n = PnTnom -

This condition is called microscopic reversibility and simply states that the
I',, — T, transition should occur, on average, with the same frecuency as
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the I';, — I, transition. Therefore, the answer to question 1 posed earlier, is
that the transition probabilites should be chosen so that their ratio satisfies

ﬂ-m—)n pn
T (2.11)
There still remains the question of how the chain of configurations should

be generated. We define S,,,_.,, as the probability of selecting a configuration
[';, when the system is in I[',,; this is usually known as the underlying matrix of
the Markov chain. We also define P,,_.,, as the probability that the transition
be accepted (acceptance probability). One has that 7, ., = Sm—nPm_n-
In the original Metropolis algorithm, the selection probability is chosen to
be symmetric (i.e., Sp—m = Smon), which allows condition (2.11) to be
expressed as

Prn _ Pn

Poom  Pm
One still has the freedom to choose the acceptance probabilites so as to fulfill
the above condition. The Metropolis algorithm is based on the choice

p L pa/on i pa <pm,
men 1 it pn > pm,

which can also be written as

Prn = min{1, p, /D } - (2.12)

With all these considerations, the Metropolis solution for the probability that
the system will move from configuration I',, to I';, (with m # n) is given by

ﬂ—m—?’ﬂ

Sm—*’fl 1f pn Z pm

The system also has a non-vanishing probability of staying in the same state

(m = n) given by
Tm—m = 1 — Z T, -

n#m
One still has the freedom to choose the selection probability. The proposal
of Metropolis et al. goes as follows. A new trial configuration is generated
by moving the center of mass of a molecule (translational displacement) to a
neighbouring position r within a cube C centred at the old position. There
is a large number (say, Nyia) of possible new positions, and all are given the
same chance to be chosen. It then follows that

S . 1/Ntrial if r < C,
mE 0 otherwise.
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The trial move will be accepted according to the probability given in Eq. (2.12).
In the canonical ensemble, where p,, is given by Eq. (2.7), the acceptance
probability can be written as

Pim—n = min{1l, exp(—LAU)}, (2.13)

where AU = U,, — U,,,. If the move is rejected, the old configuration I',, is
recounted as the new configuration in the sequence of configurations. The
size of the cube C determines what fraction of the attempted moves will be
accepted. We typically set this size so as to obtain 30-35% of accepted moves.

For molecular systems, the chain of configurations should also include
configurations generated from a random reorientation of the molecules. This
can be achieved in different ways [4]. Here, we follow the scheme considered
by Frenkel and Smit [17] (appropriate for rigid, linear molecules) to carry out
orientational moves. Let 01 be a unit vector that specifies the orientation of a
molecule. A unit vector v is generated with random orientations (following
algorithm 40 in Ref. [17]). This vector is multiplied by a scale factor y (which
will determine the magnitude of the trial rotation) and added to the original
vector. The resulting vector 1 + yv, once normalized to unity, is taken as
the trial orientation. The new configuration is accepted according to the
acceptance/rejection criterium given by Eq. (2.13).

For systems consisting of hard particles, where the energy of a given con-
figuration is either zero or infinity, the acceptance criterium in the canonical
ensemble simply amounts to checking whether overlaps are generated in a
trial (translational or rotational) move. No overlaps will result in accepting
the trial configuration, while the detection of a pair of overlaping molecules
results in the rejection of the trial configuration.

2.2.3 Metropolis algorithms in the NPT ensemble

Most of the MC simulations performed in this work have been carried out
in the isothermal-isobaric ensemble, where the total number of particles NV,
the pressure P, and the temperature 7" are constant (for the case of systems
of hard particules, the temperature does not play any role). The partition
function in the NPT ensemble can be written as

QNPT = /dVeXp(—ﬁPV)QNVT. (214)

The appropriate configuration integral can be expressed as

ZNPT = /dV eXp(—ﬁPV)ZNVT . (215)
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The above expressions suggest that the volume of the system should also enter
the specification of the different configurations of the system. Therefore, a
point in this augmented phase space is defined by a particular realization of
the translational and rotational coordinates, as well as by a particular value
of V. One should note that there is an implicit dependence of the volume in
the positional coordinates. This dependence is made explicit by considering a
set of scaled coordinates. Assuming a rectangular box, with sides L, L,,, and
L., the scaled coordinates are defined as s;, = 7o/ La, With a = x,y, 2z, and
t=1,...,N. Considering that V = L,L,L,, the change to scaled variables
involves dr¥ = V™ds". The corresponding probability density in the NPT
ensemble now reads

onpr(T; V) = VN exp{—p[PV +U()]}. (2.16)

ZNPT

A Metropolis algorithm can now be devised to sample configurations in
the NPT ensemble in much the same way as it was done in the previous
section for the canonical ensemble. Succesive configurations are generated
according to Eq. (2.12), with p, = onpr(Ty; V,,) given by Eq. (2.16). Trial
translational and rotational moves are performed so that the volume remains
constant; therefore, the acceptance probability of such moves is simply the
same as that considered in the canonical ensemble [cf. Eq. (2.13)]. The
volume can be sampled in different ways, each giving rise to slightly differ-
ent expressions for the acceptance probabilities. Throughout this work, we
consider three different sampling algorithms:

(a) LVOL1 SCHEME, in which the volume is sampled isotropically. This will
be used in this work when performing N PT simulations of phases with
no translational order, namely, the isotropic and nematic phases. The
box-side ratios, defined as &, = L,/L and &, = L,/L, with L = L,, do
not change along the simulation. It follows that L, = ¢,L, L, = . L,
V =& L% and dV = 3§,&, L*dL. In terms of L, the configurational
integral is written as

ZNpPT X /dL LN+ 2 exp(—BPV) /dsNdQN exp(—pU) ,
from which we infer that the appropriate Boltzmann weight is
onpr(T; L) o< LN 2 exp{—B[PV +U(T)]}
= exp{—([PV +U(T') — (3N + 2)kgT In L]} .

The volume is then sampled by performing trial moves involving a
random change in L. According to the Metropolis prescription, the
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transition from configuration m to configuration n is accepted with
probability given by Eq. (2.12); this is explicitly written as

Prn = min (1,exp{—=F[PAV + AU — (3N + 2)kgT In(L,,/L,,)]}) ,
(2.17)
where L, (L,,) is the value of L in the new (old) configuration, AV =
Voo — Vi, and AU =U,, — U,,.

LVOL2 SCHEME, appropriate for phases that exhibit translational order
along one direction (say, the z direction), but no translational order
in any transverse direction; this algorithm is typically used for the
simulation of the smectic phase. Here, two decoupled trial volume
changes are defined: one, in which the volume is sampled through
changes in L, at constant cross section, L,L,; and a second one, in
which the cross section is changed isotropically at constant L,. For the
first case, it follows that V = L L,L, with dV = L,L,dL.; it can be
easily shown that each configuration should appear with a Boltzmann
weight given by

onpr(T; L) o< LY exp{—B[PV +U(T)]}, (2.18)

and the probability of accepting a move in which L, changes is given,
within the Metropolis scheme, by

Pr—n = min (1, exp{—B[PAV + AU — NkgT In(V,,/V,,)]}) . (2.19)

For the second case, we change L (with L, = L, and L, = L), at
constant &, = L, /L, and L,. Now, V = &,L,L? with dV = 2¢,L,LdL.
It can be shown that each configuration should appear in the chain of
configurations with a Boltzmann weight given by

onpr(T; L) oc LN exp{—B[PV +U()]},

and the probability of accepting a trial move in which L changes is
given, within the Metropolis scheme, by

Prn—pn = min (1, exp{—F[PAV + AU — (2N + 1)kgT In(L,/L,)]}) -

LVOL3 SCHEME, in which the volume is sampled by performing inde-
pendent trial changes of the box sides. This scheme is typically used for
simulation of the solid phase in the N PT" ensemble. Each time the vol-
ume is attempted to be changed, our algorithm considers a trial change
in one of the box sides while keeping the other two constant. This is
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performed three times, each time trying to vary (sequentally) L,, L,,
or L,. The corresponding Boltzmann weight of the configurations and
acceptance probability of the trial move are the same as those given in
Eq. (2.18) and (2.19), respectively.

In all cases, we set the maximum size of the sampling variable so that
20-25% of the attempted moves are accepted.

2.2.4 Estimation of statistical errors

As in a real experiment, the estimates of ensemble averages obtained in a
simulation are subject to statistical uncertainties.® A quantification of these
errors is of fundamental importance for obvious reasons. When dealing with
the estimation of statistical errors in the computed averages in a simulation,
one can find similarities, but also differences, with the procedure used for
this purpose in real experiments.

Some comments regarding the notation will be useful for the present
discussion. We organize our simulations in cycles (or sweeps), where one cycle
consists on NV trial molecular displacements, /N trial molecular reorientations,
and some trial volume changes (one when using the LvOL1 algorithm, two
when using LvOL2, and three for the case of the LvOL3 algorithm). We recall
that N is the number of molecules of the system. For comparison, one MC
cycle corresponds approximately to one time step in molecular dynamics.
After equilibration, the simulation is extendend over a total of N, cycles.
We recall that, when using a Metropolis-based algorithm, an estimate of the
ensemble average of property A is given by the run average (A),.,, defined

as
Nrun

> A (2.20)

=1

1

<~A>run =

run

This is the value that we associate with the “measurement” of property A;
note that the experiment involves a simulation over a fixed number of cycles,
Niun, which can be chosen arbitrarily large. One should expect that the above
value will be a closer realization of the (true) ensemble average if N, — oc.
However, one is constraint to perform simulation experiments of finite length.
In a real experiment, the error €(.A) associated with the measurement of A is
usually assessed by repeating the experiment M times. One then computes

3We are not dealing here with possible systematic errors, such as those due to system-
size effects, periodic boundary conditions, etc.
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the corresponding variance

_ 2 1« 2

var(A) = 0°(A) = M;(Ak (A)?, (2.21)
where Ay is the result after the k-th measurement, and (A) is the mean
value over the set of measurements. The error (.A) is usually reported as
the standard deviation, o(.A) (defined as the square root of the variance),
with the usual meaning that there is a chance of 67% that a single measure-
ment yields a value between (A) and (A) £ (. A), provided the individual
measurements are independent and Gaussian distributed. This chance goes

up to 97% when the error is reported as twice the standard deviation.

An straight application of this scheme to the estimation of errors in sim-
ulation is unpractical, as it would involve repeating the “experiment” (sim-
ulating the system over N, cycles) M times. One should try instead to
give an estimate of the error from the implementation of a single simulation
experiment. A possible way to proceed is as follows. The full simulation
is divided into ny, blocks, each comprising a total of N, = Ny, /np cycles.
In the course of the simulation, the block (or coarse-grained) averages A,
(n=1,...,np), as well as the variance of the block averages, are computed.
The latter is given by

Ny

1
O-l?)lock = n—b Z(An - A>2 ’ (222)

n=1
where A is the mean value of the block averages

A=t > A, (2.23)

ny

A does not depend on ny [obviously, A is exactly the same as (A)un as given
in Eq. (2.20)], but oploek depends on the number of blocks n;, in which the
simulation has been partitioned. It turns out that a good estimator of the
variance in the run average can be computed from

- 1
2 2
A~ —— , 2.24
o”(A) o — 1 7 block ( )

provided the block averages are uncorrelated (i.e., statistically independent).
One should anticipate that this condition will hold if N, (number of cycles
per block) is chosen sufficiently large.
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Figure 2.1: Density autocorrelation function as a function of the distance m
between consecutive blocks (100 MC cycles per block) as obtained from a constant-
pressure MC simulation of a system of 500 hard spheres at a reduced pressure of
BPD? = 1. Details on the simulation are given in the main text.

One possible way to check whether the block averages are uncorrelated
(or whether the choice of Ny, is good enough) is through the computation of
the autocorrelation function ¢(m) of the block averages of property A. This
is defined as [18, 20, 21]

np—m

S (A= A) (A~ A) . (2.25)

k=1

1
Ny —m

¢(m) = ((Ax—A) (A — A))i =

¢(m) gives an indication of the correlation between block averages computed
m blocks appart. Note that for m = 0, ¢(0) is just the variance of the block
averages defined in Eq. (2.22). As m increases, ¢(m) will decrease, indicat-
ing that block averages become increasingly uncorrelated. This function is
expected to have an exponential decay at short times?, i.e.,

¢(m) = ¢(0) exp(—m/7), (2.26)

where 7 is a characteristic decay time. The correlation time 7. is defined
as 7. = 27. We use the value of 7. as a measure of the number of blocks

4We are using here the word time in a Monte Carlo sense, with m labelling the time,
and with N, being the unit of time.
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beyond which the block averages become uncorrelated. It then follows that
T.Np is the minimum number of cycles that a block should have in order
to ensure that succesive block averages become statistically independent.
The total number of uncorrelated blocks in the run (of length N,,,) is then
Niun/(7eNp). Plugging this number for n, in the right-hand side of Eq. (2.24),
will give us a fair estimate of the variance in the run average.

A practical example will help to clarify the above discussion. We consider
the estimate of the error associated with the average number density p =
N/V obtained from a constant-pressure MC simulation of a system of N =
500 hard spheres of diameter D.> We set the input pressure to 3PD?3 = 1.
Under this pressure, the system is fluid-like. After the equilibration stage,
the system is run for a total of Ny, = 4 x 10° cycles. Block averages are
calculated over blocks of relatively small size (N, = 100 cycles per block).
The simulation comprises a total of n, = Ny, /N, = 4 X 102 blocks. We find a
value of p = (p)run = 0.39856 for the run average of the number density, and
a value of opoc = 0.00832 for the standard deviation of the block averages
calculated according to Eq. (2.22). We plot in Fig. 2.1 the autocorrelation
function of the block averages of the density, ¢,(m). From the short-time
(exponential) behaviour of ¢,(m), we find 7 ~ 10 and, therefore, a correlation
time 7. = 27 = 20. From this, we estimate that blocks should contain a
minimum of 7., = 2000 cycles. The data from the run can be blocked so as
to obtain a total of N, /(7.Ny) = 200 independent block averages. Inserting
this value in Eq. (2.24) yields o = 0.0006. The simulation result should then
be reported as p = 0.3986(6) (error ¢ = o). In most instances, the errors
in this work will be reported as € = 20, i.e., p = 0.3986(12) for the present
example.

We show in Fig. 2.2 0(A) [cf. Eq. (2.24)] for different choices of the block
size for the run considered here. According to the plot, the estimate of the
error becomes insensitive to the choice of the block size provided the latter
is chosen sufficiently large.

Estimates of the error according to the previous procedure should in prin-
ciple be performed for each magnitude computed in a simulation (note that
each property would have a different correlation time). This can be very te-
dious. A much practical approach would be to consider a value of the block
size, Ny, sufficiently large and avoid having to perform the full autocorre-
lation analysis in every simulation. We normally use a value of N, = 5000
cycles, which, according to our example, is safe enough.

5We use D to set the unit of length and define dimensionless reduced units in this
section.
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Figure 2.2: Standard deviation associated with the run average of the number
density obtained in a constant-pressure simulation of a system of 500 hard spheres
at a pressure of SPD3 =1 for different choices of the block size.

We end this section by recalling that the analysis described here is lim-
ited to the estimation of errors of properties that can be computed as run
averages. Errors on other properties should be estimated in a different way.
Of particular importance in this thesis is the free energy: this property can-
not be computed as an ensemble average. The method that we consider for
estimating the errors in free energies will be explained in subsequent chapters.

2.3 Free energy calculation: generalities

As already mentioned, the main goal of this work is to determine the phase
diagram of different model potentials, and this requires the calculation of the
free energy of all of the phases. However, this quantity can not be calculated
directly in a computer simulation since it is not an average of functions of
the phase space coordinates of the system. One has to use instead indirect
methods [17]. This is as in experiments, where the free energy is not directly
accesible. One should note that first-order derivatives of the free energy
can be easily calculated in a computer experiment (the pressure being an
example). We review in this section a number of methods for the indirect
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calculation of the free energy from computer simulation.

One way to compute the free enery of a system is to connect the state
under consideration with another state of known free energy through a re-
versible path. This involves a calculation of the change in free energy along
the path by integration of appropiate thermodynamic functions (typically,
first-order derivatives of the free energy) which we will describe in the next
section. There are only few systems for which the free energy is known, as
for example the ideal gas or the Einstein crystal. The relevant expression

can be written as
n oF
F(Y)) = F(Y; dY | —
o) =+ [ Car (55).

Yo

where Y is some thermodynamic property and F(Y}) is the free energy of
the reference state.

There are other methods for the computation of the free energy difference
between two states from simulation. One of these methods, the so-called
simulation method in the expanded ensemble proposed by Lyuvartsev et
al. [22], has been ocassionally used in this work, and will be discussed below.
Though most of the methods for the calculation of the free energy actually
compute free-energy differences, we should recall that there is a particular
simulation method that provides the absolute free energy. This is the case
of the particle-insertion method, due to Widom [23]. This method, as well
as an extension used in the present work, is also discussed below.

2.3.1 Parametric integration

In this method the Hamiltonian H = H(\) of the system is considered as a
function of a generic parameter A which varies along the integration path [17].
In the following, we describe the parametric integration method in the NVT
ensemble. The Helmholtz free energy F(\) in this ensemble is related to the
canonical partition function through the relation

F(\) = —kgTInQ(N), (2.27)
where the partition function depends on the parameter A and is given by
1 1
Q) = gy | AT e AU (2.28)

Differentiating in both terms of Eq. (2.27) with respect to the parameter A
we obtain
OF(\)

N T
O\ ke

1 0Q() _ JdU [U(N)/0A expl—6U ()]
Q) oA J T expl—BU (V)
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Recalling the definition of ensemble average in the canonical ensemble, one
can recast the above expression as:

AF(\) /U
o :< o >A. (2.29)

Upon integration of Eq. (2.29) between two states characterized by param-
eters \g and \Aq, one obtains

F\) — F(h) = /: i <8L8’7<AA)>A | (2.30)

If the free energy of the initial state is known, we can obtain the free energy
of the final state by numerical quadrature. In practice, the integral is numer-
ically calculated using Gaussian quadrature [24]. This requires performing a
number of NV'T simulations at intermediate values of A\ between \¢ and A;.

A similar relation follows in the NPT ensemble,
A oU(N)
G -Gl = [ ()
2o ox /,

where G is the Gibbs free energy. In common with other methods, one must
ensure that the system does not cross a first-order phase transition along the
integration path.

2.3.2 Thermodynamic integration

The thermodynamic integration technique is used in this work to calculate
the free energy of different phases, such as isotropic, nematic, and solid. This
method requires that the free energy of a reference state and the equation of
state of the system under study be known. In order to derive the working
expression of the method, we start from the thermodynamic relation

8F)
— =P, (2.31)
(av NVT

that links the pressure with the Helmholtz free energy. For convenience, we
express the above derivative in terms of the number density p = N/V/,

(),
o) nyr P
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Integrating the above equation along an isotherm, we obtain the key expres-
sion of the thermodynamic integration method,

/

f(p) = fref+/p Z(p’)dp—’f, (2.32)

Pref

where f (p) is the free energy at an arbitrary density, frer = f (pref) is the free
energy at the reference density pyer, and Z = P/(pkgT) is the compressibility
factor. In the above equation, we have defined f = F'/(NkgT). According
to Eq. (2.32), the calculation of the free energy at a density p requires the
equation of state along an isotherm to be known.

If the pressure is chosen as the integration variable along the isotherm,
one arrives at a similar expression,

9(P) :gref+/ Z(P’)d?P,/, (2.33)

Pret

but now involving the difference in Gibbs free energy. In the above equation,

we have defined g = G/(NkgT).

2.3.3 The expanded ensemble

As mentioned above, the free energy can not be directly measured from a
simulation since it can not be expressed as an average over phase space;
one therefore has to make use of indirect methods to compute free energy
differences. One of these methods is the expanded ensemble proposed by
Lyuvartsev et al. [22].

The general idea of the method is as follows.® One samples the con-

figuration space of a set of M subensembles, each of them representative
of a system characterized by an interaction energy U,, = U (I';,; €,,) with
m =1,..., M, and ¢, being an arbitrary set of parameters. We can write
the corresponding configurational integral for each subensemble as

- /de exp (—6Uy,) -
For each subensemble m we define the configuration space I',, so that

6The method is presented here in the canonical ensemble; it is straightforward to gen-
eralize the method to any other ensemble.
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A global configurational integral for the expanded ensemble is defined as

M
Z = Z Zmexp (Wh,) |
m=0

where W, is a weight factor for the potential U,,. The probability of finding
the system in a configuration of the subensemble I',, when sampling the
whole configuration space I' can be written as

_ Zmexp Wy,
B Z

According to Eq. (2.34) it follows that

D x exp [= 0 (U — W] - (2.34)

Pn Zn
n{ =) =In(=2 W, — W,,) . 2.35
() = (7) + o0 0
From the relation between the free energy and the partition function one can
write

In (5_”) — _B(F,— F,).

m

After substitution into Eq. (2.35), one gets

H(Fy— Fu) = —In (p—) £ AW, — W) . (2.36)
which can be rewritten as
1 n
fn_fm:_ﬁln (p—) +(wn_wm) ; (237)

where w = fW/N and f = F/(NkgT). Eq. (2.37) is the key relation of the
expanded-ensemble method.

One can devise a Metropolis algorithm to sample the expanded ensemble.

In addition to the standard (translational and rotational) MC moves, one

performs trial moves to drive the system from one subensemble to another.

The acceptance probability of such a move in the canonical ensemble is given
by

P = min {1, exp [6 (AW — Alpn)]} (2.38)

where AW,,,,, = W,,—W,, and AU,,,,, = U,,—U,,. The probabilities appearing

in Eq. (2.37) are determined from the frecuency of visits to each subensemble

in the course of the simulation. In general, consecutive subensembles in the
Markov chain will be separated by a large free energy barrier, which may
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give rise to a poor sampling of subsystems with high free energy. As a result,
the corresponding probabilities may differ in several orders of magnitude and
the scheme turns inefficient. This can be alleviated by a suitable choice of
weighting coefficients. Though the difference in free energy AF,,, = F,, — F,,,
should not depend on AW,,,,,, the probability ratio p,/pn, is strongly depen-
dent on the weight factors, as can be seen after manipulating Eq. (2.36)

P explB(AWym — AF)].

Pm
According to this expression, the choice AW,,,, ~ AF,,, will ensure a nearly
uniform sampling with p, =~ p,,. This choice, however, would require prior
knowledge of the quantities we want to compute. It is straightforward to
devise a simple scheme that systematically corrects the set of weight func-
tions [25,26]: starting from a suitable initial guess, and making use of ex-
pression (2.36), the weight factors are succesively refined according to

ﬁ(AWmn)new = B(AWmn)old —In p_n s (239)

Pm
during the course of a preliminary run.

The expanded ensemble simulation technique has proved quite efficient
in a variety of problems involving the computation of free energy differences;
examples include the calculation of the free energy [22,27] or the chemical
potential [28] of dense model fluids [29-31] and crystalline solids [25, 26];
the free energies of solute molecules into different solvents [32]; or the surface
tension of the vapour-liquid interface [33]. In the present work, this technique
has been used to compute the free energy of hard sphere solids, and the
difference in free energy between an interacting and non-interacting Einstein
crystal.

2.3.4 Test-particle insertion method

The test-particle insertion technique (usually referred to as the Widom me-
thod) allows one to compute the chemical potential in a system characterized
by an arbitrary interaction potential 4. Though originally devised for sim-
ulations in the NVT ensemble [23], the method can be easily extended to
the computation of the chemical potential in any ensemble. The working
expression in the NPT ensemble reads as follows (see, for example Frenkel
and Smit [17])

g(P) = ¢ia(P) + gex(P) = In(BPD?) — 1n< BPV

mexp(—ﬁAU)>, (2.40)
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where AU is the interaction potential of a ghost particle with the rest of
particles of the system. The angular brackets denote an average over the
appropriate ensemble characterized by constant number of particles IV, pres-
sure P, and temperature 7. In expresion (2.40), we have chosen the de
Broglie wave length equal to D, where D is some arbitrary length scale in
the interaction model.

Before going any further, some comments are in order:

g in Eq. (2.40) represents the chemical potential in units of kgT. We
use this notation, rather than the more standard notation By, in order
to be consistent with our choice of f and ¢ to denote the Helmholtz
and Gibbs free energy per particle, respectively, in units of kg7'. For
one-component systems, it follows that g = Su.

— Expression (2.40) defines the chemical potential up to an (arbitrary)
additive constant. When locating phase transitions, this constant will
cancel out when equating the chemical potentials of the coexisting
phases provided the same choice of constants is made in both phases.

— The ideal-gas contribution does depend on the choice of length unit.
Different choices will yield different values of the chemical potential of
the ideal gas: they will simply differ by an additive constant (see our
previous comment). The excess contribution, however, does not depend
on the particular choice of length unit.

— As most of the simulations performed in this work are carried out in
the NPT ensemble, we have defined the ideal-gas contribution in terms
of the pressure and not in terms of the number density, as is usually
done when working in the canonical ensemble.

For the particular case of systems characterized by hard interactions, ge
is related to the probability that no overlaps take place in the system when
a trial particle insertion is attempted. This restricts the applicability of the
above (unweighted) scheme to situations where the density is not too high.
A number of alternative strategies have been devised in order to push the
applicability of this method to relatively dense systems (see Ref. [17]). The
practical implementation of the method for molecular systems involves the
following steps:

1. Generate a trial position for the centre of mass of the ghost particle
within the limits of the simulation box.
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2. Generate a random orientation for the ghost particle.

3. Loop over the N particles of the system and calculate the energy AU
appearing in Eq. (2.40). For hard-particle systems, the corresponding
Boltzmann factor will be either zero or one, depending on whether or
not overlaps between the ghost particle and the particles of the system
are found.

The standard implementation of the above scheme considers an unweighted
sampling of the trial positions and orientations from a uniform distribution
(i.e., all posible positions and orientations of the ghost particle are generated
with the same likehood). We have considered a variant of the method which
is expected to be appropriate for the computation of the chemical potential of
fluid systems with orientational order. This (weighted) scheme is described
next.

Let us consider an orientationally ordered (nematic) fluid consisting of N
axially symmetric particles. The long axis of the molecules define an average
(macroscopic) direction of alignment (the so-called director of the phase).
The degree of orientational order can be characterized by the orientational
distribution function, A(f2), defined as the probability of finding a particle
with orientations within the solid angle 2. This distribution is normalized
to one, so that for the isotropic phase, h = 1/(4x). Uniaxial nematic phases
exhibit cylindrical symmetry around the director, and A(2) just depends
on a single angle, 6, where 6 is the angle between the main molecular axis
and the director. In this case, it turns out more convenient to choose the
normalization of h(cos#) as 47. With this choice, it follows that

/1 deh(z) =1 (2.41)

where x = cosf. According to this choice, the isotropic phase will be char-
acterized by h = 1, and the nematic phase by a function h(z) peaked around
the value z = 1.

The weighted implementation of the Widom method involves the fol-
lowing steps. The polar angle ¢ that defines the molecular axial vector is
randomly (and uniformly) generated in the range [0, 27]. The azimuthal an-
gle x = cos 6, however, is generated from a suitable non-uniform distribution
function. The best choice would correspond to the expected orientational
distribution function h(x) of the nematic phase. This is unkown beforehand,
but a simple alternative is to make use of the Onsager distribution, which
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Figure 2.3: Onsager distribution function hops Eq. (2.42) in terms of z = cos 6 for
different values of the parameter o shown in the plot. The accompanying values
of S are the corresponding values of the orientational order parameter Sqops.

has the following form

a cosh(ax)

hons(x) = (242)

sinh a
where « is a (positive) parameter. Orientational disorder (isotropic phase)
is characterized by « = 0, while orientational order (nematic phase) is char-
acterized by a > 0: the larger the parameter « is, the stronger the degree of
orientational order will be. Fig. 2.3 depicts the Onsager distribution function
for different choices of the parameter o. The orientational order parameter
Sons Tesulting from the Onsager distribution depends on «, where Sg, is
defined as

1 2
Sons = / da whm(@. (2.43)
0

Here, we use a rejection algorithm due to von Neumann (see appendix
G.6 in Allen and Tildesley [4]) to generate the random variable z distributed
according to the Onsager distribution for a given value of . The method
runs as follows. Let x be a random variable distributed according to an
arbitrary distribution f(x). Assume that f(z) is bounded and of finite range,
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r1 < x < xy. Define g(x) = f(z)/A, where A > 1 is an arbitrary constant
defined so as to insure 0 < g(z) < 1 in the range x1 < x < z3. According
to von Neumann’s algorithm, one has to proceed as follows to generate x
randomly on the distribution of interest:

(a) Generate two random variables &;, & uniformly distributed in [0,1].

(b) Generate x randomly in the range [z1, 23] as x = 21 + (22 — x1)&s, and
evaluate g(z).

(c) If & < g(z), then x is a random number distributed according to f(z);
otherwise, go to (a).

In practice, our implementation of von Neumann’s algorithm involves the
following steps:

1. The distribution f(z) is taken to be the Onsager distribution defined
in Eq. (2.42), f(x) = hons(x). The value of « is chosen so that Sopus
as given from Eq. (2.43) approximately matches the expected value of
the order parameter of the nematic phase under investigation. Typical
values of a are taken in the range 5 < a < 20 (see Fig. 2.3).

2. Choose A = a. With this choice, g(z) = cosh(ax)/sinh(«), and there-
fore, g(z) <1 as required in von Neumann’s algorithm.

3. Follow steps (a) through (c) in von Neumann’s scheme, considering
r1 = 0, and 29 = 1. The generated value, x, will obey the Onsager
distribution.

Finally, a value ¢ for the polar angle of the ghost particle is uniformly
generated in the range [0, 27]. Recall that x is the angle with respect to the
director; therefore, x and ¢ define the orientation of the axial vector of the
ghost particle in the director frame, tig;,.” Before calculating the interaction
between the ghost particle and the rest of particles of the system, one has
to express the components of the axial vector of the ghost particle in the
simulation-box frame, Qy,qy, using

Upox = R Ugir

where R is the corresponding rotation matrix. The columns of the rotation
matrix are simply the components of the eigenvectors of the orientational
matrix Q.

"The unit vectors of this frame, defined as the eigenvectors of the orientational matrix
Q, defined later in Eq. (4.4), are routinely calculated in our codes.
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The chemical potential within the weigthed scheme reads

3PV
hrons () (N + 1)

g(P) = In(BPD?) — ln< exp(—mu)> : (2.44)

2.4 Free energy calculation of fluid phases

2.4.1 The isotropic phase

We consider the ideal gas as the reference state for the calculation of the free
energy of the isotropic phase. Applying Eq. (2.32) to the ideal gas (id) and
to the isotropic (I) phase at a density p, we obtain

id _ sid pid/d_pl

f<m—f<mwyéz<mpﬂ (2.45)
_ ’ o onar

ﬂM—f@waZ@)ﬂy (2.46)

where pg is some arbitrary density. Substracting Eq. (2.45) from Eq. (2.46),

and taking the limit py — 0 (which leads to f(0) = f'4(0)) yields the relation

which allows us to calculate the free energy of the isotropic fluid phase once
the equation of state along an isotherm is known,

i g dp’

o) =1+ [ 12 -0

O ; (2.47)

The integration in the above equation is performed by fitting the simulation
data for the compressibility factor. In principle, one is free to choose the
functional form of the fit, and a polynomial function will be always used
throughout this work. In particular, the simulation results will be fitted to
an expression of the form

Z(p) = aip™, (2.48)

where a; are the fitting coefficients. The first coefficient is fixed to a; = 1
in order to reproduce the low-density limit of Z, while the rest of the coef-
ficients are fitted using a linear least-square method [24]. Finally, inserting
the expression of the compressibility factor in Eq. (2.47) one obtains the free
energy at any density along the isotropic branch
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Figure 2.4: Schematic representation of the thermodynamic path used to compute
the free energy of a reference nematic state.

where fi4(p) = In (A3A,.p) — 1. The Gibbs free energy at density p follows
from the thermodynamic relation G = F' + PV, which can be written as

g(p) = f(p)+ Z(p). (2.49)

Alternatively, one can compute the Gibbs free energy at any pressure by
fitting Z to a polynomial in P of the form

m

Z(P)=>) P

=1

In this case, it is straightforward to show that
. m C; .
P)=g(P ——pt. 2.50
P =P+ 3 (2.50)

Here, ¢'4(P) = In(BPAZA,) is the Gibbs free energy of the ideal gas at
pressure P.

2.4.2 The nematic phase

According to the key expression of thermodynamic integration along an
isotherm [c.f. Eq. (2.32)], the free energy of the nematic fluid at density
p is given by
P dy/
1) = fus+ | 260 (251)

Pref
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where Z(p) is the compressibility factor of the nematic phase. At variance
with the isotropic phase, the ideal gas can not be used as the reference state.
As the nematic liquid is expanded to the low-density region, the system
crosses a first-order (order-disorder) transition. A reversible path can, how-
ever, be devised if the order-disorder transition is artificially supressed. This
idea is behind the method proposed by Frenkel and Mulder [11]: an external
field, H.y, is applied to the system so that the orientational order persists
even at low densities. This Hamiltonian reads

N
H.. =\ Z sin?6; | (2.52)
=1

where 6; is the angle between the long axes of molecule ¢+ and the direction
of the external field, and A is the strength of the external field. The value of
A is chosen such that the isotropic-nematic transition is suppressed.

A reversible path is now devised from the nematic reference state (defined
by a density pref) to a low-density ideal-gas state. A schematic representation
of this path is shown in Fig. 2.4. The ideal gas plus external field (point A
in Fig. 2.4) is compressed at constant temperature up to pys (point B). The
external field is then switched off at constant density py¢. The free energy
of the nematic reference state (point C) is thus given by

fret = fo = fa+Afas +Afpc. (2.53)

fa represents the free energy of the ideal gas at density pyr in the presence
of the external field, which can be written as

fA - ln(AgArpref) -1+ f)\ )

where f) stands for the contribution of the external field, which is given by

r=—Ing, (2.54)
with

qr = /0 dx exp [—6)\ (1 — xQ)} ) (2.55)

The integration is performed by expanding the integrand, which gives

=1 )
0= Y

n=0

(2.56)
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The computation of Afap in Eq. (2.53) is analogous to that of the
isotropic phase. According to Eq. (2.47), one now has

Pret
M= [ (20 -1,
0 P
where 7 is the compressibility factor of the system in the presence of the
external field.
Finally, parametric integration is used to compute the free energy change
of the process of switching off the external field. According to Eq. (2.30)

1 A N
A = — d\ i 29i .
fBc NkBT/Q <;sm >A

A 10-point Gaussian quadrature is used to calculate the above integral.

Once the free energy of the reference nematic state f,of has been com-
puted, the free energy of a nematic state at any density p follows from
Eq. (2.51). As we did for the isotropic phase, the equation of state obtained
from simulation is fitted to a polynomial in p of the form

Z(p) = bip "
=1

The explicit expression of the free energy at a nematic density p is thus given
by

m bz N -
f(P):fref—i-blln(p)_FZ. (P = pich).

Pref

Variations of this method have also been employed in this work. They will
be explained when appropriate.

2.5 Free energy of solids. Einstein crystal
method

2.5.1 Simple crystals

There exists no natural reversible path from the solid phase to the isotropic
phase, so this path must be constructed artificially. One possibility was
proposed by Hoover and Ree [34] who introduced the single-occupancy cell
method in which each particle is assigned to one lattice point and can only
move around this lattice point. At high density, the properties of the cell
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system resembles those of a perfect solid. The cell system can be reversibly
expanded to low density without melting. Hoover and co-workers [35, 36]
proposed in 1970 an alternative to the single-occupancy cell method: the solid
is cooled to a temperature sufficiently low such that the system behaves as
an harmonic crystal, the free energy of which can be calculated analytically.
It was concluded that actually both methods suffer from some limitations.

In 1984, Frenkel and Ladd [37] proposed another method to calculate
the free energy of the solid phase using parametric integration. The basic
idea is to reversibly transform the solid under study into an ideal Einstein
crystal (EC)® connecting the atoms to their lattice sites. Some years later,
the method was revised by Polson et al. [38]. The EC method was extended
to molecular solids by Frenkel and Mulder [11]. More recently, Vega and Noya
[39] have proposed a slightly different version of the Frenkel-Ladd method
named the Einstein molecule method in which, instead of fixing the center
of mass of the system, one fixes the position of a reference molecule. An
extension of the EC method has recently been proposed by Almarza [40] and
applied to the computation of the free energy in systems of hard spheres.
Wilding and co-workers [41,42] have proposed the phase switch Monte Carlo
method, which has been applied to study the free energy difference between
the fcc and hep crystalline solids, and to obtain the fluid-solid transition of
hard spheres for different system sizes.

In the present work, we apply the EC method for the calculation of the
free energy of crystalline structures of atomic systems consisting of hard
spheres, and of molecular systems of molecules interacting with the hard
Gaussian overlap model, with and without attractive interactions. In the
following, we describe this method in some length. We restrict ourselves to
atomic systems with hard-core interactions.

Let us consider a system of atoms that interact with an intermolecular
potential Uy(r"). The thermodynamic path that links the system with an
ideal EC is defined by the following family of interactions

UEY X M) = x Up (™) + XD (r; —1)?/D?, (2.57)

=1

where D is some arbitrary length scale in the interaction model, r; is the po-
sition of particle 4, and r¥ corresponds to the lattice positions of the EC.
This lattice must have the same crystalline structure as the solid under

8The term ideal EC is used in this context to refer to a solid with harmonic interactions
but without intermolecular interactions. This will also be referred to as a non-interacting
EC.



2.5 Free energy of solids. Einstein crystal method 37

study. Also, the number density must remain constant along the thermo-
dynamic path. A\; in Eq. (2.57) is the strength of the harmonic springs, and
X is a dimensionless parameter that tunes the hard-core interactions from
a non-interacting (y = 0) to an interacting (x = 1) system. For numerical
reasons [37,38], it is usual practice to consider the non-interacting EC with
fixed center of mass as reference state and compute the change in free energy
under the constraint of fixing the center of mass. The reduced Helmholtz
free energy of the solid phase can then be expressed as

f=red + A+ AN+ AFO (2.58)

IO represents the free energy of the ideal EC with fixed center of mass
and strength of the harmonic springs \;. As shown in Appendix A, this is

given by
3 T 3 6/\15
CM " n ([ — ) — = 1In(=2) . 2.
gC = 7o (M) oN U\ (2:59)

A fXCM is the difference in free energy between the interacting (x = 1) and
non-interacting (y = 0) EC for a fixed value of the coupling parameter A;.
In principle, one can compute this contribution from

AN =~ nfexp(—))ec

where the average of the Boltzmann factor is obtained by sampling the con-
figuration space of the non-interacting EC. However, the computation of this
contribution using the expanded ensemble technique turns out to yield more
accurate values.

A M is the difference in free energy when the harmonic interactions are
switched off with the constraint on the center of mass. In most instances,
this contribution is computed from parametric integration [cf. Eq. (2.30)],
using the strength of the harmonic springs as the integration parameter. The
explicit expression is

1™ al
AfM = —NkBT/O d\ <Z(ri — rg)2/D2>A . (2.60)

i=1

AfM is the contribution due to the constraint on the center of mass.
This is given by [38]
3

1
AfM = v In(pD?) — o - (2.61)
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2.5.2 Molecular crystals

The molecular models considered in this project are appropriate for uniaxial
molecules. The extension of the EC method to molecular crystals was pro-
posed by Frenkel and Mulder [11], and first implemented for systems of hard
ellipsoids of revolution. The method is described here for systems of uniaxial
hard particles of arbitrary shape. The thermodynamic path that links the
target molecular solid with the ideal EC is defined as

N
UEY, QY A A) = x Up (e, Q) + 0D (r; — 1)?/D?
=1
N
+ /\TZsiHQ 0; . (2.62)
=1

This familiy of interactions is similar to the one used for the EC method as
applied to atomic systems [cf. Eq. (2.57)], but now including an extra term
that represents an orienting field. A\, is the strength of the field, and 6; is
the angle between the main axis of molecule ¢ with the direction of the field.
The latter should be consistent with the symmetry of the solid phase. For
all of the cases considered here, the main molecular axes are parallel to each
other, so that the orienting field is applied along this direction.

The Helmholtz free energy of the molecular solid is given by an expression
similar to Eq. (2.58). The explicit expression is

F=Ftt 4 A L A+ AFM (2.63)

where fS3 is the free energy of a molecular EC with fixed center of mass.
At variance with the atomic EC, molecules are now perfectly oriented. The
corresponding expression for the free energy reads

3 ™ 3 ﬁ)\t
M S — ) -2} -1 2.64

where the last term accounts for the contribution arising from the orienting
field, with ¢, given by Eq. (2.55)

B, = /O dz exp [~fA, (1 —27)] . (2.65)

The contribution Af{™ in Eq. (2.63) represents the reversible work as-
sociated with disconnecting the translational and rotational fields. Both are
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disconnected simultaneously at constant density. For convenience, the inte-
gration path is defined in terms of a single parameter £&. The translational
and rotational couplings are written as \; = £ and A\, = C¢, where C'is a con-
stant. Using parametric integration [cf. Eq. (2.30)] with £ as the integration
parameter, one arrives to

¢ 0 0
AFON = A g&:_/o g’ Ka—Af> w(ai)} (260

Using Eq. (2.30) with U given by Eq. (2.62), one finds

N

g Ay
AfECM = _NkBT/O d¢ <Z:(rZ —10?/D? + C’Zst 9i>£l . (2.67)

i=1 i=1

2.6 Gibbs-Duhem integration

So far, we have described methods for the computation of the free energy of
fluid and solid phases. The free energies enable one to determine the coex-
istence properties of first-order phase transitions by imposing the conditions
of phase equilibria. In principle, this process could be repeated for different
values of the molecular parameters. However, this is very time consuming;
as an alternative we use the Gibbs-Duhem integration method to trace the
phase boundaries between phases separated by first-order transitions. The
method was originally proposed by Kofke [43,44] and is based on a numeri-
cal integration of a generalized Clausius-Clapeyron equation. The basic idea
of the method consists on performing simultaneous simulations of the two
phases along the coexistence line starting from coexistence at a given point.
In each of these simulations, the pressure of the system is adjusted so that the
coexistence condition involving the equality of chemical potential is satisfied.

Since its introduction, the Gibbs-Duhem integration method has been
applied to determine the vapour-liquid, vapour-solid, and liquid-solid coexis-
tence lines in simple [45-48] and complex models [16,49-56]. In his original
work, Kofke applied the Gibbs-Duhem integration method to determine the
vapour-liquid coexistence in the Lennard-Jones model. Lisal et al. [46] has
determined the vapour-liquid equilibria of dipolar two-centre Lennard-Jones
fluids. Camp et al. [49] applied the method to trace out the isotropic-nematic
coexistence line in systems of uniaxial hard ellipsoids. They later determined
the isotropic-nematic and isotropic-discotic coexistence lines in systems of
biaxial hard ellipsoids [50]. Polson and Frenkel [52] calculated the full solid-
fluid coexistence line for systems of chain molecules, investigating the effect
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of chain stiffness on the transition. Galindo et al. [55] determined the solid-
fluid coexistence properties of linear rigid Lennard-Jones chain molecules;
they compare the results with those obtained for flexible models. de Miguel
and del Rio [16] have investigated the isotropic-nematic transition for the
hard Gaussian overlap model for a range of molecular elongations using this
technique. The phase behaviour of the square-well model has been studied by
Liu et al. [48] for different values of the attractive range. The vapour-liquid
and liquid-solid coexistence lines in binary Lennard-Jones mixtures have been
determined from the Gibbs-Duhem method by Lamm and Hall [54]. Other
examples include the study of the phase diagram of binary metallic alloys [51].
A comprehensive review of the method and its applications can be found in
Ref. [57].

2.6.1 Temperature Gibbs-Duhem integration

We consider a system that exhibits a first-order transition between two phases
1, 2. An infinitesimal change of the Gibbs free energy can be expressed as

ou ou
du (8T)Pd +(6P)Td sdT +vdP , (2.68)

where g is the chemical potential, s is the entropy per particle, and v is the
volume per particle. According to the coexistence conditions Eq. (2.1), the
condition Ap = p1 — e = 0 must be satisfied along the coexistence line.

The Gibbs-Duhem integration method is based on the numerical integra-
tion of the Clapeyron equation. This equation follows from equating Eq.
(2.68) for the two coexisting phases

<dp ) A op ), (2.69)

dT - TAv

where Ah = hy — hy and Av = v; — vy represent the difference in enthalpy
and volume per particle between the two coexisting phases, respectively. The
first-order derivative appearing in Eq. (2.69) is taken along the coexistence
line.

The numerical solution of the Clapeyron equation can be accomplished by
using different methods. Having calculated the coexistence pressure P, at a
given temperature T}, one wants to determine the coexistence pressure P, at
a new temperature 7y,. This first-order differential equation is solved here by
using a fourth-order Runge-Kutta algorithm. The practical implementation
of this algoritm involves the following steps:
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1. Simultaneous NPT simulations are performed for the two coexist-
ing phases at P, and T,. Averages of the enthalpy and volume for
each phase are calculated at these conditions and used to evaluate
®, = O(P,,T,) defined in Eq. (2.69).

2. A predicted value of the coexistence pressure at temperature T, =
T, + AT/2 is obtained from

AT
P}E):PO_I'T(I)ly

where AT is the integration step. An NPT simulation is then carried
out at PP and Ty, in order to compute &y = ®(PP, T,).

3. A corrected value of the coexistence pressure at T}, given by

AT
P]?:PO+7®27

is used as the input pressure in an NPT simulation. A new value
O3 = O(P¢,Ty) is then computed.

4. A new value of the pressure is predicted at temperature T},
PP = P, + AT,

®y = O(PP,T,) is determined in an NPT simulation at input condi-
tions PP and T,,.

The coexistence pressure at temperature 7), follows from [24]:

AT
P,=PF,+ 7@1 + 20y + 203 + Dy) . (2.70)

2.6.2 Parametric Gibbs-Duhem integration

We describe here a variant of the Gibbs-Duhem method which will be used
to determine the phase diagram of the hard Gaussian overlap model. We
will restrict ourselves to hard-core systems, where the temperature plays
no thermodynamic role. We consider a system that exhibits a first-order
transition between phases 1 and 2. An infinitesimal change in the chemical
potential can be written as

o

dp = (g—g) dP + (%) dx = vdP + Qdx , (2.71)
T P
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where x is an arbitrary parameter that enters into the intermolecular inter-
actions. Using that Au = 0 at coexistence, it follows that

AvdP + AQdzr =0,
where Av = v; — vy and AQ = Qy — Q5. It follows that

dP A€
(%)Ccex = _A—U = @(ZE, P) . (272)

This is a Clausius-Clapeyron type equation. In general, €2 can not be related
to a trivial thermodynamic property. A general procedure for its computa-
tion involves the following perturbation-based approach. According to its
definition, €2 is given by

(@), 4(E),

where G is the Gibbs free energy, which is related to the isobaric partition
function @ = Q(x) by
G=—-kgTIn@. (2.74)

The partition function in the NPT ensemble can be written as

Qlz) %W / AV exp (—BPV) / d0exp [—AUT:2)] . (2.75)

Differentiating Eq. (2.74) with respect to x at constant P yields®

oG\ OlmQ(z) . [InQ(x +dx) —InQ(x)
(@)P = —k’BTiax = k’BTdhl’Il |: or :| .

Inserting (2.75) in the above equation, we obtain

oG _ 1 [ dV exp(—BPV) [ dT exp(—BAU) exp(—LU)
— ) = —kgT lim ¢ —1In ,
ox ) p s2—0 | O [ dV exp(—BPV) [ dI exp(—SU)

where AU = U(T';x + 0x) — U(T'; z) represents the energy associated with a

small perturbation in which x is changed to x + dx at constant pressure. The
above expression can be rewritten as an ensemble average. It follows that

z—0

0G _ 1
(%)P = ~hel lim {@ In <eXP(—5AU)>} : (2.76)
According to its definition (2.73), Q can be finally computed from
ksT .. 1
0= 5% i { 57 nfes(-08U) | ore

9We are implicitly assuming here that the ideal contribution does not depend on the
parameter x. A particular application where this is not the case will appear later.



Chapter 3

Free energy of the hard-sphere
solid

We investigate in this chapter the system-size dependence of the free energy of
crystalline solids as obtained from simulation experiments [26]. We consider
a path at constant density which connects the solid under study with the
reference state (a non-interacting Einstein crystal with fixed center of mass
position). The free energy along this path is computed from simulations in
the expanded ensemble [22] and our results are compared with those obtained
by typical integration of the derivative of the free energy using Gaussian
quadrature [38]. It is found that the free energy exhibits a strong dependence
with system size. We study the face-centered cubic (fcc) and hexagonal
close-packed phases of the hard-sphere (HS) system at a density close to the
melting transition. A possible dependence of the free energy of the solid phase
with the shape of the simulation box is analyzed. We also investigate the
effect on the free energy of the orientation of the close-packed crystal layers
with respect to the simulation cell. The fcc phase is found to be the stable
one close to melting. The value of the free energy in the thermodynamic
limit is in agreement with existing data.

3.1 Introduction

Since the first simulations of the fluid-solid transition of a system of hard
spheres [3,58], considerable work has been done on this system. Direct coex-
istence methods [59,60] and methods based on free energy calculations [17]
have been used to determine the fluid-solid transition properties.

When direct coexistence methods are used, the fluid-solid coexistence
properties are estimated from a simulation of the two phases under co-
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existence conditions. This approach was first used by Ladd and Wood-
cock [61,62].

The most commonly used approach to the calculation of the free energy
of a solid is based on the Einstein crystal (EC) method presented in the
preceding chapter. In this method, one considers a reversible path connect-
ing the solid under consideration with a reference state (a non-interacting
or ideal EC), the free energy of which can be computed analytically. The
accuracy of the calculated free energies relies to a large extent on the efficient
computation of the change in free energy when the coupling parameter for
the strength of the harmonic interactions is switched off. In most applica-
tions, the computation of the free energy involves performing a number of
independent simulations along the chosen path. The free energy difference
is then obtained from numerical integration of the derivative of the free en-
ergy using an appropriate quadrature scheme. Chang and Sandler [63] have
recently suggested an alternative approach based on the expanded ensemble
technique [22] that avoids the numerical integration: the free energy differ-
ence along the thermodynamic path follows from a direct determination of
the difference between the free energies of adjacent states defined along the
path. This approach has been subsequently applied to the calculation of
the free energy in different problems involving crystalline phases [25,64,65].
Other certainly appealing techniques have been proposed to date [41,66,67].

In their original work, Chang and Sandler [63] consider the application of
the method to the calculation of the free energy of a defect-free face-centered
cubic (fee) phase of a HS solid at a fixed number density close to the melting
transition for different sizes of the (cubic) simulation cell. According to
their results, the excess free energy appears to exhibit a weak dependence
with system size, which is at variance with the much stronger dependence
previously reported by Polson et al. [38]. Chang and Sandler claim that
this large difference might be due to the use of boxes of different (cubic
vs non-cubic) shapes in the simulations'. This effect appears to be quite
significant for small system sizes; on the other hand, both sets of data yield
a fully consistent estimate of the limiting value of the excess free energy in
the thermodynamic limit. Incidentally, we note that Frenkel and Ladd [37]
had suggested the existence of a dependence of the free energy with box
shape based on the different values of the free energy obtained for systems
of N = 108 hard spheres from simulations in cubic and non-cubic boxes.
However, the difference is small and cannot be reconciled with the data
reported by Chang and Sandler.

!The simulation boxes used by Polson et al. [38] are most likely non-cubic and not
cubic as the authors claim.
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3.2 Simulation methodology

The so-called EC method [37] has become a standard simulation technique
to compute the Helmholtz free energy of solids. The method is based upon
transforming the solid under consideration into a non-interacting EC crystal
with the same structure (reference state), the free energy of which is known
exactly. In the previous chapter we gave a full description of the EC method
for the computation of the free energy of a reference solid state. Here, we
will just write down the general expressions and apply the EC method to a
system of hard spheres. For a system of N hard spheres, the path linking
the solid and the reference state can be appropriately defined through the
following biparametric potential [63]

UTN; x, N) = xUEN) +)\Z(ri —r)2/D?, (3.1)

where D is the diameter of the hard spheres, and r; is the position of particle
i, with ¢ = 1,...,N. x and X in Eq. (3.1) are coupling parameters that
define the path connecting the solid under consideration (x = 1, A = 0)
with the non-interacting EC (x = 0, A # 0), where A sets the strength of the
harmonic interactions. r¥ (i = 1,..., N) in Eq. (3.1) correspond to the lattice
positions of the EC with the same structure as the equilibrium structure of
the solid. As argued in the previous chapter, it is usual practice for numerical
reasons [37,38] to consider the non-interacting EC with fixed center of mass
as reference state and compute the change in free energy under the constraint
of fixing the center of mass. The Helmholtz free energy of the solid phase
can then be expressed as

f=fect + AR+ AL+ AF, (3.2)

where f stands for f = F/(NkgT). Here, f$5 represents the free energy of
the EC with fixed center of mass, which is explicitly given by [38] (see also

Appendix A) i
3 s 3
M _“ln(— ) —=—In(=). 3.3
BC =9 (m) oN "\ (8:3)

The last term on the right-hand side of Eq. (3.3) corresponds to the decrease
in free energy due to the constraint of fixing the center of mass [38]. A fXCM =
My =1,)) — f™M(x =0, )) in Eq. (3.2) represents the free energy differ-
ence between the EC with HS interactions (y = 1) and the non-interacting
(x = 0) crystal for a fixed value of the coupling parameter A and with fixed
center of mass. This contribution is expected to be small for sufficently
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strong harmonic couplings. AfM = fOM(x = 1,\) — fM(x =1,A=0) in
Eq. (3.2) represents the change in free energy associated with switching off
the harmonic interactions. One should note that f(y = 1, A = 0) corre-
sponds to the free energy of the solid with fixed center of mass. The free
energy of the solid is finally obtained after adding the contribution due to
the constraint on the center of mass. According to Polson et al. [38] this
contribution, denoted by Af™ in Eq. (3.2), is given by

AfM=f(x=1,A=0) - fMx=1,1=0) = %ln(pD?’) — %lnN,
(3.4)
where p = N/V is the number density, with V' being the volume of the sys-
tem. The free energy difference between the system with coupling parameter
A and the HS crystal is typically computed from integration of the derivative
of the free energy along the thermodynamic path. This can be expressed as

1 A auCM(rN. )\/ X)
CM __ / s Ny
AR = = NT /0 a\ < N >A,

=1

where UM (rY; x, \) stands for the potential defined by Eq. (3.1) with the
additional constraint of fixed center of mass. In practice, the integration in
Eq. (3.5) involves a computation of the average value of the derivative of
the free energy (here, the mean square displacement of the particles from
their lattice positions) in a series of constant-volume simulations for varying
values of the coupling parameter A. Typically, a 10-point Gaussian quadra-
ture is used to perform this numerical integration. Instead, we follow the
approach of Chang and Sandler [63] and make use of the expanded ensemble
technique. This involves a sampling of the configuration space of a set of M
subsensembles each representative of a system characterized by an interac-
tion energy U, = U(rY;§,,), with m = 1,..., M, where &, is an arbitrary
set of parameters (here taken as the strength of the harmonic interactions).
As shown in §2.3.3, the key expression of the expanded simulation technique
[see Eq. (2.37)],

1
fn—fm:—ﬁlnp—m—l—(wn—wm), (3.6)

allows for the computation of the difference in free energy between two arbi-
trary subsystems. We recall that wy = SW} /N, where W}, is a weight factor
for the potential Uy, and py is the probability of finding the system in the
subensemble k. In addition to the usual MC moves, one also considers trial
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u=(0,0,1) u=(1,1,1)

N

Figure 3.1: Schematic representation of the different orientations of the closed-
packed layers used for the simulation of the HS solid. u is a vector that defines the
normal to the closed-packed layers. The components of u are defined with respect
to the simulation box.

moves that attempt to switch the system from one subensemble to another
at constant volume, temperature, and number of particles. The probabil-
ity of acceptance of such a transition is given by Eq. (2.38). The weight
factors are refined during the equilibration stage of the simulation. We use
for this purpose the iterative scheme embodied by Eq. (2.39). We observe
that a few iterations are sufficient to obtain a corrected value of Aw,,, that
ensures p,, &~ p,. This procedure is repeated for the next pair of subsystems
in the sequence. Following previous recommendations [63], the whole set of
weight factors are simultaneously refined in a single simulation covering the
full range of subsystems.

3.3 Results and discussion

We consider here the calculation of the Helmholtz free energy of the fcc and
hep phases of a HS solid for different box shapes and number of particles at
a number density pD? = 1.04086. This value is close to the density of the
solid phase at melting and is chosen so as to be able to compare with results
reported by other authors.

Different setups are considered for generating the initial equilibrium solid
structure. They are schematically depicted in Fig. 3.1. A first series of
simulations is performed for the fcc phase with closed-packed planes oriented
perpendicular to the direction defined by the (normal) vector u = (1,1, 1),
where the components are referred to a orthonormal basis defined along the
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x, y, and z axis of the simulation box. The total number of particles is given
by N = 4ngnyn., where n,, n, and n, are the number of unit cells along each
direction of the simulation box. The simulation cell is cubic if n, = n, = n.,
and non-cubic otherwise. This geometry will be referred hereafter as cubic
(or non-cubic) fee (1,1,1), where (1,1,1) denotes the components of vector
u. A second series of simulations is performed by setting the fcc phase with
closed-packed planes perpendicular to the direction u = (0,0, 1) (i.e., these
planes are parallel to the z-y plane of the simulation box). The total number
of particles is given by N = n,n,n,, where n, x n, is the number of particles
in each closed-packed layer, and n, is the number of such layers; to fulfill
the requirements imposed by the periodic boundary conditions, n, is always
chosen to be a multiple of three so as to reproduce the ABC stacking of
the compact layers. In this case, the simulation box has always a non-cubic
shape. This geometry will be referred hereafter as non-cubic fec (0,0,1). The
main difference between these two setups is therefore the relative orientation
of the closed-packed layers with respect to the simulation box and, possibly,
the shape of the box. Finally, we also consider a set of simulations with
non-cubic hep (0,0,1) structures, for which the only difference with the non-
cubic fce (0,0,1) structures is to be found in the ABAB arrangement of the
compact layers perpendicular to the z axis of the simulation box. In this
case, the number of closed-packed layers n, has to be a multiple of two.

In principle, the free energy difference between the interacting and non-
interacting EC with fixed center of mass (Af™ in Eq. (3.3)) could be cal-
culated from

1
AfSM =-5 In (exp (—ﬁAZ/{CM)> (3.7)

x=0"’
with AUM = UM(y = 1;\) UM (x = 0; \), where the average of the expo-
nential is obtained by sampling the configuration space of the non-interacting
(x = 0) EC. Though this (perturbation-based) expression is expected to be
reliable (provided A is large enough), we find that the computation of A fSM
from a simulation in the expanded ensemble is generally more accurate. Its
calculation for each of the cases considered here is accomplished in a single
constant-volume simulation in the expanded ensemble with transitions be-
tween states characterized by xy = 0 and y = 1 with the harmonic coupling
set equal to A = 1000 kgT'. For all the lattice structures and for all the sys-
tem sizes considered here, we find (on average) a value of 0.00178(2), which
is essentially equal to the value of 0.0018 reported by Chang and Sandler [63]
for Af, without the constraint on the center of mass of the EC.

For the calculation of the free energy difference between the interacting
EC with A = 1000 kT and the HS solid with A = 0 [Af™ in Eq. (3.3)] we
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follow a scheme similar to the one employed by Chang and Sandler [63]. The
full range of values of \ is divided into a total of M windows (here, we consider
M =9), each containing either five or six values of A\. For each consecutive
pair of values of \ within a window, we start from an educated guess for
the difference of weight factors. This guess is corrected in the course of a
preliminary short simulation as explained earlier [see Eq. (2.39)]. This stage
typically involves 10* MC cycles, where one cycle consists of N attempts to
translate the particles and one attempt to drive the system into an adjacent
subensemble. A single simulation involving the full range of potentials within
each window is then performed and the corresponding weight factors are
refined over 10> MC cycles following the same prescription as before. This
full scheme is just carried out for a single value of N (for each structure): for
subsequent values of N, the set of weight factors appropriate for each window
is directly refined over 10> MC cycles. Once the weight factors have been
corrected, the probabilities of visiting each subensemble within a window are
obtained in a single simulation involving 5 x 10> MC cycles. The change in
free energy along each window follows from Eq. (3.6). The simulation run is
divided into 20 blocks and an estimate of the uncertainty is obtained from
the variance of the block averages. Our choice for the size of the windows is
such that the change in free energy per particle is always smaller than 0.65
kgT along the window. With the adopted windowing of the thermodynamic
path and sampling length, we find that the free energy difference per particle
in a window can be obtained, on average, within an uncertainty of about
(4.5 x 107)kgT for the smallest system sizes and to within (2.5 x 1074)kgT
for the largest systems considered here. The free energy difference A f™M
is finally obtained by adding the corresponding results from the full set of
M =9 window simulations. In Fig. 3.2 we show the change in free energy,
AfCM ] when disconnecting the harmonic coupling as obtained from expanded
ensemble simulations for a fcc (non-cubic) crystal HS for two system sizes;
the orientation of the closed-packed layers is (0,0,1).

The different contributions to the absolute Helmholtz free energy of HS
crystals have been gathered in Table 3.1. The last column in the table in-
cludes the values of the excess free energy, fox = f — fia, where fiq is the free
energy of the ideal gas at the same density. Within the Stirling approxima-
tion, it follows that

1
fia = In(pD?) — 14+ ——In(27N). (3.8)
2N

For comparison, we have also computed A f¢™ from a standard 10-point

Gaussian quadrature for some of the systems considered here. As an ex-
ample, a value of AfPM = —3.6490(13) is found for the fcc cubic phase
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Table 3.1: Relevant contributions to the free energy of a solid of HSs at a density of
pD?3 = 1.04086, for different structures (fcc and hep), shapes of the simulation box
(cubic and non-cubic), and orientations of the closed-packed planes with respect
to the simulation box [(1,1,1) and (0,0,1)]. N is the total number of particles. For
(1,1,1) orientations, n,, n, and n, are the number of units cells along each direction
of the simulation box (N = 4ngnyn.); for (0,0,1) orientations, n, x n, is the
number of particles in the closed-packed planes, and n, is the number of such layers
along the z direction (N = ngnyn.). A ng is the free energy difference between
the interacting and non-interacting EC with fixed center of mass and harmonic
coupling A = 1000 kgT as obtained in a single expanded-ensemble simulation;
A f/\CM is the free energy difference between the HS solid and an interacting EC
with A = 1000 kgT" at the same density as obtained in a series of nine expanded
ensemble simulations. The last two columns are the absolute (f) and excess (fex)
reduced free energy of the unconstrained solid.

N ngxnyxn, AfM AfM f fox
fcc cubic (1,1,1)
256 4x4x4 0.00180(5) —3.6500(13) 4.9302(13) 5.8757(13)
500 5 x5 x5 0.00177(3) —3.6667(10) 4.9438(10) 5.8957(10)
864 6x6x6  0.00177(2) —3.6749(9) 4.9497(9)  5.9046(9)
1372 Tx7x7  0.00177(2) —3.6794(7) 4.9527(7)  5.9094(7)
2048 8x8x8  0.00177(3) —3.6820(7) 4.9545(7)  5.9121(7)
fcc non-cubic (1,1,1)
216 3x3x6  0.00178(3) —3.6443(13) 4.9248(13) 5.8681(13)
448 4x4xT  0.00179(3) —3.6652(10) 4.9415(10) 5.8926(10)
700 5x5x7  0.00178(3) —3.6720(8) 4.9471(8)  5.9010(8)
fcc non-cubic (0,0,1)
216 6x6x6  0.00175(3) —3.6463(15) 4.9228(15) 5.8660(15)
432 6x6x12  0.00178(2) —3.6661(11) 4.9392(11) 5.8900(11)
576 6 x 8 x 12 0.00176(2) —3.6708(10) 4.9440(10) 5.8969(10)
768 8x8x12  0.00176(2) —3.6748(9) 4.9473(9)  5.9017(9)
1152 8 x12x 12  0.00177(2) —3.6788(8)  4.9508(8)  5.9069(8)
9520 12 x 14 x 15 0.00178(4) —3.6831(7) 4.9551(7)  5.9132(7)
hcp non-cubic (0,0,1)
216 6 x6x6 0.00179(4) —3.6460(15) 4.9232(15) 5.8664(15)
432 6x6x12  0.00177(2) —3.6653(11) 4.9402(11) 5.8908(12)
576 6 x 8 x 12 0.00177(2) —3.6706(10) 4.9442(10) 5.8971(10)
768 Sx8x12  0.00178(3) —3.6734(9) 4.9487(9)  5.9032(9)
1152 8x12x12  0.00178(2) —3.6777(8) 4.9520(8)  5.9081(8)
2352 12 x 14 x 14 0.00174(2) —3.6821(7)  4.9556(7)  5.9135(7)
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Figure 3.2: Change in free energy A f)(\JM when disconnecting the harmonic cou-
pling \* = \/kgT for two different system sizes.

with V = 256. This value should be compared with the value —3.6500(13)
obtained from simulations in the expanded ensemble.

The excess free energy of the fcc phase for cubic simulation boxes (cu-
bic fee (1,1,1) geometry) is shown in Fig. 3.3 as a function of the inverse
number of particles (N = 256, 500, 864, 1372, and 2048). We note that
the values obtained here from expanded ensemble simulations exhibit the
same behaviour with system size that was found by Polson et al. [38] using
non-cubic boxes and a different scheme, in which the key contribution A f™
is computed from numerical integration of the derivative of the free energy
using a 10-point Gaussian quadrature (cf. Eq. (3.5)). Our results, however,
are seen to be slightly higher for the smaller system sizes; the origin of this
small difference will become clear later. As shown in Fig. 3.3, our data are
at variance with those reported by Chang and Sandler [63], particularly for
the smaller system sizes. In order to understand the nature of this discrep-
ancy, one should note that Chang and Sandler consider a slightly different
approach. In particular, they consider the unconstrained EC as the reference
state and calculate the (absolute) free energy of the solid from expanded
ensemble simulations along a path in which the harmonic coupling is varied
without the constraint on the center of mass. This constraint is, however,
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Figure 3.3: Excess free energy vs 1/N for the fcc HS crystal at a number density
pD3 = 1.04086 as obtained from simulations of cubic boxes with (1,1,1) orien-
tation of the closed-packed layers (symbols). Circles are for the results obtained
from expanded ensemble simulations (this work); triangles are for the results by
Chang and Sandler [25] (C & S) as given in that reference (up triangles) and af-
ter correction for the (missing) —3/(2N)In N term (down triangles). The solid
line is a linear fit to the results of Polson et al. [38] obtained from simulations of
non-cubic boxes with (0,0,1) geometry.

explicitly considered for transitions involving the state A = 0 to avoid the
drift of the center of mass when the particles of the crystal are no longer
bounded harmonically to the sites of the underlying Einstein lattice. Using
our notation, this procedure involves the following steps to compute the free
energy of the solid phase

f=foc+ Af+AFN = Xo) + Af(Ag — 0) + AFM, (3.9)

where fgpc is the free energy of the unconstrained EC; Af, has the same
meaning as in Eq. (3.2), but without the constraint on the center of mass;
Af(A— Xo) = f(Ao) — f(A) is the change in free energy when the harmonic
coupling is varied from A to g, with Ay being a value close to A = 0; and
Af(ho — 0) = fMN = 0) — f(\o). The term Af™ in Eq. (3.9) is the
correction due to the constraint on the center mass. This correction should
be given by Eq. (3.4), but the last term in the right-hand side of that equation
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(kinetic contribution) seems to be missing in Ref. [63]. This term vanishes
in the limit N — oo, but turns out to be quantitatively important for small
system sizes. When this (missing) term is explicitly added to the free energy
data reported by Chang and Sandler, their results are seen to come to a closer
agreement with those reported here (see Fig. 3.3). An inspection of Fig. 3.3,
however, shows a persistent difference between the (corrected) data from
Chang and Sandler and our results. At this stage, we are not able to give a
fully convincing explanation for this difference, though it could be associated
with the computation of Af(Ag — 0) in Eq. (3.9) from expanded ensemble
simulation?. We then conclude that the different system-size behaviour of the
free energy found by Chang and Sandler and by Polson et al. is seemingly
due to a missing N-dependent term in Ref. [63] and not to using different
box shapes and number of particles, as the authors claim.

In spite of the above conclusion, one still may wonder the extent to which
the free energy of the solid phase depends on the shape of the (finite sized)
simulation box. This was already suggested by Frenkel and Ladd [37], who
report a value of fox = 5.825(3) for a system of N = 108 hard spheres (fcc
phase) in a cubic box, and a value of fox = 5.7932(8) for the same number of
particles in a fcc (0,0,1) geometry with n, = n, = 3, n, = 12 (these values of
the free energy have been corrected for the extra term of the form —2/N In N
that was missing in Ref. [37]). This issue was not further investigated there
and no definite conclusions on the (possible) dependence of the free energy on
the box shape emerged from that work. We decided to investigate this point
more systematically, computing the free energy of the fcc phase of the HS
solid for different geometries of the simulation box. We start by considering
systems with fec (0,0,1) geometry containing N = 216,432,576, 768, 1152,
and 2520 particles (further details are included in Table 3.1). As explained
earlier, all these cases correspond to non-cubic box shapes. The number
density is set equal to pD? = 1.04086, as before. The free energy is calculated
using essentially the same method as the one used for cubic box shapes; in
particular, expanded ensemble simulations are performed to compute the
free energy difference between the solid structure and the EC along a path in
which the center of mass of the system is kept fixed. The key contributions
to the free energy are collected in Table 3.1.

We show in Fig. 3.4 the variation of fex +In N/N with 1/N for systems
with non-cubic fce (0,0,1) geometry, along with the corresponding results for
systems with cubic fce (1,1,1) geometry. This way of presenting the data

2We find a bit tricky (and non-trivial) the implementation of the expanded ensemble
technique when transitions from a state with fixed center of mass to a state without that
constraint (or viceversa) are involved.
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Figure 3.4: System-size dependence of the free energy of the fcc phase of a HS solid
(pD? = 1.04086) for different orientations of the closed-packed layers with respect
to the simulation box. The notation (1,1,1) and (0,0,1) denotes the components
of the normal vector of these layers with respect to the axes of the simulation box.
The lines are linear fits to the simulation data obtained with (1,1,1) orientations
(solid line) and (0,0,1) orientations (long-dashed line). The dotted-dashed line

corresponds to the fit of the data reported by Polson et al. [38] using different box
shapes and number of particles.

follows from the fact that the leading finite-size correction term to the free
energy per particle of the harmonic crystal is expected to be of the form
In N/N (in units of kgT'), and the next higher-order term of the order of
1/N [34,38]. In Fig. 3.4, we also include the free energy associated with
non-cubic fee (1,1,1) structures, in which L, = L,, but L, is larger than
the transverse dimension of the simulation box (see Table 3.1). The data
included in Fig. 3.4 appear to corroborate the expected functional form of
the finite-size corrections to the free energy (that is, linear behaviour of
fex + In N/N with 1/N) when the free energy data are analyized in terms
of the orientation of the closed-packed planes relative to the simulation box
irrespective of whether the box is cubic or non-cubic.

The dependence of the excess free energy with the shape of the simulation
box becomes apparent in Fig. 3.5, where fe, + In N/N is shown for systems
with cubic and non-cubic geometry and the same orientations of the closed
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Figure 3.5: System-size dependence of the free energy of the fcc phase of a HS
solid (pD? = 1.04086) for different shapes of the simulation box (cubic vs non-
cubic) with the same orientation of the closed-packed layers (1,1,1). The triangles
are data for the cubic shape and circles are data for the non-cubic shape. The
lines are fits to the simulation data.

packed layers (1,1,1). The difference in free energy is small and becomes
negligible in the thermodynamic limit. Referring to Fig. 3.4, we then con-
clude that solid phases with tilted closed-packed layers are characterized by
values of the free energy higher than those found for non-tilted structures.
This difference could be due to the fact that the system has to accomodate
an ordered crystalline structure into a box of fixed shape and be compatible
with periodic boundary conditions, this resulting in unbalanced strain on the
system when the closed-packed planes are tilted. This effect is more notice-
able for small systems and is expected to be negligible in the limit N — oo.
Though the particular shape of the simulation box may still contribute to
the free energy of a crystalline phase of finite size, our results depicted in
Fig. 3.5 seem to indicate that this contribution is small in comparison to the
contribution arising from the orientation of the compact crystal layers with
respect to the simulation box.

Incidentally, we note that the (small) differences between our results and
those of Polson et al. in Fig. 3.3 are simply due to the fact that we were
comparing in that figure free energies of solids with different orientations:
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Figure 3.6: System-size dependence of the free energy of the fcc HS solid (pD? =
1.04086) for non-cubic fcc geometry with (0,0,1) orientation of the closed-packed
layers with respect to the simulation box. Circles are data obtained in this work.

The solid line is a linear fit to our results, and the dashed line is a fit of the
simulation results of Polson et al. [38].

our results depicted in Fig. 3.3 correspond to systems with tilted compact
layers, whereas those of Polson et al. are for systems with non-tilted compact
layers. We note that under the same conditions, i.e. non-cubic fcc (0,0,1)
geometry, our results obtained from expanded ensemble simulations are in
agreement with those reported by Polson et al. from standard numerical
integration (see Fig. 3.6).

We have also computed the free energy of the hcp phase of HS solids at
the same density pD3 = 1.04086 for different system sizes. In all cases, the
simulation box is non-cubic; the set of closed-packed are placed parallel to
the x-y plane of the simulation box and stacked following an ABAB pattern.
Details on the number of molecules per layer and number of layers for each
of the solid structures considered here are given in Table 3.1. Once again,
we carry out expanded ensemble simulations to compute the free energy
difference between the hep phase and the EC (with the same structure) along
a path in which the center of mass of the system is kept fixed. The resulting
values of the free energy are collected in Table 3.1 and shown in Fig. 3.7,
along with the corresponding values obtained for the fcc phase with ABC
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Figure 3.7: System-size dependence of the free energy of the fcc and hep phases
of a HS solid (pD? = 1.04086) with compact layers perpendicular to the direction
(0,0,1). The lines are linear fits to the data points. The fcc is more stable than

the hep phase in the limit N — oo, the difference in free energy being f°(hcp) —
30 (fee) = 0.0010(7).

stacking. For all system sizes, the fcc phase turns out to be more stable than
its hep counterpart, provided the orientation of the closed-packed planes with
respect to the simulation box is the same in both phases.

In order to obtain the values of the free energy of the different structures
in the limit N — oo, we regress our simulation data to a straight-line model
y(r) = a+ bx, with z = 1/N and y = fox + In N/N. The fitting coefficients
a and b are obtained by minimizing the chi-square merit function of the

model [24] : ,
Clab) =Y (@) , (3.10)

i=1
where n is the number of data points, and ¢; the uncertainty associated with

each value of y;. The resulting values of the fitting coefficients are included
in Table 3.2.

Within the accuracy of the results, the value of the excess free energy of
the fce phase in the limit N — oo is seen to be independent of the orientation
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Table 3.2: Estimates of the excess free energy per particle (in units of kgT') of
the HS solid in the limit N — oo as obtained from the linear fit fex + In N/N =
a+b(1/N); a and b are (dimensionless) fitting coefficients, and r is the regression
coefficient of the fit.

system a=fx b r
fec (1,1,1)  5.9186(5) —5.5(3) —0.99939
fecc (0,0,1)  5.9184(6) —6.0(4) —0.99948

hep (0,0,1) 5.9194(6) —6.1(4)  —0.99907

of the closed-packed layers. Our value of £ = 5.9184(6) obtained for the fcc
(0,0,1) configuration is consistent with the value of f3° = 5.91889(4) reported
by Polson et al. for the same geometry. Also, the value of f = 5.9186(5)
found here for the fcc (1,1,1) crystal compares favorably with the value
50 =5.9190(5) reported by Chang and Sandler for the same geometry. The
estimated value of the free energy in the thermodynamic limit is in agree-
ment with data of Polson et al. [38], Chang and Sandler [63], Almarza [40],

and Vega et al. [69)].

When our data for the free energies of the fcc and hep phases with the
same (0,0,1) geometry are compared in the limit N — oo, we find that the
fce turns out to be more stable than the hep phase, as has been reported
elsewhere [37,41,66-68,71]. The corresponding difference in free energy in
the thermodynamic limit is found to be f&(hep) — foo(fec) = 0.0010(7).
This is consistent with the value of 0.0009(2) reported by Bolhuis et al. [68]
at the same density but is not with the value of 0.0050(10) reported by
Woodcock [72].

3.4 Conclusions

A quantitative study of the system-size dependence of the Helmholtz free
energy of crystalline solids has been considered in this chapter. Our results
are consistent with a linear dependence of fe, + In N/N with the inverse
number of particles, as first suggested by Hoover [34] and later corroborated
by Polson et al. [38]. The key contributions to the free energy have been
calculated from simulations in the expanded ensemble along a path that
connects the solid with the EC. The N-dependence found in this investigation
for the free energy of HS solids is strong and in full agreement with the
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dependence that emerges from the simulation results obtained from numerical
integration of the derivative of the free energy along the path reported by
Polson el al. [38]. As might have been anticipated, different techniques yield
consistent answers. On the other hand, our results are at variance with
those reported by Chang and Sandler [63], who find a rather weak (linear)
dependence of fe, with 1/N; the origin of this discrepancy is seemingly due
to a missing term in their expressions of the free energy and not to an effect
of the shape of the simulation box, as they originally claim.

A systematic study of the effect of the box shape on the free energy of
the solid phase has also been considered in this chapter. Our results point
to the conclusion that the free energy does not appear to be very sensitive
to the precise shape of the simulation box; previous studies had suggested
otherwise [37]. More importantly, we have found a systematic dependence of
the computed values of the free energy with the arrangement of the closed-
packed layers of the solid phase with respect to the simulation box. As far
as we know, this effect has passed inadverted in previous calculations of the
free energy of crystalline solids. A careful comparison of the free energies
for structures with tilted and non-tilted closed-packed layers shows that the
former are characterized by larger values of the free energy. This is probably
due to the additional stress generated on a system that has to accomodate
a crystalline structure into a box of fixed shape so as to be compatible with
the restrictions imposed by the periodic boundary conditions. This stress is
expected to be larger for tilted structures and more significant for small sys-
tems. We indeed find that the difference between the free energy of tilted and
non-tilted structures gets smaller with increasing system size and vanishes,
within statistical uncertainties, in the thermodynamic limit.
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Chapter 4

HGO model: small molecular
anisotropies

A computer simulation study of the phase diagram of non-spherical hard
Gaussian overlap (HGO) molecules is presented in this chapter. We focus
here on the phase behaviour for low values of k, where k represents the
molecular anisotropy. It is shown that for small values of x, systems of HGO
molecules may exhibit isotropic (I), plastic solid (PS), and solid (S) phases
depending on the value of k. Though the fluid phase of the HGO model
has been extensively studied [14-16, 73], no investigation has so far been re-
ported for the crystalline phases. In addition to the fluid phase, we include
here a study of the plastic solid and solid phases using different simulation
techniques, such as thermodynamic integration, parametric integration, ex-
panded ensemble, and Gibbs-Duhem integration.

From the equation of state at selected values of k, the different phase
transitions are determined from free energy calculations. For the computa-
tion of the free energy of the fluid phase we use either the ideal gas as the
reference state or parametric integration, with s being the integration pa-
rameter. In the latter case, a hard-sphere (HS) fluid at the same pressure
is chosen as the reference state. The free energy of the plastic solid phase
is computed from parametric integration choosing a HS crystal at the same
pressure as the reference state. For the calculation of the free energy of the
solid phase we use a non-interacting Einstein crystal (EC) with fixed center
of mass as the reference state.

Knowing the transition properties at chosen values of x, the transition
lines in the P-x plane are determined from integration of the Clausius-
Clapeyron equation. We give an estimation of the location of the isotropic-
plastic-solid triple point. Our results are compared with the phase behaviour
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of similar hard-core models, namely, systems of hard ellipsoids, hard dumb-
bells, and hard spherocylinders.

4.1 Introduction

The HS model has proved to be useful to understand the physical behaviour
of many simple systems [74]. However, other factors, such as molecular shape
or size, must be taken into consideration to account for the formation of more
complex phases. As for simple fluids, the structural behaviour of complex
fluids is expected to be largely dominated by short-range repulsive interac-
tions. This expectation motivates the attention paid to hard-core models,
where the attractive interactions are neglected. Molecular models such as
hard-dumbbells (HD) [75-77], hard spherocylinders (HSC) [12,70,78-80] or
hard ellipsoids (HE) [1,11,81-83] have been widely used. In spite of the
simple (geometric) way in which the repulsive interactions are incoroprated
in these models, the corresponding mathematical form of the interactions is
far from simple. This generally makes difficult their theoretical treatment.
It is for this reason that Berne and Pechukas [84] introduced the Gaussian
overlap model in 1972 as a simple model potential to represent the repulsive
part of the intermolecular interactions. A hard version, known as the hard
Gaussian overlap (HGO) model, was later introduced by Bhethanabotla and
Steele [85]. For moderately non-spherical molecules, the viral coefficients
By to Bs of the HGO and HE models have been reported to be very sim-
ilar. As a consequence, one might expect that both models exhibit similar
phase behaviour. This is interesting if one considers that the HGO model
is computationally much simpler than its HE counterpart. Nevertheless, the
differences between both models are expected to become noticeable for larger
molecular elongations.

The isotropic fluid phase of the HGO model for different molecular elon-
gations has been studied quite extensively. Rigby [15] has performed a study
of the fluid phase for a range of molecular elongations 0.10 < x < 10 based
on the calculation of the virial coefficients By to Bs. The resulting viral equa-
tions of state compare satisfactorily with theoretical predictions of the equa-
tions of state of Boublik, Naumann-Chen-Leland and Wojcik-Gubbins [15].
In addition, the isotropic fluid phase of HGO systems with 0.5 < k < 2 has
been studied from MC simulation. Maeso and Solana [14] has proposed an
equation of state of the HGO isotropic fluid based on a generalization of the
Carnahan-Starling equation of state. The results for different values of x are
in good agreement with simulation data of Rigby.
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In the range of molecular elongations considered here, we observe the
presence of three phases: isotropic fluid, plastic solid, and solid phases. The
same sequence of phases has been reported in related hard-core models. Ac-
cording to the simulation study of Frenkel et al. [11,81] for the HE model,
the PS phase is stable for molecular elongations x < 1.25. This is in quanti-
tative agreement with theoretical predictions from Singh and Singh [87, 88].
Also, the PS—S transition is reported to be continuous as no discontinuity
of the orientational order parameter appears to accompany the transition.
As for the HSC model, Bolhuis and Frenkel [70] have carried out a thorough
study of the phase behaviour from computer simulation. They find that the
isotropic fluid freezes into the PS phase for molecular elongations v < 1.35.
Vega et al. [75,76], and Singer and Mumaugh [77] have studied the stability
of the PS phase in the HD model. They conclude that the PS phase lies in
the range 1 <k < 1.4.

We determine the phase diagram of the HGO model by computing the
[-PS, PS-S, and [-S coexistence lines by Gibbs-Duhem integration in the
range 1 < k < 2. The melting point of the HS system is taken as the
starting point for the integration along the I-PS coexistence line. The I-S
transition point for k = 2, and the PSS transition point for k = 1.25 have
been taken as starting points for the determination of the I-S and PS-S
coexistence lines, respectively. We give an estimation of the location of the
[-PS-S triple point.

4.2 Model potential

The HGO model is intimately related with the so-called Gaussian overlap
model proposed by Berne and Pechukas [84] in 1972. The Gaussian overlap
model aims to provide a realistic description of the anisotropic repulsive part
of the interactions between elongated molecules. Each molecule is consid-
ered to have a quasi ellipsoidal shape, with an associated three-dimensional
Gaussian given by

G(r) = exp(—r'S7'r), (4.1)

where

S = (L? — D*uan’ + DI, (4.2)

is the range matrix, r is the center of mass of the molecule, 11 is the axial
unit vector, L and D are a measure of the dispersion of the Gaussian dis-
tribution in the direction parallel and perpendicular to the symmetry axis,
respectively, and I is the unit matrix. G' can be viewed as a representation
of the molecular distribution of matter. Berne and Pechukas assume that
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Figure 4.1: Schematic representation of the HGO model.

the repulsive interaction between a pair of such molecules is proportional to
the overlap of their Gaussians. Under this assumption, they show that the
repulsive interactions decay exponentially with distance, the characteristic
decay length being explicitly given by

o(F, s, 1) = 0{1 X [(f.ﬁi TR’ (e —Af«.l}j)z}} 12 s
2 | 1+ x(u-uy) 1= x(0; - uy)
where the parameter y is defined as y = (k* — 1) / (k> + 1), with kK = L/D
being a measure of the anisotropy of the Gaussian distribution. For spherical
molecules, characterized by a spherically symmetric distribution of matter,
k=1 and xy = 0. On the other hand, infinitely anisotropic molecules will be
characterized by y = 1.

In an attempt to consider a realistic expression for the anisotropic re-
pulsive and attractive interactions between non-spherical molecules, Berne
and Pechukas considered a Lennard-Jones functional form for the distance
dependence of the interactions, with o (a constant for spherically symmet-
ric molecules) given by Eq. (4.3). This is what nowdays is known as the
Gaussian overlap model. It soon became clear that this model contains a
number of unrealistic features, the most troublesome being that it grossly
overestimates the strength of the anisotropic attractive interactions at long
distances. A succesful attempt to alleviate these inconsistencies was made
by Gay and Berne [86], who proposed what nowdays is probably the most
sucessful single-atom potential for non-spherical molecules.
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At a later stage, Bhethanabotla and Steele [85] considered a hard version
of the Gaussian overlap model. They simply ignore the attractive interactions
and consider o as defined in Eq. (4.3) as the distance of closest approach
between a pair of non-spherical molecules. The model so defined is known
as the hard Gaussian overlap (HGO) model. The interaction between a pair
of molecules is explicitly defined as

oy oo ifr<o(f,a;,u0;),
u(rau“uﬂ)_{ 0 1f7”>0'(f'7ﬁ17ﬁj)

A schematic representation of the HGO model is shown in Fig 4.1. It is im-
portant to note that this model does not have a proper geometric representa-
tion: molecules interacting through HGO interactions cannot be represented
by a solid body. Rather, it is a (simple) mathematical representation of the
short-range repulsive interactions. Though the model does not make any as-
sumption about the molecular geometry, the HGO molecules are usually said
to have a quasi-ellipsoidal shape. This is justified by the fact that for parallel
HGO molecules, o is ezactly the contact distance between a pair of (parallel)
ellipsoids of elongation x = L/D. For non-parallel HGO molecules, o does
not represent the distance of closest approach between ellipsoidal molecules
and, therefore, a single HGO molecule should not be viewed as an ellipsoid.
Incidentally, one should note that if K = 1 the HGO model represents the
interactions between hard spheres of diameter D.

As already mentioned, the HGO and HE models share similarities but
are not equivalent. The main differences are believed to be due to the larger
value of the excluded volume between a pair of HGO molecules in comparison
with that of HE molecules [16]. While the geometry of the HE model is
well defined, it is not straightforward to define the volume of a single HGO
molecule. We use the idea of Rigby [15] and associate a volume to the HGO
molecule equal to the volume of a HE molecule with the same anisotropy

s
vy = EKDS,

This is justified by the fact that the distance of closest approach between
an HGO molecule of elongation x and a spherical molecule describes an
ellipsoidal surface, enclosing a volume vy as given above, when the diameter
of the sphere is made infinitely small [15].
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4.3 Simulation details

4.3.1 Generalities

Our goal in this chapter is to trace the phase boundaries of the HGO model
in the low-x region (1 < k < 2). As it will be shown in the following, the
phase diagram in this range of molecular elongations consists on regions of
stability of isotropic fluid, plastic solid, and solid phases. The corresponding
coexistence lines are determined by Gibbs-Duhem integration using as start-
ing points the corresponding coexistence values at suitable values of k. For
this end, we have performed a full analysis of the equations of state of HGO
models with molecular elongations x = 1 (hard spheres), 1.25, and 2. We
will show that the HGO model with k = 1.25 exhibits a S phase in addition
to the I and PS phases, and the PS phase is absent for k = 2.

The equations of state are determined from NPT computer simulation
series. A first series involves compressing a low-density fluid configuration to
obtain the fluid branch. N = 500 molecules in the fluid phase are considered.
A second series is started at high density from a crystalline solid structure
consisting on a set of layers parallel to the xy plane with in-layer hexagonal
arrangement of the centers of mass of the molecules. The layers are stacked
along the z direction according to an ABC pattern. We have considered
6 layers each one consisting on 10 x 10 molecules, which yields a total of
N = 600 molecules.

The simulations are divided in cycles, each cycle consisting on N trial
translational and rotational molecular displacements and one atempt to change
the volume. Volume fluctuations are performed using different schemes de-
pending on each phase. For translationally disordered phases (I), we use the
LVOL1 scheme while for phases characterized by three-dimensional positional
order (PS or S) we use the LvOL3 scheme (see chapter 2). We adjust the
maximum translational /rotational displacements and box-length fluctuation
so as to obtain an average acceptance of about 30 — 35% and 25% of the
attempted moves, respectively. Averages of properties of interest such as the
number density, and order parameters are taken over blocks of 5000 cycles.

All quantities are reported in reduced (dimensionless) units, using D as
the unit of length, and kg7 as the energy scale. Explicitly, we define the
reduced pressure P* = SPD? where 3 = (kgT)™!, and the reduced num-
ber density p* = pD3. The reduced Helmholtz free energy is defined as
f=F/(NkgT), and the Gibbs free energy as g = G/(NkgT).
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4.3.2 Order parameters

To distinguish between different phases we calculate the orientational, and
bond-orientational order parameters during the simulations. The orienta-
tional order parameter S is defined as the average value of the largest eigen-
value of the ordering tensor Q.5 [89] defined as

N
1 1
Qaﬂ — N Z'g:l 5 (3U2auzﬁ - 5o¢ﬁ) ) (44)
where wu;, is the a-component (o = z,y,2) of the axial vector @;. The

order parameter S measures the degree of orientational order. It can take
values between 0 (in an orientationally disordered phase) and 1 (in a perfectly
orientationally ordered phase).

The local bond orientational order [90] describes the translational in-plane
order and is defined as:

>_; w(Rij) exp(i60;;)
> w(Rij) ’

where j is the number of nearest neighbours of molecule 7 and 6;; is the angle
between the projection (R;;) of the intermolecular vector r;; onto the layer
plane and a fixed axis. w(R;;) is a weight function that provides a criterium
to choose the nearest neighbours of each molecule. Following Bates and
Luckhurst [91] we choose this function as 1 for R;; < 1.4D, 0 for R;; > 1.8D,
and in between is defined as a linear interpolation. According to its definition,
Ug(r;) is a complex quantity. For practical purposes, we determine the bond
orientational order in each layer as

Ul = Re {% Z \1;6(1@)} , (4.5)

where the sum is restricted to those molecules that belong to layer [, and
N, is the number of molecules in layer [. A bulk bond orientational order
parameter Vg is also computed by averaging Ws(r;) over the whole system

1
s = Re {N Z xlfﬁ(ri)} . (4.6)

The bond orientational order measures the extent to which molecules in
the system keep a local hexagonal arrangement. Both Wk and Wg can vary
between 0 (no hexagonal order) and 1 (perfect hexagonal order). They are
therefore expected to be close to 1 for the S and PS phases, and close to 0
for the I phase.

Us(r;) =
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4.3.3 Simulation averages and error estimation

Properties such as the density, order parameters, or the enthalpy, can be
directly calculated during the simulations. It was shown in §2.2.4 how to
proceed to the calculation of the ensemble averages of such properties. We
recall here that the uncertainty ¢ associated with these properties is estimated
from € = 20,4, where o,,, is the standard deviation of the run averages
computed from oy, = oy, /(Np — 1)'/2, with oy, being the standard deviation
of the block averages, and N}, the number of blocks.

One of the goals of this work is to determine the phase diagram of molec-
ular models, which typically requires a computation of free energies. This is
not a property that can be directly calculated in a simulation. The most com-
monly used method for the calculation of the free energy is thermodynamic
integration, which requires a knowledge of the free energy of a reference state
point and fitting of the simulation data for the compressibility factor to a
chosen functional form

P /
dP
g(P):gref+/ Z(P/) J2% :
Pref

According to this equation, there are two error sources that will contribute
to the statistical uncertainty ¢, in the free energy (at any given pressure):
the computation of g, and the numerical integration along the equation
of state, with associated errors e.f and e, respectively. The uncertainty
associated with the free energy is then estimated as ¢, = (¢2; +¢2,)'/2. The
computation of g, is either analytical, in which case €., = 0 and the only
contribution to g, is iy, or is calculated from a numerical quadrature along
a path that connects the reference state with a state of known free energy

&1
gref:go+/ dga%—(gg)u
&o
where gy = g(&) and gt = g(&1). The above integration is performed after
a computation of the integrand in a simulation series for values of £ in the
domain & < & < &. e follows in this case from propagation of errors
associated with the values of the integrand.

(4.7)

Though an estimate of e, is straightforward, obtaining an estimate of €,
is not simple. Recently, de Miguel [33] has proposed a procedure to estimate
the statistical uncertainties associated with free energies obtained from ther-
modynamic integration when using fitted data. The method is based on a
synthetic analysis of the simulation data and will be illustrated here for esti-
mating the uncertainty associated with the Gibbs free energy at an arbitrary
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pressure P. Let us consider that a sequence of n simulations are performed at
input pressures P; (i = 1,...,n). We denote by Zi(o) the corresponding out-
put values of the compressibility factor, and by ¢; their associated statistical
errors. In practice, the set Zi(o) is fitted to a polynomial of order M in P. The
fitting coefficients are denoted as {a,(g)} (m=0,1,...,M). The free energy
at pressure P will parametrically depend on this set, ¢(®(P) = g(afg); P).
One next assumes that the possible outcomes of Z from a simulation at P;
obey a Gaussian distribution with mean value Zi(o) and standard deviation

;. The synthetic algorithm involves the following steps:

1. Generate synthetic sets of n data points, ZZ-(k) = Zi(O) + &;, where &; is
a random number drawn from a Gaussian distribution with zero mean
value and standard deviation o;, with ¢; = 20;. Each set is considered
as a potential replica of the actual simulation data set.

2. Find the fitting coefficients a'¥) and the free energy g®(P) = g({a'}; P)
corresponding to each synthetic data set. The set of free energies
g = g™ (P) is expected to be Gaussian distributed about the mean
value ¢,

where we have used the notation ég = g — ¢(©.

3. Determine the standard deviation ¢ of this Gaussian distribution, and
relate o with ;. In practice, we consider ¢y = 20.

The synthetic analysis will prove useful for estimating the statistical un-
certainty of the Gibbs free energy at a first-order transition. As it will be
shown later, this is required in order to assess the statistical uncertainty of
the corresponding transition pressure.

4.4 HGO model x =1 (hard spheres)

We present in Fig. 4.2 the equation of state of a system of hard spheres
showing the isotropic fluid (I) and solid (S) phases. The location of the I-S
transition is also indicated in the plot. An initial isotropic configuration is
equilibrated at low pressure for 4 x 10° cycles and averages are taken over
4 x 105 additional cycles. The fluid branch is run from low pressure P* = 0.2
up to high pressure P* = 15. Constant pressure simulations are carried out
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Figure 4.2: Pressure P* vs density p* for a HS system in the isotropic fluid (I) and
solid (S) regions. Continuous lines are fits to the simulation data. Filled squares
indicate the I-S transition. Arrows indicate the reference states considered for
the calculation of the free energy of each phase. Pressure is expressed in units of
P* = BPD3 and the density p* = pD3, where D is the diameter of the spheres.
Error bars in the density are smaller than the size of the symbols.

for a total of 25 state points. No crystallization of the fluid phase in this
simulation series is observed. The simulations in the solid phase are started
from a lattice configuration and a total of 19 constant-pressure simulations
are run in the range 9.5 < P* < 24. Below P* = 9.5, the crystal melts into
a fluid phase.

During the simulation runs, we follow the behaviour of the bond orienta-
tional order parameter. The isotropic phase is characterized by the lack of
positional order (Vg = 0), while the solid phase is characterized by a high
degree of order. Wg is seen to slowly decrease as the solid is expanded and
to exhibit a discontinuous jump to zero at the melting transition.

4.4.1 Free energy calculations

The determination of the fluid-solid transition involves a computation of the
free energy (or chemical potential) of each phase; as argued earlier in chapter
2, the most commonly used method is thermodynamic integration. For the
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Table 4.1: Thermodynamic properties of a HS system at p* = 0.925 (close to the
freezing transition) obtained from fitting Z(p*) to a polynomial of order M — 1 in
p*. We also include the values of y? from the fit. P* represents the pressure, g and
f are the Gibbs and Helmholtz free energy, respectively. The last row includes the
values obtained from the Carnahan-Starling (CS) equation of state.

M X Pt g f
5  31998.8 109122 15.3213 3.5243
6 4234  10.8669 15.3362 3.5882
7 1517 108359 15.2836 3.5691
8 1328  10.8268 152785 3.5738
9 1209  10.8213 15.2704 3.5716
CS 10.8287 15.2678 3.5611

fluid phase of hard spheres we make use of Eq. (2.32)

Fo =tmp =1+ [ 126 -1 (18)

The integration in the above equation is performed by fitting the simulation
data for the compressibility factor to a polynomial in the density of the form

Z(p") =Y an(p)",

where the coefficients a; = 1, ay = By = 27/3, and a3 = By = 57?/8 are
fixed. By and Bs are the second and third-order virial coefficients for the HS
fluid [74]. The values of the free energy are expected to depend on the degree
of the fitting polynomial. This is illustrated in Table 4.1, where we include
the values of the free energy at p* = 0.925 when M = 6,7, 8 and 9 coefficients
are considered in the calculations. From this table we infer a relatively strong
dependence of the free energy with M. In addition, it seems that M needs
to be fairly large. As a consequence, we wonder whether a different type of
fitting would be more efficient. We have tried a polynomial fitting of the
compressibility factor of the form

M

Z(P*)=> a,(P)"". (4.9)

n=1
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Table 4.2: Thermodynamic properties of a HS system at the fluid pressure P* =
11.25 (close to the freezing transition) obtained from fitting Z(P*) in the range
P* > 5. We also include the values of x? from the fit. g and f represent the Gibbs
and Helmholtz free energy, respectively.

M p* g f

3 9.32 0.93295 15.7271 3.6685
4 379 093365 15.7321 3.6826
5 377 093363 15.7321 3.6824
6 371 0.93370 15.7320 3.6831

According to Eq. (2.33), the Gibbs free energy at an arbitrary pressure P*
follows from »
’ ap'
oP) =g+ [ 2P

* . (4.10)

ref

In this case, the integration is not carried out from low pressure, but from
a reference pressure. We consider here P, = 5. The free energy at this
reference pressure is calculated using the particle-insertion (Widom) method
at constant pressure [17]. Four independent constant-presure runs at Pt =5
are carried out, each consisting on 10 x 10° cycles with 2500 trial insertions
per cycle. After averaging, we obtain pf,; = 0.7503(2) and g, = 8.390(7).
This value is fully consistent with the value of g = 8.384 obtained from the

Carnahan-Starling (CS) semi-empirical equation of state,

L+n+n*—n’ .
Zos = =P Jes=Inp" =1+

where 1 = wp* /6 is the packing fraction.

n(4 — 3n)
(I—n?) "

We include in Table 4.2 a number of thermodynamic properties of the
HS system close to the freezing transition. A comparison of the data in
Tables 4.1 and 4.2 shows that the systematic errors due to the particular
form of the fitting model are substantially smaller when the fit is performed
over a narrower range of data. This conclusion follows from the fact that the
x? values of the fit are significantly smaller in Table 4.2 than those in Table
4.1. Also, less coefficients are required to represent the simulation data.

The values of the fitting coefficients for the fluid and solid phase of the
HS system are given in Table 4.3. The Gibbs free energy of the solid phase is
computed from standard thermodynamic integration along the solid equation
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Table 4.3: Fitting coefficients for the fluid and solid phases for a system of hard
spheres. A polynomial fit of the form given in Eq. (4.9) is considered. Also included
are the x? values resulting from the fits.

m fluid solid

ay 1.55570 5.02840
as 1.12246 0.23340
az —0.02326 0.04031
ay 0.00057 —0.00151
as 0.00002
2 3.79 6.30

of state [cf. Eq. (4.10)]. We use the EC method to calculate the Helmholtz
free energy fior of a reference solid state. For this purpose we first determine
the equilibrium lattice parameters of the solid in a constant-pressure simu-

lation at P, = 18. The average density of the solid structure is found to be

ref
pre = 1.1476(38). A path at constant density that connects the solid under
study with a non-interacting EC with fixed center of mass is considered. The
Helmholtz free energy of the solid reference state is then calculated as (see
chapter 2)

feet = foor + A+ AFM + AFM

The meaning of each term was explained in chapter 2. We recall that in the
above expression f5!, and AfM are analitical. Af{™ is calculated from

N

1 At
CM _ _ 02/ 2 /
AFOM — NkBT/O <§:(rz rz)/D> ks (4.11)
X:

=1

A¢ is the harmonic coupling for which the solid under study approach the EC.
The integrand in the above expression must be a slowly varying function of
Ay however, one might expect a rapid grow of the mean-square displacement
as A\, — 0. To avoid this divergence, it is usual to consider a change of
variables of the type

u=1In(\; +¢), (4.12)

where A; = (] and ¢ is a constant. With this change, Eq. (4.11) can be
expressed as

1 Umax

AfM = -5 du (\f + ¢) <Z(ri - r?)z/D2> , (4.13)

=1

Umin
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Figure 4.3: Variation of the integrand in Eq. (4.13). The line is a guide to the
eye. The error bars are smaller than the size of the symbols.

where Ui, = Ine, and upax = In(BA; + ¢). With an appropiate choice of the
constant ¢, the integrand can be smoothed out. A value of ¢ = 2 turns out
to be a good choice for the present application. The integration is numeri-
cally calculated by a 10-point Gaussian quadrature. This involves performing
NVT simulations at intermediate values of the coupling parameter to deter-
mine the average mean-square displacement. The variation of the integrand
in the Eq. (4.13) is shown in Fig. 4.3.

The contribution A ffM is computed in a simulation in the expanded
ensemble. In Table 4.4 we give the relevant contributions to the free energy
of the crystalline solid phase. Once f,f has been calculated, the Gibbs free
energy at the reference pressure follows from

*

P
Gret = fret + = (4.14)

ref

The Gibbs free energy at any pressure in the solid phase is obtained from
Eq. (4.10). The equation of state of the solid phase is fitted to a polynomial
in P*. We find that 5 terms are enough to reproduce the equation of state.
The fitting coeflicients are given in Table 4.3.
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Table 4.4: Relevant contributions to the free energy of the fcc structure of a HS
solid at a pressure of P’ = 18 (average density p’, = 1.1476(38)). fS&! is the

free energy of the EC, Ar%;SM is the free energy difference between the interacting
and non-interacting EC with harmonic coupling A\; = 2000 kT, and A fSM is
the free energy difference between the HS solid and the interacting EC. AfM
is the contribution due to the constraint on the center of mass. fiof and grer
are the absolute Helmholtz and Gibbs free energies of the reference solid state,

respectively.

BC- AfY A AN Jret Gret
9.66812 0.00346(4) —3.4335(8) —0.015763 6.2223(8) 21.9072(8)

Table 4.5: Coexistence properties of the I-S transition for a HS system as obtained
from different simulation methods. NPT MC corresponds to results obtained in
this work. EC (Einstein crystal) and EM (Einstein molecule) are results from
Vega et al. [39]. SMC are data from Errington [92] using the switch Monte Carlo
method.

method Pi Je P g
NPT MC 0.935(3) 1.030(4) 11.33(14) 15.814(14)
EC 11.34
EM 11.35(3)

SMC 0.9347(4) 1.0326(6) 11.34(1)

4.4.2 Location of the fluid-solid transition

In order to determine the location of the first-order transition between the
fluid (I) and solid (S) phases, the coexistence condition gi(P) = gs(P) is
solved. In Table 4.5 we give the coexistence properties at the I-S transition.
According to the data in Table 4.5, we find good agreement between our
results and data from Vega and Noya [39], and from Errington [92] for a
system of N = 500 hard spheres. Vega and Noya use the Einstein crystal
method and the Einstein molecule method for the calculation of the free
energy of the solid phase, while Errington makes use of the phase-switch
Monte Carlo method.
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Table 4.6: Fitting coefficients for the fluid, plastic solid, and solid phases for a
system of HGO molecules with molecular elongation x = 1.25. A polynomial fit
for Z(P*) is used. Also included are the x? values resulting from the fits.

. fluid plastic solid solid

ay 1.93729 2.77147 43.88456
o 1.26437 0.97884 —1.26358
as —0.01866 —0.00105 0.04408
ay 0.00048  5.19 x 10°° —0.00040
as  —4.56 x 1075 —9.17 x 10=° 1.36 x 10~°
% 4.61 14.00 8.36

4.5 HGO model k =1.25

When the HGO molecules become non-spherical (k # 1), one might expect
the stabilization of an orientationally ordered solid phase at sufficiently high
pressure, as is observed in a system of hard ellipsoids. This is illustrated
in Fig. 4.4 where we present the equation of state of the HGO model with
k = 1.25 in the P*—p* plane showing isotropic fluid, plastic solid, and solid
phases. The fluid branch is explored by compressing a low-pressure isotropic
configuration. A total of 24 constant-pressure simulations are performed in
the range 5 < P* < 19. Each state point is equilibrated over 5 x 10° cycles
and averages are collected over 3 x 10° additional cycles. Constant-pressure
simulations for a total of 32 state points are performed in the range 10 <
P* < 75, starting from a lattice configuration with ABC structure. Averages
are taken over a total of 4 x 10°. The plastic solid phase is characterized by a
high degree of translational order but a complete lack of orientational order.
The solid phase is started from a lattice configuration with ABC stacking
and a total of 14 state points are simulated along the solid branch expanding
a high-pressure crystalline structure. Averages are computed over a total of
4 x 10° cycles.

4.5.1 Free energy calculations

The simulation data for the compressibility factor of all the phases are fitted
to a polynomial function in P*. The fitting coefficients corresponding to
each phase are given in Table 4.6. From the analysis performed earlier for
the HS system, we concluded that a fit of the form Z(P*) over a restricted
range of pressures is numerically more stable. We use the same strategy for

*

the isotropic phase of HGO systems. We consider P} = 5 as the reference
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Figure 4.4: Pressure P* vs density p* for a system of HGO molecules with elon-
gation k = 1.25 in the isotropic (I), plastic solid (PS), and solid (S) regions.
Continuous lines are fits to the NPT simulation data. Filled squares indicate
the corresponding transitions. Arrows indicate the reference states considered for
the calculation of the free energy of each phase. Pressure is expressed in units of
P* = $PD?3 and the density p* = pD3. Error bars are smaller that the size of the

symbols.
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pressure in the isotropic phase and calculate the free energy at this pressure
by parametric integration. For an arbitrary parameter z, it follows that

x1 ag

g(x1) = g(zo) + dx o) (4.15)
xg €T

For this particular application, we consider z = Ink and integrate from

the HS fluid at the same pressure (the corresponding Gibbs free energy,

gus(Pr), was previously determined from the particle-insertion method). It

then follows that

. B . " dr dg
o(Piae) = ns(Pin) + [ (Fi) (4.16)

/{l

As k = L/ D, the variation of the Gibbs free energy with molecular elongation
can be calculated from changes in L (at constant D), from changes in D (at
constant L), or from changes in both L and D. As P* = 8PD3 is constant
along the integration path, it seems natural to keep D constant. We therefore
compute the first-order derivative in Eq. (4.16) from changes in L at constant
D. The derivative of the Gibbs free energy can be separated into an ideal
and excess contributions

ag B agid N 8gex
Olnk P*_ olnk /) p. Olnk /) p

As ¢4 = In P*, it follows that (agid/f) In /{)P* = 0. The variation of the
excess part of the Gibbs free energy is defined as

agcx B 890)( _Q
Olnk P*_ OlnL P*_ Lo

where ), represents the change in (excess) Gibbs free energy when the molec-
ular length L is changed at constant D, the process being performed at con-
stant pressure P*. As shown in chapter 2, €2; can be determinded using a
perturbative approach [cf. Eq. (2.77)]. For the particular case of systems with
hard interactions, the average of the Boltzmann factor of the perturbation
is related with the probability P3°°(£) of accepting a fictitious perturbation
involving a change in the molecular size from In L to In L + £ at constant D.
Explicitly, one has

: 1 acc
2 = —lim 52 M PE(E). (4.17)

Pre can be expressed in terms of the probability P that a pair of molecules
1 and j overlap under the perturbation. Thus, the probability of accepting
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the fictitious move can be written as

Prcm1—) Py (4.18)
i>j
P can be expressed in terms of the ensemble average of the total number

of overlaps N} due to the perturbation

(N2")
Py = VLI
7 T IN(N-1)
Substitution into Eq. (4.18) yields
(V')
acc:l—g ——=1—(N}) . 4.19

i>j 2

Inserting the above expression into Eq. (4.17) and expanding the logarithm,
one finally arrives to
NOV
QL = lim < L >

£—0 Né-

where second-order terms have been neglected.

, (4.20)

In practice, the integration in Eq. (4.16) is performed using a 10-point
Gaussian quadrature. For this purpose, NPT simulations are run for values
of the molecular elongation in the range 1 < xk < 1.25. A fictitious molecular
scaling from InL to InL + £ at constant D is performed every 5 cycles,
and the number of overlaps N7V counted. This value is accumulated during
the production run and the average is used in Eq. (4.20). Five values of £
are considered, and the final value of {2, is obtained from extrapolation to
¢ — 0. Each point is equilibrated for 4 x 10° cycles and averages are taken
over 6 x 10% additional cycles. The variation of the integrand in Eq. (4.16)
with the molecular elongation x is shown in Fig 4.5. A value of 1.459(2) is
found for the integral. Using in Eq. (4.16) the value of the Gibbs free energy
gus of the HS fluid at Pf; = 5, we obtain a value of g, = 9.849(7) for the
Gibbs free energy of the reference isotropic state of the HGO model with
Kk = 1.25.

As a check of consistency, we have computed the Gibbs free energy of the
HGO isotropic fluid with elongation x = 1.25 at P}, = 5 from the particle-
insertion method. A total of 10 independent runs of 10° cycles are carried
out, with 2500 trial insertions per cycle (obtaining a probability of successful
insertion of 3.3x107°). The resulting value, gyt = 9.850(9), is fully consistent
with the value previously obtained from parametric integration.
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Figure 4.5: Behaviour of the integrand in Eq. (4.16) corresponding to the para-
metric integration performed in the isotropic fluid phase starting from the HS fluid
at Pr; = 5. The line is a guide to the eye. The error bars are smaller than the
size of the symbols.

The computation of the Gibbs free energy of a reference state in the PS
phase of the k = 1.25 HGO model is also accomplished from parametric inte-
gration. We now consider P}, = 18 as the reference state and integrate from
the HS solid at the same pressure. Both crystalline structures are assumed to
have an ABC stacking (we recall that the free energy of the HS solid at this
pressure was already computed in §4.4.1). The integration in Eq. (4.16) is
calculated by using a 10-point Gaussian quadrature. The integrand is shown
in Fig. 4.6. The resulting value of the integral is 4.5557(21). Using the value
gus(Pr;) = 21.9072(8) in Eq. (4.16) (see Table 4.4) we obtain a value of
gref = 26.463(2) for the Gibbs free energy of the HGO plastic solid reference

state.

The above calculation involves an integration along a path at constant
P*. As a check, the value of the Gibbs free energy has been independently
assessed by considering a parametric integration but now along a path that
links the HS crystal with the HGO plastic solid phase at constant P* = 18,
where Pt = SPLD? Rather than using D3 as the unit of volume, the
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Figure 4.6: Behaviour of the integrand in Eq. (4.16) corresponding to the plastic
solid phase starting from the HS solid at P* = 18. The line is a guide to the eye.
Error bars are smaller than the size of the symbols.

natural choice along this path is LD? (note that PT = P*k). In this case

“d
9(P", k) :gHS(P+)+/ ?RQ*, (4.21)
1

dg
+
O = (mnk)P+ . (4.22)

Note that QT corresponds to the change in free energy with respect to molec-
ular elongation when  is changed at constant pressure while keeping LD?
constant. The ideal contribution is given by

dg _ Oln P _ Oln(P*/k) _ 1 (4.23)
olnk ) oy Olnk /)5y Olnk e

while the excess contribution is given by
0g** [ 99 Oln D n g™ Oln L
Olnk/)p. \0WmD),. \Olnk ) py OlnL)p. \OInk ) py

Defining
agex agex
QOf = OF = 4.24
L (8111[/)13+ b (81nD>P+ ’ (4.24)

where we have defined
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it follows that

09> 1
= — (9 —297) . 4.2
(7o) -5 (@-2p) (1.25)
From Eqs. (4.23) and (4.25) one finally arrives to

Of=-1- % Q) —297) . (4.26)

After the integration in Eq. (4.21), we obtain

g(PT =18,k = 1.25) = 21.9072 + 0.4707 = 22.3779 .

In the usual reduced units, the pressure of this plastic solid state is P* = 14.4
for kK = 1.25. The value of the Gibbs free energy at P, = 18 follows from

ref
integration of the equation of state of the plastic phase in the appropriate

range. Explicitly, one has

18 dP*

ot = 9(Po = 18) =g(P =140+ [ 2P
14.4 P*

After the integration, we find g, = 26.461, which is fully consistent with
our previous calculation.

For the calculation of the free energy of a reference solid state we use the
extension of the EC method to molecular crystals, proposed by Frenkel and
Mulder [11]. As shown in §2.5.2, the free energy can be expressed as

=+ AN+ AFEM 4+ AFOM (4.27)
We choose a crystalline ABC structure at PJ; = 80 as reference state. This
structure is equilibrated in a constant-pressure simulation. We find an aver-
age density of pl; = 1.06057. Here, we consider an EC at the same density
and structure, with £ = Ay = 2500 kgT" and A, = 10£. The difference in free
energy between the interacting and non-interacting EC, A f™ is calculated
in an expanded ensemble simulation. The contribution A f&™ [see Eq. (2.67)]
is numerically calculated from a 10-point Gaussian quadrature after consid-
ering a variable change of the same nature as the one considered previously
for the HS solid. The variation of the integrand in A ng with the integration
variable is shown in Fig. 4.7. The different contributions to the free energy
of the reference solid state are tabulated in Table 4.7. Finally, the Gibbs free
energy of the reference solid state follows from Eq. (4.14).
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Figure 4.7: Variation of the integrand in the 10-point Gaussian quadrature for
the computation of Afch for the k = 1.25 HGO solid at P* = 80. v =1Inc+ ¢
(with ¢ = 20) is the integration variable. The line is a guide to the eye. The error
bars are smaller than the size of the symbols.

Table 4.7: Relevant contributions to the free energy of the ABC crystalline phase
of the k = 1.25 HGO model at a pressure P, = 80 (pf; = 1.06057). fSO! is the
free energy of the Einstein crystal, A ng is the free energy difference between the
interacting and non-interacting Einstein crystal with harmonic coupling constants
At = 2500kgT and A, = 25000kgT. A ng is the free energy difference between
the HGO solid and the interacting Einstein crystal. AfC™ is the contribution
due to the constraint on the center of mass. In the last two columns we give the
Helmholtz and Gibbs free energy of the reference solid state, respectively.

]g(l)\/[ Af)?M Afch AfCM fref Gref
26.57276 0.0181(18) -13.3952(79) -0.015894 13.1797(79) 88.611
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Table 4.8: Coexistence properties of the I-1II transition, with I and II being either
the isotropic (I), plastic solid (PS), or solid (S) phases, for the HGO model (this
work) and HE (Frenkel and Mulder [11]) with molecular elongation x = 1.25.
The density and pressure are given in standard reduced units of P* = 3PD? and
p* = pD3. The last column includes the values of the reduced Gibbs free energy
at the transitions.

[-IT  system o7 Phr P g
I-PS  HGO 0.800(3) 0.842(3) 12.57(23) 20.237(15)
HE  0.786 0.831 11.47 18.44

PS-S  HGO 1.0241(13) 1.0405(15) 62.0(1.1) 71.486(17)

4.5.2 Location of phase transitions

In Table 4.8 we give the coexistence properties at the [-PS and PS-S tran-
sitions for the HGO model with molecular elongation x = 1.25. For com-
parison, we include data of Frenkel and Mulder [11] for a system of HE
molecules at the same elongation. The coexistence properties at the [-PS
transition found for the HE model are lower than those corresponding to
the HGO model. The PS-S transition in the HE model is reported to be
continuous. According to our data, this transition is first order in the HGO
model as shown in Fig. 4.4, with a relative density jump at the transition of

Ap* = 2(pps — p§)/(Pps + p§) = 0.016.

We have estimated the uncertainty in the transition pressures. As shown
by de Miguel [33], the uncertainties in the pressure and Gibbs free energies
at the transition between two phases I and II separated by a first-order
transition are related by

ep = (Av) e, (4.28)

where €, = g4, + ¢4, With g, €4, Tepresenting the uncertainties in the Gibbs
free energy of phases I and II at the transition, respectively, and Av = v;—vyg
is the discontinuity of the volume per particle v = V/N at the transition.
According to Eq. (4.28), the uncertainty in the transition pressure will tend to
be larger for weakly first-order transitions. The proof of the above equation
is simple. Expanding the Gibbs free energy of phase I at the transition (P;)
in powers of P and keeping first-order terms, one finds

aP) =g+ (55) (P=P) =gt u(P - )
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Figure 4.8: (a) Distribution of the reduced Gibbs free energy dg = g — gi—ps
resulting from a synthetic analysis at the isotropic (I)-to-plastic solid (PS) transi-
tion for HGO system with k = 1.25. g;_pg is the reduced Gibbs free energy at the
transition. (b) Logarithmic representation of data represented in (a).
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A similar relation holds for phase 11
gu(P) = g1 +vu(P — P)

Considering now g; = gr—¢g,, 9i1 = gn+€g, and solving the coexistence condi-
tion for the transition pressure Py, g{(P/) = g{;(P/), we obtain P/ = P/ +¢p
with ep given by Eq. (4.28). Similarly, if we consider g; = g1 + ¢, and
gir = g — €gy, We find P = P/ —ep.

We illustrate the application of Eq. (4.28) for the estimation of the un-
certainty in the I-PS transition pressure. The free energy of the isotropic
fluid reference state was determined from the particle-insertion method. We
reported a value gﬁef = 9.842, with an associated error e, = 0.007. The
statistical uncertainty associated with the thermodynamic integration of the
equation of state is estimated from a synthetic analysis, as explained earlier
in §4.3.3 (see Fig. 4.8). From this analysis, we find &;,; = 0.009. It then
follows that the uncertainty of the Gibbs free energy at the isotropic side of
the transition is e, = (¢; + €2,)'/2 = 0.011. For the plastic solid phase we
find g, = 0.002, and €3,y = 0.003, the latter being estimated from a syn-
thetic analysis. This yields €4, = 0.0036. The discontinuity of the volume
per particle at the transition is Av~! = 15.84. Finally, we obtain ep = 0.23
from Eq. (4.28). The same analysis will be applied hereafter for estimating
the statistical error associated with transition pressures.

4.6 HGO model x =2

In Fig. 4.9 we show the equation of state of the HGO model for molecular
elongation Kk = 2 as obtained from computer simulation. For this value of
k the model exhibits isotropic and solid phases. A total of 21 state points
are simulated in the fluid range 5 < P* < 25. Each point is equilibrated for
2 x 10° cycles and averages are collected over 2 x 10° additional cycles. No
crystallization is observed when the system is compressed.

We perform two NPT series in the solid phase. A first series is started
from a lattice configuration consisting on N = 600 particles with ABC stack-
ing at P* = 41. A total of 20 solid state points in the range 14 < P* < 41 are
simulated. Each state point is equilibrated over 3 x 10° cycles and averages
are taken over 3 x 10° additional cycles. A second series is started from a
lattice with AB stacking at P* = 41. Below P* = 14 both crystal structures
become mechanically unstable and melt into the fluid phase. According to
the behaviour of the order parameters S and Wg during the simulations, no
intermediate PS phase is observed.



4.6 HGO model Kk = 2 87

Figure 4.9: Pressure P* vs density p* for a system of HGO molecules with elonga-
tion k = 2 in the isotropic (I) and solid (S) regions. Continuous lines are fits to the
simulation data. Filled squares indicate the I-S transition. Arrows indicate the
reference states considered for the free energy calculation of each phase. Pressure
is expressed in units of P* = BPD? and the density p* = pD?. Error bars are
smaller than the size of the symbols.

Table 4.9: Fitting coefficients for the fluid and solid phases of a system of HGO
molecules with molecular elongation x = 2. Also included are the x? values re-
sulting from the fits.

A fluid solid (ABC)  solid (AB)
a;  2.61515 5.73755 6.13313

ay  1.90529 1.31393 1.27458

as  —0.02267 0.00310 0.00431

as  0.00053 —3.13x107° —4.35 x 107

a5  —4.85x 107°
2 107 23.9 57.6
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Figure 4.10: Behaviour of the integrand in Eq. (4.16) corresponding to the para-
metric integration in the fluid phase of the HGO system with x = 2 starting from
the HS fluid at pressure P* = 5. Error bars are smaller than the size of the
symbols.

4.6.1 Free energy calculations

The Gibbs free energy of the fluid and solid phases is computed from ther-
modynamic integration. For each phase, the compressibility factor is fitted
to a polynomial in P*. The corresponding fitting coefficients are given in
Table 4.9.

We consider P* = 5 as the reference fluid state. The corresponding Gibbs
free energy is determined from parametric integration, using the molecular
anisotropy k as the integration parameter [see Eq. (4.16)]. For this purpose,
we consider a constant-pressure path that links the fluid phase of the Kk = 2
HGO system with the fluid phase of a system of hard spheres (k = 1). A
10-point Gaussian quadrature is used to compute the integration appearing
in Eq. (4.16). The variation of the integrand along the integration range is
shown in Fig. 4.10.

We consider P} = 20 as the reference solid state. The Helmholtz free
energy of this state is computed by using the EC method appropriate for
molecular crystals. First, we determine the equilibrium lattice parameters of

the solid from a constant-pressure simulation at P, (we find p}; = 0.60555).
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Figure 4.11: Variation of the integrand with the integration variable u in the
10-point Gaussian quadrature for the computation of A ng for the k = 2 HGO
solid at P* = 20. The line is a guide to the eye. The error bars are smaller than
the size of the symbols.

The simulation consists on 6 x 10° cycles plus 3 x 10° cycles for collecting
averages. As usual, a path at constant density which connects the solid un-
der study with a non-interacting EC with fixed center of mass and with the
same structure, is considered. The coupling constans are & = A\; = 2500 kgT'
and A\, = 10£. The Helmholtz free energy of the reference solid state is then
calculated from Eq. (4.27). Af, is computed in an expanded ensemble sim-
ulation consisting on 5 x 10° after a previous equilibration stage of 5 x 10%
cycles. The contribution A ng is numerically calculated from a 10-point
Gaussian quadrature. For this integration, we consider once again the same
variable change considered before for the £ = 1.25 molecular solid. The vari-
ation of the integrand with the integration variable is depicted in Fig. 4.11.
Each of the corresponding NVT simulations are first equilibrated for 5 x 104
cycles and then run for 5 x 105 cycles for calculating averages. The different
contributions to the free energy of the reference solid state are gathered in
Table 4.10.
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Table 4.10: Relevant contributions to the free energy of the ABC and AB crys-
talline phase of the x = 2 HGO model at the reference pressure P, = 20. f]%/l
is the free energy of the non-interacting EC, A f)(gM is the free energy difference
between the interacting and non-interacting EC with harmonic coupling constants
At = 2500kgT and A\, = 25000kgT. A ng is the free energy difference between
the HGO solid and the interacting EC. The ABC solid is more stable than the AB

solid at this pressure.

p;kef Ig(%/[ Af)?M AffcM AfCM fref Gref

ABC 0.60555 20.8220 0.00654(5) —10.177(4) —0.0168 10.635(4) 43.663(4)
AB  0.60668 20.8220 0.00601(8) —10.097(7) —0.0168 10.714(7) 43.680 (7)

Table 4.11: Coexistence properties of the I-II transition, with I being the isotropic
phase and IT either the ABC or AB solid, for the HGO model (this work) and HE
(Frenkel and Mulder [11]) with molecular elongation x = 2. The pressure and
density are given in standard reduced units of P* = BPD? and p* = pD3. The
last column includes the values of the reduced Gibbs free energy at the transition.

I-II  system oI s P g
[FABC HGO  0.56357(10) 0.59942(11) 18.67(21) 41.450(22)
[FAB  HGO  0.56441(11) 0.60024(12) 18.84(24) 41.753(25)
[-AB  HE 0.5925 0.6262 23.48 49.03

4.6.2 Location of phase transitions

The corresponding coexistence values for the [FABC and [-AB transitions
are collected in Table 4.11 . For comparison, we also include data for systems
of hard ellipsoids obtained by Frenkel and Mulder [11]. The I-AB transition
pressure is found to be smaller for the HGO model than that corresponding
to the HE model.

We have investigated the relative stability of the ABC and AB solid struc-
tures with respect to the fluid phase. According to the data included in Ta-
ble 4.10, the Gibbs free energy of the ABC structure is lower than that of
the AB structure at the reference pressure P%; = 20. A similar conclusion
follows for pressures in the region where the melting transition takes place.
As shown in Fig. 4.12, Ag = gapc — gap is always negative in this region.
On the other hand, Af appears to increase with increasing pressure. This
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Figure 4.12: Gibbs free energy difference Ag = gapc — gap between the ABC
and AB crystalline structures for the HGO system with x = 2 as a function of the
reduced pressure.

Table 4.12: Coexistence properties for the ABC-AB transition of the HGO system
with molecular elongation x = 2.

PABC PAB JABc JAB P g
0.66328(8) 0.66350(9) 15.001(20) 15.026(20) 50.4(3) 91.061(20)

behaviour seems to indicate that an ABC-AB transition might take place
at sufficiently high pressure. This value, however, lies outside the range of
pressures for which the solid phase is simulated. In order to check whether or
not a structural transition takes place, we perform additional simulations in-
volving a compression of the ABC and AB structures up to P* = 65. We find
an ABC-AB transition at P* = 50.4 characterized by a very small relative
density jump of Ap* = 2(pip — Pipc)/(Pisc + Pip) = 0.00033. As expected,
the ABC-AB structural transition is very weakly first order. The coexistence
values at the ABC—-AB transition are given in Table 4.12. The uncertainties
in the I-ABC, I-AB, and ABC-AB transition pressures are estimated in a
similar way as they were for molecular elongation x = 1.25.
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4.7 Phase diagram

Once the coexistence properties at a molecular elongation k are determined,
one can trace out the transition lines in the P*—x plane using the Gibbs-
Duhem method. The method involves an integration of the Clausius-Clapeyron
equation. We use for this purpose a fourth-order Runge-Kutta algorithm, as
described in detail in chapter 2. The generalized Clausius-Clapeyron equa-
tion, Eq. (2.72), is written here as

dnP  AQ

dzx PAv

We choose x = In D as the integration parameter. In practice, the integration
of the above first-order differential equation is made by considering LD? as
the unit of volume. In terms of this unit, we define Pt = BPLD?, and
vt =wv/(LD?). QF = (0g/0z)p, was already defined in Eq. (4.22). Here,
Avt = v —of, and AQT = Qf — Qf}, where I and II denote the two
coexisting phases. If the coexistence pressure is known for a value of z, the
calculation of the coexistence pressure at ' = x + Ax involves the following
steps:!

.

1. Perform two independent NPT simulations of phases I and II at the
coexisting pressure P, and molecular elongation x. Run averages for
QF and v* are computed in each phase. We recall from Eq. (4.26)
that QT = —1 — (1/3)(Q} — 2Q7}), where Q}, and Qf were defined
in Eq. (4.24). For the calculation of Q}, we compute the number of
overlaps resulting from a small perturbation involving a change of the
molecular length from In L to In L+¢ at constant D and P*. A total of 5
values of ¢ are considered and the value of Q] follows from extrapolation
to & — 0. A similar procedure is considered for the calculation of
QF,, the perturbations now involving changes from In D to InD + ¢
at constant L and PT. By the end of this stage, AQ"T and Av™' are
available and hence, ®; = ®(z, ;).

2. Predict a value of the coexistence pressure, P, = P;f exp(®1Az/2), at
the midpoint xpa.r = 2 + Az /2 of the integration range. Two indepen-
dent constant-pressure simulations of phases I and II are performed at
pressure P,” and elongation parameter zy,¢. By the end of this stage,
we compute Avt and AQ" and hence, ®; = ®(zpay, Py ).

! According to our choice of integration variable and unit of volume, LD? = kD3 = 1,
it follows that x and the molecular anisotropy are related by © = (—1/3)Ink. Thus,

the integration step is related to the old (k) and new (k') molecular elongations by
Az =(1/3)In(k/K").
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3. Correct the value of the pressure at Ty, as Py = Pifexp (PAz/2).
Two independent constant-pressure simulations of phases I and II are

carried out at P;" and elongation parameter zy,, from which we get
O3 = cD(:Uhalfa P;;r)

4. Predict the coexistence pressure at ' = z+ Az as P}’ = P;" exp(®3Ax)
and perform two independent constant-pressure simulations of phases
[ and II at P} and elongation parameter z’ (i.e., molecular elongation
k'). The main output of the simulations is the corresponding value of
®, = ®(2', P;"). The final value of the coexistence pressure at the new
elongation x’ is obtained from

1
Pt (k') = P*(k)exp 5 (D1 + 2Py + 203 + Dy) Ax (4.29)

with Az = (1/3) In(k/K’).

The above scheme is applied to determine the [-PS, I-S, and PS—S coexis-
tence lines. An ABC stacking is always assumed for the PS and S phases.
Starting from the appropriate transition point, two simulation series are per-
formed: one increasing the value of the molecular elongation, and a second
one decreasing k. In all cases, the initial configuration for each step is taken
from the final configuration of the previous step. When x is increased, this
is accompanied by a scaling transformation in steps 2 and 4 in order to pre-
vent starting from a configuration containing overlaps. This scaling involves
expanding the dimensions of the simulation box, as well as the molecular
positions, by a factor greater than unity. For the fluid phase, we consider a
scaling factor k’/k. For the translationally ordered phases, we find it more
convenient to start from a lattice configuration. At each step, phases I and
IT are first equilibrated over 2 x 10° cycles and averages are calculated over
40 blocks, each consisting on 5 x 10% cycles.

We use the fluid-solid transition point of a system of hard spheres obtained
in this work to determine the I-PS coexistence line by increasing k. As an
assessment of the validity of the integration method, the value of P* = 12.308
obtained from Gibbs-Duhem integration at x = 1.25 should be compared
with the value of P* = 12.57(23) obtained from free energy calculations. The
Clausius-Clapeyron equation is integrated along the [-PS line up to x = 1.40.
Beyond this molecular elongation, the difference in density between the two
coexisting phases turns very small and difficult to measure.

As for the PS—S coexistence line, we consider P* = 62, k = 1.25, as the
starting point for the Gibbs-Duhem integration. The decreasing-x series is
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Figure 4.13: Phase diagram of the HGO model in the P*—« plane, showing the
regions of stability of the isotropic fluid (I), plastic solid (PS), and solid (S) phases.
Symbols correspond to results obtained from Gibbs-Duhem integration. Curves
are included as a guide to the eye.
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Figure 4.14: Phase diagram of the HGO model in the p*—« plane.
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Figure 4.15: The I-PS coexistence line in the pressure-elongation plane for dif-
ferent hard-core models. The solid line is for the HGO model (this work). The
symbols correspond to hard ellipsoids (HE, squares) [11], hard spherocylinders
(HSC, up triangles) [70], and hard dumbbells (HD, circles) [75-77].

continued down to k = 1.19, while the increasing-x series is continued up to
k = 1.43. For the I-S coexistence line, we consider k = 2 as the starting
point for the integration. When & is increased, we find that the fluid phase
develops nematic ordering at about x = 2.3. This will be discussed in the
next chapter. On the other hand, we find that the orientational order of
the solid phase along the decreasing-x series is lost at k ~ 1.40. At this
elongation, the two coexisting phases actually correspond to a plastic solid
and an isotropic fluid.

Our results are summarized in Figs. 4.13 and 4.14, where we show the
phase diagram of the HGO model in the P*~x and p*-x plane, respectively.
The phase behaviour of HGO systems is very similar to that reported for
other hard-core models, such as the HE and HD models [see Fig. (4.15)].
This appears to indicate that it is the molecular anisotropy, and not the
molecular shape, the relevant microscopic parameter that dictates the phase
behaviour and phase stability for small non-sphericities. For small molecular
anisotropies (close to k = 1), the HGO solid melts into an orientationally dis-
ordered crystal when decreasing the pressure. This transition is weakly first
order and the associated density change is small but measurable. The cor-
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responding density change is found to be rather insensitive to the molecular
anisotropy. At even lower pressures, the plastic solid looses the translational
order and melts into an ordinary molecular fluid, the transition being ac-
companied by a density change that decreases with increasing . The range
of stability of the plastic phase decreases rapidly with increasing molecular
anisotropy, and the plastic phase becomes unstable beyond a certain value
of k. Beyond this value, the HGO solid melts directly into an isotropic
fluid. The point where the [-PS, PS-S, and I-S coexistence lines meet de-
fines a triple point in the model. From our simulation results, we infer that
the triple point is approximately located at xk ~ 1.43(1), the pressure being
P* =~ 30.8(2).

4.8 Conclusions

A study of the phase diagram of the HGO model potential for small an-
isotropies (1 < k < 2) has been reported in this chapter. In order to accom-
plish this goal, we have first determined the equations of state for selected
values of k using constant-pressure Monte Carlo simulation. The system is
found to exhibit I, PS, and S phases, depending on the molecular anisotropy.
Different simulation techniques, such as thermodynamic integration, para-
metric integration, Einstein crystal method, and expanded ensemble, have
been used for the computation of the free energy of the different phases. All
of the phases are separated by first-order transitions, which have been located
by equating the Gibbs free energy of the phases. The obtained coexistence
pressures have been used as starting points for an integration of the Clausius-
Clapeyron equation. This has allowed us to obtain the full coexistence lines
in the range of molecular elongations under consideration.

The plastic solid phase is found to be stable in the range 1 < k < 1.43. For
larger molecular elongations, the HGO solid melts directly into an isotropic
molecular fluid. We have shown that the ABC solid is more stable than the
AB solid close to melting for k = 2. This has not been explicitly checked for
other elongations. Considering that for hard spheres the fcc (ABC) structure
is more stable than the hep (AB), it seems plausible to conclude that the
ABC solid structure will be the most stable structure when melting takes
place. We have also shown that the x = 2 HGO solid undergoes an ABC—
AB structural transition at sufficiently high pressure. This is expected to
occur also for smaller elongations. We should mention that the plastic solid
has always been assumed to have an ABC stacking. We have not explored
whether other crystalline lattices are actually more stable.
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A comparison with other hard-core models shows that all exhibit a similar
phase behaviour for small non-sphericities. The PS—S transition for the HGO
model is found to be first order. However, Frenkel and Mulder [11] report
this transition to be continuous for HE. We believe that a more detailed
analysis of this transition for a system of HE would probably reveal that this
transition is actually first order. As for HSC, Bolhuis and Frenkel [70] have
shown that the isotropic liquid freezes into a plastic solid phase for molecular
elongations x < 1.35 + 0.05. Moreover, the PS—S transition is reported to
be first order. A similar conclusion is found for hard dumbbells. As far as
the phase behaviour is concerned, this shows that the molecular shape is an
irrelevant molecular parameter for hard-core models. This only holds true
for small non-sphericities.
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Chapter 5

HGO model: large molecular
anisotropies

We analyze in this chapter the phase diagram of the HGO model in the region
of large molecular elongations (2 < k < 10). Our strategy is similar to the
one used in the previous chapter. We start by computing the equation of
state for selected values of k and the appropiate phase transitions are then
located from free energy calculations. The phase diagram is finally completed
by using the Gibbs-Duhem integration method. We find that in this range
of molecular elongations the system exhibits a nematic (N) phase between
the isotropic and solid phases. A detailed analysis of the N—S transition is
presented. In addition, two crystalline structures with AB and ABC stacking
are considered and their relative stability with respect to the nematic phase
is studied. We also investigate the solid-solid transition involving these two
crystalline structures that takes place at high pressure. We give an estimation
of the location of the I-N-S triple point.

5.1 Introduction

One of the most relevant features of the HGO model, for large non-sphericities,
is that a liquid crystal phase becomes stable between the disordered (isotropic)
and the fully ordered (solid) phases. This new phase is characterized by
long-range orientational order but translational disorder. This fluid phase is
known as nematic.

The nematic phase has been previously reported in hard-core systems
such as hard ellipsoids (HEs), hard spherocylinders (HSCs), and hard cylin-
ders (HCs) using theoretical as well as simulation approaches. The first
simulations of liquid crystal phases in hard-particle systems were due to



100 HGO model: large molecular anisotropies

Vieillard-Baron [93]. He considered a system of HEs and showed that the
system exhibits two first-order phase transitions: I-N and N-S. That work
suggested that excluded-volume effects might play an essential role in the ori-
entational phase transition of nematic liquid crystals. The phase diagram of
the HE model (for both oblate and prolate molecules) was later determined
by Frenkel and co-workers [11,49,81], who concluded that the nematic phase
is only stable for molecular elongations x > 2.75 (for prolate molecules), and
k < 1/2.75 (for oblate molecules). No nematic phase was observed in the
first simulations of systems of HSCs carried out by Vieillard-Baron [94]. This
is probably due to an inappropriate choice of molecular elongation, as this
system has been later shown to stabilize a nematic phase [70,78,95,96, 101]
for molecular elongations k > 4.7. A theoretical study due to Holyst and
Poniewierski [102] within the smoothed-density approximation arrived to the
conclusion that, for systems of HEs and HSCs, the nematic phase is not sta-
ble for a range of molecular elongations close to k = 1, while for HCs, the
nematic phase is stable for all molecular elongations.

Much is known about the isotropic phase of the HGO model and some the-
oretical and simulation work has been done to investigate the nematic phase
in this model. Padilla and Velasco [103] have investigated the I-N phase
transition in a system of moderately long molecules interacting through the
HGO potential within the decoupling approximation and several of its exten-
sions. They have reported a comparison between theoretical and simulation
results for Kk = 3 and 5. More recently, de Miguel and del Rio [16, 73] have
carried out a study of the HGO model over a range of molecular elongations
3 < k < 15, determining the equations of state of the I and N phases from
computer simulation, and performing free energy calculations. A compari-
son of the results with predictions from several theoretical approaches based
on the decoupling approximation showed that none of the approximations
are very satisfactory in the description of the isotropic phase; however, the
simple Parsons-Lee approximation yields quantitative agreement with the
simulation data in the nematic phase. They have considered a detailed anal-
ysis of the I-N transition and computed the corresponding transition line
in the P*—k plane using the Gibbs-Duhem integration method. They have
also given quantitative evidence of the differences between the HGO and
HE models in the I-N region. According to their conclusions, the coexisting
properties are significantly lower in the HGO model.

No study of the crystalline phase has been reported so far for the HGO
model. This is one of the main goals of this chapter. The N-S coexistence
line is determined by numerical integration of the (generalized) Clausius-
Clapeyron equation. The starting point for the implementation of the in-
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tegration is determined from free energy calculations at appropriate values
of k. Two crystalline stuctures (with ABC and AB stacking) are considered
and their relative stability with respect to the nematic phase is investigated.
Our results are expected to yield an estimate of the location of the I-N—S
triple point.

5.2 Simulation details

As mentioned before, a nematic phase is expected between the I and S phases.
This phase is characterized by the fact that the long axis of the molecules are,
on average, aligned along an arbitrary direction (called the director of the
phase). In practice, the director is computed from the eigenvector associated
with the largest eigenvalue of the ordering tensor Q,p defined in Eq. (4.4).
In addition, we also compute the orientational order parameter S in order to
distinguish between the isotropic and nematic phases. The strategy here is
similar to the one considered in the previous chapter. First, we perform series
of NPT simulations in order to study the equations of state at given values
of the molecular elongation. In particular, we consider k = 3.5, 5, 7.5, and
10. We consider systems of N = 500 molecules for the fluid phases. The solid
phase is started from a lattice structure consisting on 6 layers with 10 x 10
molecules per layer, which gives a total of N = 600 molecules. We then
perform thermodynamic integration along the equations of state according
to the methods described in chapter 2. This allows us to compute the free
energy of each phase. We finally make use of the Gibbs-Duhem integration
method to trace out the full coexistence line in the range 2 < k < 10.

5.3 Isotropic-nematic transition

The I-N transition in the HGO model has recently been studied by de Miguel
and del Rio [16]. The equations of state of the fluid phases of the model
with kK = 5 were determined from NPT simulations in a range of pressures
0.40 < P* < 1.50. N = 500 molecules placed in a cubic box were considered
in the simulations. Thermodynamic integration was used to compute the free
energy of the I and N phases. The ideal gas was chosen as reference state
in the isotropic phase. In order to calculate the free energy of the reference
nematic state point (PZ; = 1.50), they used the method proposed by Frenkel
and Mulder [11] which consists on suppressing the I-N transition by applying
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Figure 5.1: Coexistence densities p* at the isotropic-nematic transition as a func-
tion of molecular elongation x in the HGO model [16].

Figure 5.2: Coexistence pressure P* at the isotropic-nematic transition as a func-
tion of molecular elongation s in the HGO model [16].
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an external orienting field Hey [see chapter 2, Eq. (2.52)] of the form
N
Hy = A Z sin?0; ,
i=1

where ) is the strength of the external field, and 6; is the angle between the
long molecular axis and the direction of the external field. A value A = 5 kgT
was seen to be large enough to suppress the I-N transition. By solving the
coexistence condition Eq. (2.1), the I-N transition was found to take place
at P* =0.996. The I-N coexistence line was determined by Gibbs-Duhem
integration in the range 5 < k < 10. The resulting coexistence lines are
shown in Fig. 5.1 (p*~« plane ) and in Fig. 5.2 (P*~« plane). The I-N
coexistence for molecular elongation x = 3 was independently determined
from thermodynamic integration methods. De Miguel and del Rio compared
their results with existing [-N coexistence data for the equivalent HE system.
According to their results, the coexisting properties are lower in the HGO
model than in the HE model.

5.4 Nematic-solid transition

5.4.1 Nematic phase

We show in Figs. 5.3 and 5.4 the equations of state of the HGO model for
molecular elongations k = 3.5, 5, 7.5, and 10 in the range of pressures where
the system exhibits nematic and solid behaviour. For molecular elongation
k = 3.5, a total of 23 state points are simulated in the nematic phase, from
P* = 3.25 up to P* = 8.80. For k = 5, 21 state points are simulated in
a range of pressures 1.50 < P* < 6.25. For both molecular elongations,
each state point is equilibrated for 3 x 10° cycles and 2 x 10° further cycles
are considered for computing averages over blocks of 2000 cycles. Constant-
pressure simulations are performed from P* = 0.4 up to P* = 5.5, obtaining
data for a total of 14 state points in the nematic phase for the HGO model
with molecular anisotropy x = 7.5. For k = 10, we consider N = 864
molecules in the fluid phase. A total of 13 state points ranging from P* = 0.2
up to P* = 5 are simulated. For k = 7.5 and k = 10, each state point is
equilibrated for 3 x 10° cycles and averages are determined over a further
period of 3 x 10° cycles.

We use the thermodynamic integration method to determine the Gibbs
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Figure 5.3: Pressure P* vs density p* for molecular elongation (a) x = 3.5, and
(b) kK = 5. in the nematic (N) and solid (S) region. Arrows indicate the states
considered for the calculation of the free energy of each phase. We also indicate the
location of the N-~ABC (upper solid line) and N-AB (lower solid line) transitions.
Reduced units are used, with P* = SPD?, and p* = pD3. The I-N transition
takes place at P* = 4.919 (k = 3.5) and P* = 0.996 (x = 5). Error bars in the
density are smaller than the symbol size.
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Figure 5.4: Pressure P* vs density p* for molecular elongation (a) x = 7.5, and
(b) k = 10 in the nematic (N) and solid (S) region. Arrows indicate the states
considered for the calculation of the free energy of each phase. We also indicate the
location of the N-~ABC (upper solid line) and N-AB (lower solid line) transitions.
Reduced units are used, with P* = SPD?, and p* = pD3. The I-N transition
takes place at P* = 0.351 (k = 7.5), and P* = 0.181 (x = 10). Error bars in the
density are smaller than the symbol size.
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Table 5.1: Fitting coefficients for the nematic phase corresponding to the HGO
model with molecular elongations x = 3.5, 5, 7.5, and 10. We include in the last
row the range of pressures P, up to Py, used in the fit.

an k=3.5 K=25 k="7.5 k=10

a; 4.54609 3.40577 3.08357 3.04704
as 2.62343 4.44752 7.00060 9.35241
as 0.01952 —0.10286 —0.35694 —0.60775
ay —0.00203 0.00326 0.02715 0.05621

(P*,P:) (3.25,880) (1.50,6.25) (0.4,55)  (0.2,5)

free energy of the nematic phase

* ” * dpP*
g(P):gref+/ Z(P ) P (51)

ref

where grer = g(Pr;). The integration in the above equation is performed by
fitting the compressibility factor to a polynomial function in P*. The fitting
coefficients corresponding to each molecular elongation considered here are
given in Table 5.1. In the following we give details of the calculation of g
for each molecular elongation considered. Further details can be found in

§2.4.2.

For molecular elongation x = 5, we use the method proposed by Frenkel
and Mulder, and expand a (reference) nematic state at pressure P, to the
ideal gas by applying an orienting external field. The Gibbs free energy of
the reference nematic state point is given by (see Fig. 5.5)

Gret = gc = g8 + Agnc, (5.2)

where B corresponds to a nematic state at pressure P}, with the external
field switched on. We consider Py = 1.5. The Helmholtz free energy of state
B follows from Eq. (2.47)

. Bt
fu=tnps— 1+ fut [ 1200 -1, (53)
0
where Z is the compressibility factor of the HGO system under the presence
of the external field, and f, is the contribution of the external field [cf.
Eq. (2.54)]. A value A\ = 5kgT for the strength of the external field is

found to be large enough to avoid a transition to an isotropic fluid at low



5.4 Nematic-solid transition 107

| nematic

| c ,_/.7 _.B

pressure

\ isotropic

| A - S — — — .
density

Figure 5.5: Schematic representation of the thermodynamic path used to compute
the free energy of a reference nematic state.

pressures. We obtain in this case that f), = 2.15671066. The integration in
the above expression requires Z to be known. For this purpose, the equation
of state of the HGO system in the presence of the external field is determined
from constant-pressure simulations for a total of 20 state points in the range
0.025 < P* < 1.50. We fit the simulation data of Z(p*) to a polynomial of
order M — 1 in p*. Once fg is calculated, the corresponding Gibbs free
energy follows from gg = fg + P%;/pf. This value is seen to depend on the
number of fitting coefficients. We find gg = 13.855, 13.856, and 13.841 when
using M = 6, 7, and 8 coefficients, respectively. A similar dependence on the
degree of the fitting polynomial was discussed in chapter 4 for the fluid phase
of hard spheres. The impact of this systematic error on g,o will be analyzed
later for the present case. The scatter in the values of the Gibbs free energy
arising from different choices of M is small, so we take the average value
gp = 13.851(36). The quoted error is estimated from a synthetic analysis, as
detailed in chapter 4. The last step involves switching off the external field
at constant pressure. As explained in §2.4.2, the corresponding change in
Gibbs free energy is given by

0 1
Ach:/ d>\1<u()\)> ,
A N

where u()) is the interaction energy per particle. In practice, the integration
is calculated by using a 10-point Gaussian quadrature. Such a numerical inte-
gration will work only if the integrand varies smoothly with A. The behaviour
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Figure 5.6: Gaussian integration for the calculation of the change in Gibbs free
energy in the process of switching off the external field for a system of HGO
molecules with k = 5 at constant pressure Py, = 1.5.

of the integrand is shown in Fig. 5.6. We find a value Aggc = —0.355(5).
Using Eq. (5.2), we find gc = grer = 13.496(36) for the Gibbs free energy of
the reference nematic state.

The above calculation is a bit lengthy, and one may wonder whether
the calculated value of g, is actually correct. As an independent check,
it was decided to compute g.¢ from a totally different approach. For this
purpose, we make use of the test-particle insertion method using the weighted
implementation detailed in §2.3.4. We carry out a total of 10 independent
runs at constant pressure P*. = 1.5, each consisting on 10° cycles, and 5000
particle insertions per cycle. We obtain a value of g.f = 13.52(3). This value

is fully consistent with the value obtained from thermodynamic integration.

We next turn to analyze the systematic errors associated with the inte-
gration in Eq. (5.3). Our approach is similar to the one used for investigating
this source of errors when computing the free energy of the HS fluid. Rather
than using the full integration in Eq. (5.3), we consider a restricted integra-
tion range and obtain gg from

Pr*ef dP*
Py P



5.4 Nematic-solid transition 109

Table 5.2: Values of the Gibbs free energy gt at a nematic reference state char-
acterized by its pressure P, as calculated from different approaches: TI (ther-
modynamic integration), W(F;) (Widom method applied at a pressure Pj = 0.5,
followed by a TI from P* = 0.5 up to P* = 1.5), and W(P};) (Widom method

applied at the reference nematic pressure P, = 1.5).

method Gref
TI 13.496(36)
W(F) 13.507(6)
W(P%;) 13.52(3)

where go is the Gibbs free energy of the HGO system in the presence of
the external field at some intermediate pressure Fj. We consider Py = 0.5.
go is now computed using the weighted particle-insertion method. At this
pressure, the corresponding average density pg = 0.10495(17) is low enough
and the orientational order parameter S = 0.85593(3) large enough for the
particle-insertion method to be efficient. A total of 20 simulations consist-
ing on 10° cycles with 1000 insertion attempts per cycle, are performed at
Py = 0.5. The integration in Eq. (5.4) is performed after fitting Z to a poly-
nomial of order M — 1 in P*. We find gg = 13.8622, 13.8624, and 13.8624
when considering M = 3, 4, and 5 coefficients. As reported earlier for hard
spheres, the systematic error associated with the fitting procedure is signif-
icantly reduced when the integration range is reduced. The value of gt
follows from Eq. (5.2), using the value of Agpc previously computed. The
value of the Gibbs free energy of the reference nematic state obtained from
the three different routes are compared in Table 5.2.

For the calculation of the Gibbs free energy at reference nematic states for
molecular elongations k = 7.5 and 10, we use the weighted implementation
of the particle-insertion method. According to Fig. 5.3, nematic ordering is
found at relatively low densities, so the direct method is expected to perform
efficiently. We consider Py; = 0.4 for k = 7.5, and P}; = 0.2 for k = 10.
A total of 10 constant-pressure simulations consisting on 10° cycles are per-
formed, with 2000 (k = 7.5) and 1000 (x = 10) particle insertions per cycle.

The corresponding values of the Gibbs free energy are given in Table 5.3.

For the calculation of the Gibbs free energy of the reference state point
at molecular elongation x = 3.5 we use the parametric integration method
(considering x as the integration parameter) along a constant-pressure start-
ing from a nematic state of the x = 5 HGO system. We consider P

by

*
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Table 5.3: Values of the Gibbs free energy gros of the nematic reference states
characterized by their pressure, P}, for different values of the molecular elon-
gation k as calculated from different methods: PI (parametric integration), TI

(thermodynamic integration), and W (Widom insertion method).

k method PJ; Gref
3.5 PI 5 24.322(19)
5 TI 1.5 13.496(36)
75 W 0.4 7.136(7)
10 W 0.2 5.353(6)

The Gibbs free energy of the kK = 5 HGO nematic fluid at this pressure is
simply obtained from thermodynamic integration using Eq. (5.1). Referring
back to Eq. (4.16), it follows that

. . S dr [ g
g( refaﬁ_3'5)_g( refa’f_5)_\/3'5:(aln,{)]g* :

The above integration is carried out by using a 10-point Gaussian quadrature.

The values of the Gibbs free energy of the chosen reference nematic states
corresponding to each value of k are gathered in Table 5.3. Once the free
energy of the reference nematic state is obtained, the free energy at any
nematic pressure follows from Eq. (5.1).

5.4.2 Solid phase

We perform two simulation series for the solid phase of HGO models with
k = 3.5,5,7.5, and k = 10. The initial configuration of the first series consists
on a crystalline structure with the densest layers parallel to the xy plane, and
in-layer hexagonal arrangement of the centers of mass of the molecules. The
layers are stacked following an ABC structure. Six layers are considered,
each one consisting on 10 x 10 molecules. A second series is started from a
similar arrangement, but with an AB stacking of the layers. It is our purpose
to investigate the relative stability of these crystalline structures with respect
to the nematic phase.

For the k = 3.5 HGO model, we first equilibrate a solid structure at
P* =10. The system is then slowly expanded down to P* = 6.4. A total of
22 state points are simulated along the solid branch. For molecular elongation
k = b, we perform constant-pressure simulations in the range of pressures
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Table 5.4: Fitting coefficients for the solid ABC structure of the HGO model for
molecular elongations k = 3.5, 5, 7.5, and 10. We include in the last row the range
of pressures P, < P* < Py, used in the fit.

an, k=35 K=D5 k=75 k=10

a 6.43092  5.32159 5.13272  6.43250
as 2.13510  3.40731 5.17810  5.98425
as 0.01703  0.00637 0.00848  0.21907
s —0.01431

(Px,P;) (6.4,10) (44,10)  (3,9) (2.1, 7.0)

Table 5.5: Fitting coefficients for the solid AB structure of the HGO model for
molecular elongations k = 3.5, 5, 7.5, and 10. We include in the last row the range
of pressures P, < P* < Py, used in the fit.

an, k=35 K=25 K="1.5 k=10

a; 6.18850  5.52716 5.51538 2.22939
Qg 2.21146  3.36524 5.05059 6.91181
as 0.01173  0.00778 0.01735 —0.00206
ay 0.00187

(Px,P;) (68,10) (4.4,10)  (3,9) (2.2, 7.0)

4.4 < P* <10. A total of 17 state points are simulated. For both elongations,
each state point is first equilibrated for 2 x 10° cycles and averages are taken
over 2 x 10° additional cycles. Averages are taken over blocks of 5000 cycles.
For molecular elongation x = 7.5, we consider 20 state points in the range
of pressures 3 < P* < 9. Finally, a total of 15 solid states are simulated in
the range 2.1 < P* < 7.0 for k = 10. For the latter two elongations, the
equilibration is extended to 3 x 10° cycles and the calculation of averages to
3 x 10° additional cycles. For all of the molecular elongations investigated
here, the compressibility factors are fitted to a polynomial function in P*.
The corresponding fitting coefficients can be found in Tables 5.4 and 5.5.

We use the EC method to compute the absolute Helmholtz free energy
of a reference state point in the solid phase for each value of the molecu-
lar anisotropy. NPT simulations at the appropriate reference pressure are
performed to determine the average density of the solid, as well as its equi-
librium structure. The free energy of the reference solid state is calculated
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Table 5.6: Relevant contributions to the free energy of the solid phase at the cor-
responding reference pressure P;. f]gév[ is the free energy of the non-interacting
Einstein crystal with fixed center of mass, A fSM is the free energy difference be-
tween the interacting and non-interacting Einstein crystal with harmonic coupling
constants Ay = {max and A, = 10&yax (in units of kgT). Afch is the free energy
difference between the HGO solid and the interacting Einstein crystal, and A fM
is the difference in free energy due to the constraint on the center of mass. In the
last column is given the absolute free energy at the reference solid state.

k phase PX;  pfr Emax o AfoM AfeM AfM Jret Gref
3.5 ABC 8 0.32549 1500 19.5462 0.00154(2) —9.672(4) —0.01786 9.857(4) 34.435(4)
AB 8 032499 1500 19.5464 0.00158(9) —9.677(9) —0.01786 9.853(9)  34.469(9)
5} ABC 6 0.23112 1500 19.5462 0.00504(2) —8.866(6) —0.01843 10.666(6) 36.626(6)
AB 6 023098 1500 19.5462 0.00610(6) —8.845(6) —0.01843 10.689(6)  36.665(6)
75 ABC 6 0.16433 3500 21.6624 0.0070(1) —8.561(9) —0.01900 13.090(9)  49.602(9)
AB 6 0.16456 3500 21.6624 0.0090(2)  —8.480 —0.01900 13.172(18) 49.684(18)
10 ABC 45 0.12320 4000 21.9959 0.00571(7) —8.601(10) —0.01948 13.381(10) 49.908(10)

from [see chapter 2, Eq. (2.63); see also Eq. (4.27)]
f=rac + AR+ AfM + AFY, (5.5)

where fg&! and Af are calculated analitically. AfEM is calculated using
a 10-point Gaussian quadrature. For this purpose, we run NVT simula-
tions at values of the parameter &, with £ = \;, and A, = 10&, in the range
0 < & < Enax consisting on 5 x 10° cycles after an equilibration of 5 x 10%
cycles. A ffM is calculated from a simulation in the expanded ensemble
(see chapter 2) consisting on 5 x 105 cycles. Here, a cycle involves N at-
tempts to translate and rotate the molecules followed by an attempt to drive
the non-interacting Einstein crystal into the interacting Finstein crystal (or
viceversa).

The different contributions to the free energy of the reference solid state
for the values of molecular elongations considered here, are collected in Ta-
ble 5.6.
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Table 5.7: Coexistence properties of the N~ABC and N-AB transitions for the
HGO system with molecular elongations x = 3.5,5,7.5 and 10. The N-AB transi-
tion is metastable with respect to the N-ABC transition.

transition properties k= 3.5 K =295 Kk ="1.5 k=10
N-ABC Pi_apc 7.913 5.47(23) 3.62(13) 2.55(7)
PN 0.31003 0.2171(19) 0.1445(11) 0.1068(6)
PABC 0.32442 0.2265(19) 0.1509(11) 0.1115(8)
gN-ABC 34.169 34.291(43) 34.555(37) 33.450(29)
N-AB Pi_ap 8.15(21) 5.67(23) 3.76(16) 2.58
s 0.3119(17) 0.2188(21) 0.1457(10) 0.1070
PAn 0.3261(18) 0.2281(21) 0.1519(14) 0.1118
gN-AB 34.928(29) 35.220(48) 35.530(46) 33.688

5.4.3 Location of phase transitions

The location of the different transitions is accomplished by finding the pres-
sure at which the Gibbs free energies of two phases become equal. The
coexistence properties of the N-~ABC and N-AB transitions for each value of
k considered here are given in Table 5.7. The uncertainties in the transition
pressures are estimated in the same manner as in the previous chapter.

At a given pressure, the most stable phase is the one characterized by
the lowest Gibbs free energy. The variation of the Gibbs free energy with
pressure in the solid-nematic region is shown in Fig. 5.7. According to our
results, the ABC crystalline structure is seen to be more stable than the AB
structure when the solid phase melts into a nematic liquid. Furthermore, the
ABC structure is more stable than the AB structure over the whole range
of pressures studied here. This can be seen in Fig. 5.8, where we show the
difference in Gibbs free energy, Ag, between the ABC and AB crystalline
structures as a function of the reduced pressure P*. Though Ag is seen
to be negative at all pressures (this indicating that the ABC solid is more
stable than the AB), there seems to be a strong indication that Ag may
change sign at higher pressures: a transition between both structures will
take place at a pressure such that Ag = 0. However, the resulting pressure
lies outside the range of pressures considered for fitting the equations of
state!. We then decided to slowly compress the ABC and AB solids up to

Strictly speaking, the values of the free energies are valid for the range of pressures
over which the fit was implemented. Extrapolation outside this range may give rise to
inconsistent free energy values and is a bit risky.



114 HGO model: large molecular anisotropies

35.5

35.0F

34.5r

35.6[

35.2F

34.81-

3.60 3.65 3.70 3.75

Figure 5.7: Gibbs free energy vs pressure in the nematic (continuous line), solid
ABC (dashed line), and solid AB (dashed-dotted line) phases, in the neighbour-
hood of the nematic-to-solid transition. The points indicate the location of the
N-ABC and N-AB transitions for: (a) kK = 5 (P* = 5.466, and P* = 5.668, re-
spectively), and (b) k = 7.5 (P* = 3.615, and P* = 3.757, respectively). The ABC
structure turns out to be more stable than the AB structure.
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Figure 5.8: Gibbs free energy difference Ag = gapc — gas between the ABC and
AB crystalline structures for HGO models with xk = 7.5 (top curve) and K = 5
(lower curve) as a function of the reduced pressure in the solid range considered
here.

sufficiently high pressures in small jumps of pressures. The whole set of solid
state points corresponding to each molecular elongation is then refitted to
a polynomial in P*, and expressions for the Gibbs free energy as a function
of P* are obtained following the same protocol as that used before. The
corresponding properties at the ABC—-AB transition are given in Table 5.8,
where we also include the discontinuity of the packing fraction An at the
ABC-AB transition. As expected, An increases with increasing molecular
elongation.

5.5 Phase diagram

Having the coexistence properties of the N—S transition at the molecular
elongations k = 3.5, 5, 7.5, and 10, we have determined the location of the
melting transition at intermediate molecular elongations using the Gibbs-
Duhem method. As explained elsewhere, this method involves a numerical
integration of the generalized Clausius-Clapeyron equation. For the present
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Table 5.8: Coexistence properties for the ABC-AB transition of HGO systems
with molecular elongations x = 3.5, 5, 7.5, and 10.

Kk structure pP* p* n An f g

3.5 ABC 42.206 0.38656 0.70840 0.00048 9.857  126.92

AB 0.38682  0.70888 9.853

5 ABC 22.458 0.26697 0.69894 0.00054 10.666 101.01
AB 0.26718 0.69948 10.689

7.5 ABC 9.411  0.17247 0.67729 0.00091 15.227 69.790
AB 0.17270 0.67820 15.300

10 ABC 5.673  0.12657 0.49705 0.00118 14.469 59.288
AB 0.12687 0.49823 14.574

application, this equation can be cast in the form

dln P AQ
de ~  PAv’ (5.6)
where the parameter x is taken here as * = InD, Av = v; — vy, and

AQ = Q; —Qy. A detailed explanation of the practical implementation of
the fourth-order Runge-Kutta algorithm used for the numerical solution of
Eq. (5.6) was given in § 4.7. Here, we consider two systems representing
the two coexisting (nematic and ABC solid) phases, and independent NPT
simulations are carried out for both systems. Typically, the systems are first
equilibrated over 2 x 10° cycles and averages are collected over 2 x 10° ad-
ditional cycles. The coexistence pressure at a new value of the molecular
elongation is computed from Eq. (4.29).

We use the N-S coexistence pressure at k = 5 as the starting point for
an integration series where k is decreased. In order to check the quality of
the Gibbs-Duhem integration, a second simulation series is performed from
k = 7.5 down to k = 4.5. Along this sequence, we find a N-S transition
pressure of Piq = 5.53 at kK = 5, which is in good agreement with the value
of Pig = 5.47(23) obtained from thermodynamic integration. We show in
Fig. 5.9 the phase diagram of the HGO model in the pressure-molecular
elongation plane. We have also included the [-N coexistence line taken from
Ref. [16]. According to our results, the [-N-S triple point is estimated to be
located at xk ~ 2.3. For comparison, we also include data for the nematic-to-
solid transition as obtained from Frenkel and Mulder [11] for the related HE
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Figure 5.9: The phase diagram of the HGO model in the P*—x plane showing
the I-IN and N-S coexistence lines. The filled circle locates the N—S transition at
k = 10 as obtained from free energy calculations. The stars correspond to N-S
coexistence values obtained by Frenkel and Mulder [11] for the HE model with
molecular elongations k = 2.75 and 3.

model with molecular elongations xk = 2.75 and 3. As found for the I-N tran-
sition, the NS transition pressure is seen to be higher in the HE than in the
HGO model. The full phase diagram of the HGO model is shown in Fig. 5.10
in the range of molecular elongations 1 < k < 10. As expected, the behaviour
is similar to that exhibited by the HE model. A crystal phase is stable at
high pressures. For hard spheres, the stable crystalline structure is known
to correspond to an ABC stacking of the dense molecular planes. According
to our results, it seems that a small degree of non-sphericity is sufficient to
promote the stability of the AB stacking at high pressure. Upon expansion
from high pressure, the solid undergoes a structural transition involving an
AB-to-ABC restacking of the molecular planes. This transition is found to be
first order and accompanied by a very small density discontinuity. The dif-
ference in free energy between these two structures is correspondingly small
at the transition. For small molecular anisotropies, the ABC solid undergoes
a further transition involving an orientational melting. The translational or-
der, as well as the structure, is preserved in the low-pressure plastic solid
phase. The stability of this phase is limited to the range v < 1.43. For larger
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Figure 5.10: The phase diagram of the HGO model in the P*—x plane. The
filled circle locates the N—S transition at k = 10 as obtained from free energy
calculations.

molecular anisotropies, the ABC crystal melts directly into a fluid phase.
The nature of this fluid phase depends on the molecular elongation. It is
a usual (orientationally disordered) molecular fluid phase if x < 2.3, and
nematic for larger elongations. These two particular values of the molecular
elongation define the location of the I-PS-S (k = 1.43) and I-N-S (k = 2.3)
triple points.

5.6 Conclusions

It was concluded in the previous chapter that the phase diagram of the
HGO model includes regions of stability of I, PS, and S phases for small
molecular elongations in the range x < 2. The PS phase was found to be
stable for k < 1.43(1), while for larger values of k, the solid phase was
found to melt directly into an isotropic fluid. In the present chapter we
have shown that the HGO model exhibits a nematic phase between the I
and S phases for molecular elongations x > 2.3. The main goal in this
chapter has been to investigate the nematic-solid transition in this range.
We have first determined the equations of state at appropriate values of
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the molecular elongation from MC simulation in the NPT ensemble. The
corresponding N-S transitions have then been located from the computation
of the free energy of each phase, using for this purpose different techniques.
Two possible crystalline structures, with ABC and AB stacking, have been
considered for the solid phase. The relative stability of these structures has
been investigated. We have found that the difference in free energy between
these two structures is small, as expected. The AB structure is stable at high
pressure and the ABC structure turns more stable at lower pressures, where
the melting to the nematic phase takes place. Finally, the N-S coexistence
line has been traced out for different values of the molecular elongation in
the range of interest by using the Gibbs-Duhem method.

A nematic phase has been previously reported in simulation studies of
closely related hard-core systems of HEs, and HSCs. However, there are sig-
nificant quantitative and qualitative differences among these models when-
ever the molecules become increasingly non-spherical. Frenkel and Mul-
der [11] report that the nematic phase becomes stable for elongations larger
than x ~ 2.75 for a system of HEs; by contrast, significantly larger elon-
gations (k > 4.7) are required to stabilize the nematic phase in a system
of HSCs. Moreover, this phase is preempted by the onset of smectic-like
ordering for elongations x > 4.1. This is in sharp contrast with the phase
behaviour of the HE and HGO models, for which no smectic phase has ever
been reported. According to theoretical predictions of Holyst and Poniewer-
ski [102], a system of HCs will exhibit nematic behaviour at all values of the
molecular elongation.

According to the above discussion, it becomes apparent that not only the
molecular elongation, but also the molecular shape is a relevant molecular
parameter that determine the phase behaviour of hard-core models. This
is to be compared with the conclusion of the previous chapter, where the
molecular shape was quoted to play a secondary role for small molecular
elongations. Finally, the results included in this chapter emphasize even
more the similarities (as well as the differences) between the HE and HGO
models.
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Chapter 6

HGO model with attractive
interactions

A computer simulation study of a thermotropic liquid crystal model appro-
priate for elongated molecules is presented in this chapter. The repulsive in-
teractions are represented by the HGO model, already described in previous
chapters, while the attractive interactions are modelled by a spherically sym-
metric square well. This model will be referred to hereafter as the HGOSW
model. This model reduces to the HGO model when the attractive interac-
tions are turned off. For the particular set of molecular parameters considered
here, the HGOSW model is found to exhibit isotropic fluid, nematic, smec-
tic, and solid phases depending on the thermodynamic conditions. We find
that the nematic range increases with increasing temperature. However, the
smectic phase only appears to be stable over a limited region in the phase
diagram.

It should be stressed that, according to the results described in the pre-
ceding chapters, the HGOSW model does not give rise to smectic behaviour
in the absence of attractive interactions. Though the model includes the
attractive interactions at a very basic level, we hope to assess the relative
importance of the attractive interactions in stabilizing liquid crystal phases.

6.1 Introduction

It was argued for some time that attractive interactions were the only re-
sponsible for the formation of the smectic phase. This was probably based
on the fact that most smectics in Nature are strongly polar. This view was
reinforced by one of the first molecular theories due to McMillan [104]. This
is an extension of the successful Maier-Saupe theory of nematics to include
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a description of the positional ordering that characterizes the smectic phase.
McMillan’s theory neglects repulsive interactions and therefore arrives to
the conclusion that the formation of the smectic phase is exclusively due
to anisotropic attractive interactions. One of the most salient features of
McMillan’s theory is that the nematic-to-smectic transition is predicted to
be either first order or continuous depending on the temperature and model
parameters. Though McMillan’s theory makes a number of numerical ap-
proximations, we have recently shown that a full version of the theory leads
to similar conclusions [105]. We should mention that phase diagrams qualita-
tively similar to those emerging from McMillan’s theory have been reported
in experiments [106].

On the other hand, computer simulation studies of hard-core molecular
models performed in the mid 80s, had clearly demonstrated that systems with
purely repulsive interactions are able to stabilize the nematic phase. The
seminal work by Frenkel and Mulder [11] on simulation of HEs gave way to a
renewed interest on liquid crystals, particularly in the theoretical community.
Though a certain degree of non-sphericity was seen to be required to stabilize
the nematic phase,! it soon became clear that the particular molecular shape
also played an important role. Simulation of freely rotating HSCs [70, 95,
96, 101] demonstrated that the smectic phase can be stabilized in systems
characterized by purely repulsive interactions. The full phase diagram of the
HSC model was determined by Bolhuis et al. [70], who stablished that the
smectic phase becomes stable for molecular elongations £ > 4.1; in addition,
the nature of the nematic-to-smectic transition was found to change from
first order to continuous at k & 6 (tricritical point). These observations were
the starting point of a number of theoretical investigations (mostly based
on a density functional approach) that attempt to understand the nematic-
smectic transition in terms of excluded-volume effects [107-112].

Molecular models that include anisotropic repulsions as well as attractive
interactions have also been considered for the investigation of liquid crystals,
the Gay-Berne model [86] probably being one of the most succesful [97-100].
However, the attractive and repulsive contributions in the model can not
be separated in a simple way. As a result, it is not straightforward to un-
derstand what effects should be ascribed to one or the other of the contri-
butions. Related molecular models consider a hard core with ellipsoidal or
spherocylindrical shape embedded in a spherical square well [113-119] (these
are sometimes known as “convex-peg” models). The range of the attractive

180 far, no smectic phase has ever been reported for a system of HEs. Though this
observation is not theoretically forbidden, it seems very unlikely that a smectic phase is
stable in such a system.
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interactions A in these models is always taken to be A\ > L, with L being
the long molecular axis. In spite of their simplicity, these models split the
repulsive and attractive contributions of the interactions in a natural way.
Tjipto-Margo and Evans [113] have incorporated the convex-peg model into
a van der Waals theory and determined the global phase diagram, which
is characterized by nematic-vapour, nematic-isotropic and vapour-isotropic
coexistence. This model has also been considered by Williamson [115] in a
perturbation theory, finding good agreement with Gibbs ensemble simulation
data of de Miguel and Allen [120]. No smectic phase has been reported for
these models.

A recent study of a thermotropic model consisting of parallel hard el-
lipsoids with square-well attractive interactions has been undertaken by del
Rio and de Miguel [13]. At variance with the previously considered convex-
peg models, these authors consider shorter attractive ranges D < A\ < L
They use a density functional theory in which the hard-core contributions
to the free energy functional are treated within a non-local weighted density
approximation and the attractive contributions are considered at a mean-
field level. The smectic phase is predicted to be stable for sufficiently large
values of the range of the attractive interactions. The nematic-to-smectic
transition is found to be first order at low temperatures and continuous at
high temperatures. Also, the range of the smectic phase is seen to decrease
with increasing pressure. No smectic phase is predicted if the pressure is too
large or the attractive range is made too large. These results highlight the
importance of the attractive interactions in stabilizing the smectic phase.

6.2 Model potential

We consider a system of N axially symmetric molecules characterized by pair
interactions of the form

U(T) = Upep(T) + Unge (T)

where r is the intermolecular vector. u(r),ep and u(r)ae represent the repul-
sive and attractive interaction energy, respectively. A schematic representa-
tion of the model is given in Fig. 6.1. The repulsive part is represented by
the HGO model, already described in chapter 4. The explicit expression of
the repulsive pair interactions is

[ ifTSU(f',ﬁiaﬁj)a
Urep(T) = { 0 ifr>o(r,w,0;), o
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Figure 6.1: Schematic representation of the HGOSW model.

where o (T, 0;, 4;) is the distance of closest approach between a pair of molecules,
which was defined in chapter 4 [c.f. Eq. (4.3)].

The attractive interactions are modelled by a spherically symmetric square
well

—e ifo(r,u,u;) <r <A\,
Uatt(r) = { 0 lfT’(> A J) (62)

where A\ is the range of the attractive interactions, and e represents the
strength of the attractive interactions, which sets a natural energy scale of
the interactions. As a consequence, and at variance with the HGO model,
the temperature will become a relevant thermodynamic parameter that en-
ters into the description of the phase behaviour of the HGOSW model. Con-
sidering that D is the minimum distance between a pair molecules, the range
of the attractive interactions is subject to the constraint A > D.

We limit ourselves to model parameters k = 5, and \/D = 1.5. For
comparison, we recall that in the absence of attractive interactions, the sys-
tem shows isotropic, nematic, and solid phases depending on the value of
the pressure: the I-N transition takes place at SPD? = 0.996, and the N-S
transition occurs at 3PD? = 5.47(23).
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6.3 Simulation details

6.3.1 Generalities

All the simulations are performed in the NPT ensemble. The Metropolis
algorithm used to sample this ensemble was described in §2.2.3. This sam-
pling involves translational, rotational, and volume moves. Depending on
the nature of the phase, we use different algorithms to sample the volume
according to the input pressure. We use LvOL1 for the isotropic and ne-
matic phases, LvOL2 for the smectic phase, and LvOL3 for the solid phase.
The corresponding acceptance probabilities for the volume moves are given
in Egs. (2.17) and (2.19). The algorithm is essentially the same as the one
used for the simulation of HGO systems, the main difference being that the
temperature enters explicitly into the probability of generating microstates.

We consider systems consisting of N = 1008 HGOSW molecules with
k =5 and A\/D = 1.5. The phase behaviour of the HGOSW model has
been explored by changing the pressure along a constant-temperature path.
For each isotherm, a low-density isotropic configuration is first equilibrated
and subsequently compressed up to high pressures. A second sequence of
simulations is started at high pressure where the solid phase is expected to
be thermodynamically stable. The initial solid configuration is generated
from an ideal lattice consisting of 6 layers, each with 12 x 14 molecules,
parallel to the x-y plane of the simulation box with in-layer hexagonal order
of the molecular centers of mass. The layers are stacked along the z axis
following an ABC pattern. No simulations have been performed for other
crystalline structures. After equilibration, the initial crystalline configuration
is slowly expanded at constant temperature. A number of simulations along
constant-pressure paths has also been considered. In this case, simulations
are started from a crystalline structure at low temperature, and the system
is subsequently heated at constant pressure in small jumps in temperature.

The simulations are organized in cycles, each cycle consisting of N at-
tempts to translate the molecules, IV rotational attempts, and several volume
moves depending on the particular phase. At any input pressure and tem-
perature, the system is first allowed to equilibrate for at least 2 x 10° cycles,
followed by a further stage of 2 x 10° cycles where properties of interest are
monitored, including the number density, configurational energy, enthalpy,
and order parameters.

All quantities are reported in reduced (dimensionless) units, using D and
¢ as the length and energy scales. Explicitly, we define the reduced pres-
sure, P* = PD?3/e; temperature, T* = kgT'/s; number density, p* = pD?;
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configurational energy per particle, u* = U/(N¢); and enthalpy per particle,
h* = H/(Ne). The reduced range of the attractive interactions is defined as
A= \/D.

6.3.2 Order parameters

The HGOSW model is expected to exhibit orientational order at appropriate
thermodynamic conditions. The onset of orientational order is analyzed in
terms of the orientational order parameter S defined in Eq. (4.4). Monitoring
S will allow us to determine whether the isotropic phase (S ~ 0) turns into
an orientationally ordered phase (S # 0).

An additional order parameter must be defined to characterize the smectic
phase.? In addition to the orientational order, this phase exhibits a layered
structure with no in-plane positional order of the molecular centers of mass.
The smectic layers are perpendicular to the director (average direction of
molecular alignment). There is no unique definition for the smectic order
parameter. Our definition is based on the fact that the smectic phase is
characterized by a density modulation along the director. This density wave
can be characterized by a translational order parameter 7(¢q) defined as

7(q) =| {exp(igry)) |, (6.3)

where ¢ = 27/d is the wavevector associated with the wave modulation, with
d being its spatial periodicity (i.e., the spacing between consecutive smectic
layers). 7 in Eq. (6.3) corresponds to the projection of the intermolecular
vector onto the director. The angular brackets involve an ensemble average,
as well as an average over all molecular pairs of the system. The main problem
with expression (6.3) is that d is not known beforehand. This is avoided by
calculating 7(q) for a set of values of ¢ (we typically use 50 values of ¢). If
(max 18 the value of ¢ that maximizes (6.3), the smectic order parameter, T,
is defined as 7 = 7(qmax); the associated value dyax = 27/Gmax corresponds
to the smectic spacing. This definition ensures that 7 = 1 for a perfectly
layered phase along the director, and 7 = 0 in the absence of translational
order along the director.

One should note that the smectic order parameter 7 allows one to dis-
criminate between nematic and smectic behaviour, but does not distinguish
between the smectic and solid phases (both phases are characterized by a

2There are many types of smectic phases which differ in a number of subtleties. We
are describing here the simplest smectic phase, which is denoted as SmA. Additional order
parameters are required to characterize other smectic phases.
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density modulation along the director). For this purpose, we monitor the
bond orientational order parameter W defined in Eq. (4.6). Values of Vg
close to one are appropriate for a solid with hexagonal in-plane order, while
values of Wg ~ 0 are the signature of the SmA phase (no in-plane transla-
tional order). We also keep track of the order parameter (V4)!, defined in
Eq. (4.5), in order to check for possible partial (incomplete) melting of the
crystalline layers.

6.4 Isotherm 7% =2

Two series of NPT simulations are performed in order to investigate the
phase behaviour of the HGOSW model with parameters x =5 and \* = 1.5
along the isotherm 7™ = 2. One series is started from a low-density isotropic
configuration equilibrated at a pressure of P* = 0.05. A second series is
started from a crystalline configuration equilibrated at a pressure of P* = 15.
We next analyze our simulation results.

6.4.1 Isothermal compression

The compression series is started from a random configuration at a pressure
of P* = 0.05. The system is found to be orientationally disordered, as ex-
pected at such low pressure, with a value of S = 0.0265(1). We show in
Fig. 6.2(a) the behaviour of the order parameter S upon isothermal com-
pression of the initial isotropic fluid configuration in small jumps in pressure.
The order parameter is seen to undergo a sudden jump at a value of the
pressure of P* = 1.95; beyond this pressure, S increases with pressure from
a value of S = 0.60. This is an indication that an orientational disorder-
order transition has taken place in the system. The nature of the ordered
phase is identified as nematic after noticing that the system does not de-
velop a layered structure along the director, i.e., 7 &~ 0 in this region. The
isotropic-to-nematic (I-N) transition also shows up as a discontinuity in the
pressure vs density representation of the simulation data. This is shown in
Fig. 6.2(b). The density change at the transition is small, as expected for a
weakly first-order transition. Also as expected, histeresis effects are observed
at the I-N transition: when a nematic fluid configuration is slowly expanded
from P* = 2.30, the orientational order parameter vanishes at a pressure of
P* ~ 1.85. The exact location of the transition pressure requires computa-
tion of the free energy of the isotropic and nematic phases. We will come to
this point later.

When the nematic phase is further compressed, a new transition seems
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Figure 6.2:  (a) Variation of the orientational order parameter S vs pressure
P* and (b) P* vs density p* for the HGOSW model with parameters x = 5 and
A* = 1.5 at temperature T* = 2 in the I and N regions. Continuous lines are fits
to the simulation data. Filled squares indicate the location of the I-N transition.
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to take place at about P* &~ 2.90. The variation of the pressure with density
upon compression in this region is shown in Fig. 6.3(a). The signature of
this transition is a discontinuity in the slope of the equation of state, which
becomes evident in the scale of the figure. The behaviour of the smectic
order parameter 7 in this region is shown in Fig. 6.3(b). This indicates
that the nematic phase gives way to a layered structure at P* ~ 2.90. The
bond-orientational order (not shown in the plot) is seen to be Ug ~ 0 in the
high-pressure side of the transition. We therefore conclude that the nematic
phase develops smectic ordering upon compression.

According to our simulation data, we are not able to find a measurable
density change at the N-SmA transition.? In addition, our simulation results
obtained along the expansion series (to be discussed later) do not show any
(measurable) sign of histeresis about the N-SmA transition. Thus, the tran-
sition appears to occur in a continuous way. The approximately continuous
behaviour of 7 in the transition region [see Fig. 6.3(b)] seems to support our
conclusion. From our simulation results, the N-SmA transition takes place
at P* = 2.90(2), p* = 0.15482(23). We also note that no change in the
orientational order parameter S is detected at the N-SmA transition.

We now proceed to the computation of the free energy of the isotropic
and nematic phases in order to locate the I-N transition. Thermodynamic
integration is used to calculate the absolute Helmhotlz free energy of the
isotropic phase at an arbitrary density. Referring to Eq. (2.47),

*

f(p")=np" —1+/Op [Z(p™) — 1] 4o

p*/ :
A total of 21 state points in the range of pressures 0.05 < P* < 1.875 is used

to fit the simulation values of Z in the isotropic branch to a polynominal in
p* of the form

(6.4)

Z(p) = ai(p) "
i=1
In order to reproduce the low-density limit of Z, we set a; = 1 and determine
the rest of coefficients from a linear least-square method [24]. The fitting
coefficients are given in Table 6.1.

We are assuming in Eq. (6.4) that the reference state is the ideal-gas state.
As explained elsewhere in this work, this choice is not appropriate for the ne-
matic phase. Our calculation of f,f at a nematic reference state p;.; involves

3If there were a finite density jump at the N-SmA transition, it would be smaller than
~ 0.0003, which is the typical error associated with the densities in this region.
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Figure 6.3: (a) Variation of pressure P* vs density p*, and (b) smectic order
parameter 7 vs P* for the HGOSW model with k = 5 and A* = 1.5 at temperature
T* = 2 in the N and SmA regions. Continuous lines are fits to the simulation data.
The filled square indicates the location of the N-SmA transition.
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Table 6.1: Fitting coefficients of the simulation data for the compressibility factor
Z to a polynomial function of p* for the different phases observed for the HGOSW
model at T = 2.

a,,  isotropic nematic smectic A solid

ay 1 18.99178 143.59042 —584.447872
o 6.10995 —136.55019 —2229.15028 8946.36318
as —9.68480 —199.80886 11639.9234 —45534.4867

ay 65.04879  4383.47891  —18346.849 78916.766
as —149.74838

the computation of the change in free energy along the following artificial
path: (a) slow application of an external orienting field [see Eq. (2.52)] of
intensity A. at constant density pf,; (b) expansion of the system at constant
T* and A. down to low densities (or pressures). The value of A. is chosen
so that the low-density state exhibits nematic behaviour in the presence of
the external field. For the present application, the choice A\, = 4¢ guarantees
that no transition from the nematic phase takes place along the above path.*
fret 18 given by

dp*
p*

IR Y,
— d\ in” 6, .
NT /0 Z sin” 6; )\ : (6.5)

i=1

p;‘ef
Jret = Inply —1+1.13945 + / [Z(p*) — 1]
0

where the first line includes the extra (analytical) contribution due to an
external field of intensity A. = 4 ¢ [see Eq. (2.56)]. We choose p¥,; = 0.14584.
The integration of Z(p*) in the presence of the external field is computed
by considering a fit of the simulation data (total of 24 state points in the
integration range) to a polynomial in p*. We find a similar problem here to
the one already discussed in other parts of this work: there is a systematic
error in this calculation associated with the particular number of terms con-
sidered in the fit. We find a value of 3.061(19), where the error accounts
for the systematic error. The final contribution in Eq. (6.5) corresponds to
the reversible work when the external field is switched off at constant den-
sity pl; this is computed from a Gaussian quadrature, with a total of 10

4The choice of A, has to be made with some care. Too large a value of A, may promote
the formation of a SmA phase somewhere along the path. We have carefully checked that
the system does not exhibit a transition to the SmA phase along the artificial path.
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Table 6.2: Coexistence properties at the I-N transition of the HGOSW fluid model
at T% = 2.

P1 PN P* g
0.11755 0.12183 1.783 8.793

constant-density simulations being performed in the integration range. We
find a value of —0.1986(28). Adding up all of the contributions, we obtain
fret = 2.862(19).

Once we have the free energy of the nematic reference state at our dis-
posal, the free energy of the nematic phase at any density p* follows from
the usual relation

p* do*'
f(p*) = fref +/ Z(p*/) pp*, . (66)

*
Pref

The above integration is performed by fitting the values of Z in the nematic
branch to a polynomial expression in p*. A total of 20 nematic states have
been simulated in the range 1.90 < P* < 2.90. The corresponding coefficients
have been collected in Table 6.1. The [-N transition properties are obtained
after solving the coexistence conditions

g(pr) = g(px),
P*(pi) = P*(pX) (6.7)

for the coexistence densities p{ and pf;, where we have considered the thermo-
dynamic relation g(p*) = f(p*) + Z(p*) for each phase. The corresponding
transition properties are gathered in Table 6.2. According to the data in-
cluded in that table, the I-N transition at 7" = 2 is accompanied by a
density gap of about 3.5%. This is larger than the values typically found
in experiments, but quantitatively similar to the value found in computer
simulation of related molecular models.

6.4.2 Isothermal expansion

In principle, one might expect the onset of crystalline order if the SmA
phase is compressed up to sufficiently high pressures. However, we have not
observed spontaneous freezing of the SmA liquid. In order to investigate the
stability of the SmA phase relative to the solid, we start from a crystalline
configuration at high pressure and follow the behaviour of the system upon
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expansion. This expansion series is started at P* = 15. Details about the
initial configuration were given earlier in §6.3.1.

The equation of state (pressure vs density) resulting from the isothermal
expansion of the solid phase at T* = 2 is shown in Fig. 6.4(a). No structural
transition to a different crystal structure is observed along the simulation
series. The solid structure turns mechanically unstable at pressures below
P* =5.25. The nature of the low-pressure phase becomes apparent after an-
alyzing the variation of the order parameters along the expansion series. This
is shown in Fig. 6.4(b). Vg is seen to vanish discontinuously at P* = 5.25; the
low-pressure phase exhibits orientational order (S &~ 0.94) and also smectic-
like order (7 =~ 0.70). According to our data, the solid gives way to a SmA
liquid, and the corresponding melting transition is first order. We find that
the director does not change orientation across the transition; moreover, it
keeps the same (0,0,1) orientation as the SmA is further expanded. The or-
der parameter 7 is seen to decrease steadily as the input pressure decreases.
Interestingly, we find that smectic ordering is lost (values of 7 ~ 0) at the
same thermodynamic conditions at which the N-SmA was located in the
compression series: no histeresis seems to accompany this transition.

The location of the SmA-S transition requires the calculation of the free
energy of each phase. As the N-SmA transition is continuous, one may get
the free energy of the SmA phase directly from the free energy of the nematic
phase. More explicitly, we write for the SmA phase

(P = gr + / 2P (6.8)

*
ref

*

where the N-SmA transition pressure P%; = 2.9 is chosen as reference state.
The free energy at this pressure is obtained from the corresponding nematic
expression given in Eq. (6.6). Data from 23 constant-pressure simulations in
the range 2.9 < P* < 5.6 are used to fit the compressibility factor of the SmA
phase to a polynomial in P*. The fitting coefficients are given in Table 6.1.

P* = 12 is selected as the reference state for the solid phase. The EC
method is used to compute the free energy at this pressure. Owing to the
presence of the attractive interactions, the practical implementation of the
method differs slightly from the way it was used in previous chapters for the
HGO model. An schematic representation of the integration path that links
the target solid with the ideal EC is depicted in Fig. 6.5.

One starts from the non-interacting EC with the same structure as the
target equilibrium solid, and with fixed center of mass. We recall that this
state is parametrically defined in terms of a single parameter &, such that the
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Figure 6.4: (a) P* vs density p* for a system of HGOSW molecules with model
parameters Kk = 5 and A* = 1.5 at temperature T* = 2. Continuous lines are fits to
the simulation data. Filled squares indicate the SmA-S transition. (b) Variation
of the bond orientational order Wg with pressure.
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Figure 6.5: Schematic representation of the integration path that links the
HGOSW solid with a non-interacting EC with fixed center of mass (reference
state).

translational and rotational couplings are written as A; = £ and A\, = 10§,
respectively. The thermodynamic path involves the following steps:

1. Connecting the hard-core interactions (parameter y). The correspond-
ing free energy difference Af, is calculated in an expanded ensemble
simulation, as done in previous chapters for the HGO solid.

2. Switching on the attractive interactions (parameter €). The free energy
difference Af. is computed from parametric integration, using ¢ as
the integration parameter. As shown next, this contribution can be
considered analytical for the present application.

3. Switching off the translational and rotational couplings (parameter ).
The free energy difference Af, is computed from parametric integra-
tion, with ¢ being the integration parameter. This contribution is cal-
culated from a 10-point Gaussian quadrature.

4. Correcting for having fixed the center of mass. The corresponding
contribution Af°M is analytical [see Eq.(2.61)].

When comparing with the implementation of the EC method for the HGO
solid, the only new contribution involves A f.. We define the (dimensionless)
energy parameter ¢* = ¢/(kgT).> Using parametric integration (see §2.3.1),

S¢* is nothing else but the inverse of the reduced temperature, ¢* = 1/T*. This

parameter is introduced for convenience.
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one can write for the Helmholtz free energy

F(e*) = F(0) + /0 de* (gf) .

The above derivative is taken at constant density and keeping fixed the rest
of parameters upon which the interaction potential &/ may depend. Using
the fundamental relation F' = —kgT'In @), it is straightforward to arrive to

*

Af= 1)~ 10 = [ =), (6.9)

where, as usual, f = F/(NkgT), and u* = U/(Ne¢) is the reduced energy
per particle. The angular brackets denote an ensemble average at fixed £*.9
In principle, the integrand in Eq. (6.9) depends on ¢*. However, (u*) is
not expected to change if one recalls that the attractive interactions are
switched on for the interacting EC system. Using n to denote the number of
molecules that are within the range A of the attractive interactions from any
arbitrary molecule of the system, one should expect U = (U) = (—n/2)Ne.
As discussed above, the reduded energy (u*) = —n/2 must remain constant
along the integration path, which allows us to express Eq. (6.9) as

Af. =—(n/2)e".

For the present application, where the attractive interactions are short ranged
with A* = 1.5, it is easy to realize that n = 6.

Finally the free energy of the reference solid state point can be expressed
as:
F= S AF AL AL AFON,

A ng is calculated from a 10-point Gaussian quadrature. We show in Fig. 6.6
the variation of the integrand in A fECM with the variable u defined in Eq.
(4.12) as obtained from NVT simulation. Af™ is calculated in an expanded
ensemble simulation consisting of 5 x 10* cycles for equilibration and 5 x 10°
cycles for accumulating run averages.

The contributions to the free energy of the reference solid state point
are given in Table 6.3. By solving the coexistence conditions we obtain the
coexistence properties at the S—-SmA transition. In Table 6.4 we give the
corresponding coexistence values.

6This expression is fully equivalent to the expression that gives the free energy difference
between two states at different temperatures linked by a constant-density path [see for
example Eq. (2.65) in Allen and Tildesley [4]].
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Figure 6.6: Variation of the integrand with the integration variable u in the 10-
point Gaussian quadrature for the computation of A ng for the HGOSW solid.
The line is a guide to the eye. Error bars are smaller than the size of the symbols.

Table 6.3: Contributions to the free energy of a HGOSW solid at P, = 12 and
T = 2.0. flgé\/[ is the free energy of the ideal EC with fixed center of mass, and
coupling constants A\ = 1500 and A, = 10\;. The meaning of each term is given

in the main text.

)\t ]g(ljv[ Af)SM Ang AfCM Afe fref
1500 19.5525 0.00626 —8.7495(75) —0.0117 —1.5 9.2976(75)

Table 6.4: Coexistence values at the S-SmA transition of a system of HGOSW
molecules with k = 5, and A\* = 1.5 at T = 2.

Y
0.19079 0.19674 5.562 20.355
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Figure 6.7: Pressure P* vs density p* at temperatures 7" = 1 (circles) and

T* = 1.15 (squares). Pressure is expressed in units of P* = PD3/e, the density
p* = pD3, and the temperature T* = kgT'/e. The error bars are smaller than the
size of the symbols. The solid lines are a guide to the eye.

6.5 Other isotherms

In Fig. 6.7 we present the simulation results along the isotherms 7" = 1 and
1.15. The equation of state (P* vs p*) at temperature 7* = 1 is determined by
expanding the system from a solid configuration at P* = 4 down to pressure
P* = 0.60. The solid structure turns mechanically unstable at P* = 1.75 and
gives way to a smectic-like phase. The bond orientational order parameter
Py is seen to vanish discontinuously at this pressure, as shown in Fig. 6.8.
On further expanding the system, the smectic ordering turns unstable at
P* =0.70. Below this pressure, both S and 7 are approximately zero, which
indicates that the low-pressure phase is an isotropic fluid (see Fig. 6.8). At
variance with the results included in the preceding section, no nematic phase
is observed when the SmA is expandend isothermically at low temperature.

The behaviour of the system at 7" = 1.15 is seen to be very similar
to that observed at 7" = 1. The simulation series is started from a solid
configuration at P* = 2.70. The solid phase is seen to become mechanically
unstable at P* = 2.30. Below this pressure, the system develops smectic-like
ordering. When the smectic phase is further expanded, a melting transition is
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Figure 6.8: Variation of the orientational order parameter S (circles), positional
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Figure 6.9: Pressure P* vs density p* at temperatures 7% = 1.25 (lower curve)
and T* = 1.5 (upper curve). Pressure is expressed in units of P* = PD3/e, the
density p* = pD3, and the temperature T* = kgT/e. Solid lines are a guide to the
eye. The error bars are smaller than the size of the symbols.

observed to occur at P* = 0.97, the low-pressure phase being identified once
again as an isotropic fluid. We show in Fig. 6.8 the corresponding variation
of the order parameters with pressure.

The equations of state at slightly higher temperatures, 7" = 1.25 and
T* = 1.5, are presented in Fig. 6.9. At these temperatures the nematic phase
becomes stable between the isotropic and smectic phases. The equation of
state along the isotherm 7™ = 1.25 is obtained from expansion of a solid
configuration at pressure P* = 6 down to pressure P* = 1.06. The solid
phase becomes unstable at P* = 2.70, giving way to a SmA fluid. The system
keeps a layered structure down to a value of the pressure of P* = 1.15. At
this pressure, the system turns nematic, as is indicated by the fact that the
positional order parameter 7 vanishes (see Fig. 6.10) but the orientational
order parameter is non-zero. The director of the phase remains aligned with
the z direction of the simulation box along the SmA phase; its direction is
seen to change when the melting to the nematic phase takes place. The
nematic phase is observed over a very short range of pressures. In particular,
an isotropic fluid is observed at pressures below P* = 1.08. Whether or
not the nematic phase is actually stable at this temperature can only be
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determined from free energy considerations. We have performed a second
simulation series compressing the system from a low-density isotropic fluid
configuration at pressure P* = 0.05 up to P* = 1.16. The isotropic phase
develops nematic ordering at pressures above P* = 1.10. As expected, we
find histeresis around the I-N transition.

A very similar behaviour is found at T = 1.5. Expanding the system from
the solid phase at P* = 10, the bond orientational order parameter vanishes
at pressure P* = 3.20 but the positional order parameter, 7 = 0.764(29), is
still high, which indicates a solid-to-smectic transition. Smectic ordering is
observed down to a pressure of P* = 1.55, where the SmA phase becomes
unstable against the N phase. At this temperature, the nematic range is
slightly wider than that reported earlier for the isotherm 7% = 1.25. In
particular, the nematic liquid gives way to an isotropic liquid at P* = 1.30,
this being accompanied by a discontinuous jump of the orientational order
parameter to S ~ 0. According to our results, the system only develops
nematic ordering above a certain temperature that sets the location of an
[-N—SmA triple point. This point should be located around 7™ ~ 1.15.

We infer from Fig. 6.10 that the nematic-to-smectic transition is first or-
der along the isotherm 7™ = 1.25. At this temperature, the positional order
parameter 7 seems to undergo a discontinuous jump at the transition. On
the other hand, the N-SmA transition appears to proceed in a continuous
way at a higher temperature of 7% = 1.5, as is inferred from the behaviour
of 7 in the neighbourhood of the transition. We recall that a similar be-
haviour was quoted before at even higher temperature (7 = 2). According
to these results, the HGOSW model exhibits a tricritical point (7%.) along
the N-SmA coexistence line where the transition changes from being first
order (if 7' < Ti.) to continuous (if 7" > Ti.). The tricritical point must be
located somewhere in the range 1.25 < T}; < 1.50.

The smectic range is seen to decrease with increasing temperature; as a
consequence, one might anticipate that the SmA phase will disappear at high
temperatures or high pressures. This should not be surprising considering
that the repulsive interactions are expected to dominate over the attractions
in the high-temperature regime. In this limit, the HGOSW model should
behave in a similar way as it does the HGO model”. This point has been
explicitly corroborated from simulations of HGOSW systems at T* = 3.75
(Fig. 6.11). We start from a solid configuration at pressure P* = 15 and
expand the system in small pressure steps. Vg and 7 are found to vanish

"As argued in previous chapters, no smectic behaviour is expected in a system of HGO
molecules.
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Figure 6.10: Variation of the positional order parameter 7 with pressure in the

region where the SmA—-N transition takes place along the isotherms (a) 7™ = 1.25,
and (b) T* = 1.5. The solid lines are a guide to the eye.
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Figure 6.11: Pressure P* vs density p* at temperature T* = 3.75. The pressure
is expressed in units of P* = PD3 /¢, the density p* = pD?, and the temperature
T* = kpT'/e. Solid lines are a guide to the eye.

simultaneously at P* = 11.70, while S is non-zero. Thus, the solid has not
melted into a SmA liquid, but into a nematic liquid. Further evidence follows
from series of NPT simulations performed along constant-pressure paths. We
show in Fig. 6.12 the simulation results obtained along the isobars P* = §, 10,
and 12. In all cases, we start from a solid configuration® and heat the system
in small steps in temperature, focusing on the solid-to-smectic transition.
According to our results, the solid melts into a SmA fluid at temperature
T* =~ 2.7 (P* =8), and T* ~ 3.2 (P* = 10). At higher temperatures, the
SmA phase melts into the nematic phase. At the highest pressure considered
here (P* = 12) the HGOSW solid does not melt into the smectic phase, but
it does into a nematic liquid at T* = 3.7. At this temperature, both ¥4 and
7 jump simultaneously to zero in a discontinuous manner.

8We took care that these were well-equilibrated configurations deep in the solid phase,
far from the transition
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Figure 6.12: Variation of the number density p* with temperature T* along the
isobars P* = 8, 10, and 12 showing the solid (up triangles), smectic (squares), and
nematic (circles) phases. The solid lines are a guide to eye.

6.6 Solid-smectic A transition

According to our simulation results, the solid-to-smectic transition is first
order, as expected. In order to determine the SmA-S coexistence line in
the P*~T™ plane, we integrate the Clausius-Clapeyron equation along the
coexistence line. As shown in §2.6.1 [cf. Eq. (2.69)], this equation can be
written as

dpP Ah

where Ah and Av are the change in enthalpy and volume per particle at the
transition. We consider simultaneous NPT simulations of the two coexisting
(SmA and S) phases consisting on 2 x 105 cycles for equilibration and 2 x 10°
additional cycles to accumulate averages of h and v. The above first-order
differential equation is numerically integrated by using a fourth-order Runge-
Kutta algorithm. If AT is the integration temperature step, the solution can
be expressed as [cf. Eq. (2.70)]

AT
P,=PF, + 7(@)1 + 20y + 205 + D),
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Figure 6.13: Partial phase diagram of the HGOSW model in the P*~T* plane
showing the I-SmA, I-N, N-SmA, and SmA-S coexistence lines for molecular
parameters £ = 5, and \* = 1.5. The filled square represents the S—-SmA—N triple
point.

where P, and P, are the old and new pressures at temperatures 7T, and
T, = T, + AT, respectively. As explained in §2.6.1, ®; (i = 1,...,4) are
the right-hand side of Eq. (6.10) evaluated at appropriate temperatures (see
further details in §2.6.1).

The starting point for the Gibbs-Duhem integration is chosen to be the
SmA-S transition pressure at 7% = 2. The integration is performed by
considering small temperature steps AT for increasing (AT > 0). It is
observed that the translational order parameter 7 of the SmA phase de-
creases smoothly with increasing temperature along the coexistence line. At
T* = 4.4, T vanishes but the system preserves the orientational order. This
point sets the location of a S-SmA-N triple point: for higher temperatures,
the SmA phase is no longer stable and the solid phase melts directly into
the nematic phase. This finding may seems at odds with the data included
by the end of the previous section. We claimed there that no SmA phase
is observed at a temperature T* = 3.75, which is below the quoted value of
the triple-point temperature. There is no contradiction if one bears in mind
that a solid can be overheated beyond the melting transition. As a result,
the line that sets the limit of mechanical stability of the solid phase is shifted
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towards higher temperatures relative to the actual coexistence line.

The simulation results obtained in this chapter for the HGOSW model
with molecular parameters k = 5, and \* = 1.5 are summarized in Fig. 6.13,
where we show (a partial) phase diagram of the model in the P*~T™* plane. In
addition to the S-SmA coexistence line, we have included the line of N-SmA
transitions as estimated from the pressure at which the transition takes place
along different isotherms.

6.7 Conclusions

In the previous chapters we determined the phase diagram of the HGO model.
It was concluded that the model exhibits isotropic, plastic solid, nematic,
and solid phases depending on the molecular elongation. In this chapter
we have focused on the effect of the attractive interactions, modelled by
square-well interactions, on the phase behaviour of the HGO model. The
temperature now enters into the description of the phase behaviour and, as a
consequence, the stability of the different phases will depend on temperature.
This study has been limited to the HGOSW model with molecular elongation
k = 5, and range of attractive interactions \* = 1.5. The phase sequence
of the model has been investigated from NPT simulations performed along
different isotherms. The simulations have consisted in expansion series from
the solid phase down to low pressure, and compression from a low-pressure
isotropic liquid. Additional simulations along different isobars have also been
performed, where the phase sequence has been investigated by heating a solid
configuration.

The most relevant feature of the HGOSW model is the presence of the
smectic phase. The stability of this phase is entirely due to the attractive
interactions. At temperatures below T < 1.15 the only stable phases are
the isotropic, smectic, and solid phases. Above this temperature the nematic
phase is stable between the isotropic and smectic phases. We conclude that
the I-N-SmA triple point is located at T* ~ 1.15. We have inferred from our
results that the nematic-to-smectic transition changes from first order to con-
tinuous at a tricritical point located somewhere in between 1.25 < T < 1.50.
This point is such that the N-SmA transition is first order at lower temper-
atures and continuous above the tricritical temperature. Free energy cal-
culations have been performed in the isotropic, nematic, smectic, and solid
phases for the isotherm 7™ = 2, and the corresponding first-order I-N and
SmA-S transitions have been located by solving the coexistence conditions.
Once the SmA-S transition has been located at this temperature, we have
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used the Gibbs-Duhem integration method, considering the temperature as
the integration variable, in order to obtain the SmA—S transition properties
at high temperatures. We have established that the region of stability of the
SmA phase is bounded by a S-SmA-N triple point, located at T* = 4.4, and
P* = 17.5. At higher temperatures or pressures, smectic order is no longer
promoted.
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Chapter 7

Conclusions

The main conclusions of this investigation can be summarized as follows:

— Our investigation of the system-size dependence of the free energy of
a hard-sphere solid allows us to conclude that this dependence is not
weak, as claimed by some authors, but strong, as reported by others.
A similar conclusion is seen to apply for a HGO molecular solid and,
possibly, for most molecular solids.

— The dependence of the free energy of a solid with the particular (cubic
vs non-cubic) shape of the simulation box is found to be negligible. We
do find, however, a non-negligible dependence with the orientation of
the close-packed planes with respect to the simulation box. Crystalline
structures with tilted planes are found to yield higher values of the free
energy than structures with dense planes parallel to the faces of the
simulation box.

— We have carried out a thorough investigation of the phase behaviour of
a molecular model (HGO) from computer simulation. The model only
includes repulsive interactions. It is defined in terms of the distance
of closest approach between a pair of molecules and depends on a sin-
gle microscopic parameter, k, related with the molecular anisotropy.
The HGO model is expected to be qualitatively similar to the hard-
ellipsoid model, though the mathematical form of the interactions are
considerably simpler in the former.

— For small molecular anisotropies, the HGO model exhibits a plastic
solid phase at intermediate pressures, and an orientationally ordered
solid phase at higher pressures in addition to the low-density isotropic
fluid phase. The various transitions are always found to be first or-
der and their location is accomplished from the computation of the
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free energy of all the phases. The integration of a generalized Clausius-
Clapyeron equation has allowed us to establish the corresponding phase
boundaries. We have found that the plastic solid phase becomes un-
stable for k > 1.43(1). The topology of the phase diagram in this
region has been found to be very similar to that found for related hard-
core models. This underlines the fact that in this region, the phase
behaviour of hard-core models is mainly determined by the molecular
anisotropy and not by the particular molecular shape.

— For large molecular anisotropies, the HGO model exhibits nematic be-
haviour. This is found to occur for k > 2.3. The stability of the
nematic phase relative to the solid has been proved from free energy
calculations. Two crystalline structures have been considered. Accord-
ing to our simulation results, the ABC structure is more stable in the
region where the solid melts into a nematic liquid. At higher pres-
sures, the solid undergoes a weak first-order structural transition to a
molecular solid with AB structure. The free energy difference between
these structures is small but measurable within the precision of our free
energy computations.

— The explicit consideration of attractive interactions in the HGO model
results in the stabilization of the smectic phase. No smectic phase
should be observed at sufficiently high temperatures or pressures, where
the repulsive interactions dominate over the attractions. This has been
explicitly demonstrated by showing that the region of stability of the
smectic phase is bounded by an (upper) S-SmA-N triple point. Ev-
idence has been given of the existence of another (lower) SmA-N-I
triple point, below which the nematic phase becomes unstable.

From a methodological point of view, the most relevant aspects of this work
can be summarized as follows.

— We have setup a full range of non-trivial simulation techniques for the
calculation of free energies of fluid and solid phases from computer sim-
ulation, including thermodynamic integration, parametric integration,
Einstein crystal, and particle-insertion. These have been applied to
specific molecular models, but can be easily generalized to arbitrary
interaction models. The coexistence boundaries of the models consid-
ered here have been established from the integration of a generalized
Clausius-Clapeyron equation.
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— We have made use of a general perturbative approach for the compu-
tation of the first-order derivative of the free energy with respect to an
arbitrary parameter. The approach is based on the numerical estimate
of the change in free energy associated with small variations of the pa-
rameter which in turn can be expressed as an ensemble average of the
corresponding Boltzmann factor. This has been explicitly used here
for the evaluation of the change in free energy under a change of the
molecular elongation at constant pressure. This approach is particu-
larly useful for molecular models with impulsive interactions, where the
average of the Boltzmann factor can be expressed in terms of the aver-
age number of overlaps generated by the perturbation. This quantity
is directly accesible in a simulation.

— A variant of the particle-insertion (Widom) method has been developed
for the computation of the chemical potential. The method involves the
generation of the molecular orientations of the ghost particles from a
non-uniform distribution. The method has been shown to be efficient
in the nematic phase, where the standard Widom method would fail,
with increasing efficiency for larger molecular elongations. The imple-
mentation of this method has allowed us to assess the consistency of
the free energy values obtained from other routes.

— A synthetic analysis has been devised for the estimation of the stastical
uncertainties associated with free energy calculations from thermody-
namic integration using fitted data. This procedure has allowed us to
estimate the statistical uncertainties in the computed transition pres-
sures.

— We have found that the systematic errors associated with the particular
form of the fitting function used for the numerical integration of the
compressibility factor can be large and may be even larger than the
statistical uncertainties. The former can be made vanishingly small
if the integration domain is restricted to values sufficiently close to
the pressure (or density) of interest. This is particularly useful for
fluid phases where the data are generally obtained from simulations
performed over a wide range of thermodynamic conditions.
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Appendix A

Free energy of the Einstein
crystal

We consider here the derivation of the Helmholtz free energy of an atomic
Einstein crystal (EC) at a fixed value of N, V', and T. For simplicity, we
shall consider that all particles of the system are identical, with m being the
mass. The potential energy is of the form

N

Upc(x™;0) = XY (r; —1))?/D? (A1)

=1

where D is some arbitrary length scale, r; is the position of particle 7, and r?
corresponds to the positions of the underlying lattice structure. The vectors
r? will be different for different crystalline structures.

The canonical partition function of the ideal EC is given by

N o2
Qrc = hgiN/de exp <—ﬁ; 2%%) /drN exp(—0Ugc) (A-2)

The partition function can be expressed as Qrc = PrcZrc, where Pgo and
Zgc are the kinetic and configurational contributions, respectively. The ki-
netic contribution can be expressed as a 3NN multidimensional Gaussian in-
tegral. This yields

1 al p?
Prc = 13N dp" exp <—6 —Z>

=1

1 :20 3N 2 3N/2 1
e ()] - (5E) —aw o
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Similarly, the configurational contribution can be expressed as a 3N multidi-
mensional Gaussian integral after changing to R; = (r;—1¥)/D (dR; = dr;/D?).
It then follows that

N N
Zpc = /drN exp (—ﬁ)\ Z<r’ - r?)Q/D2) = DSN/dRN exp <—5AZR3>
i=1 i=1

— [D / dR, exp (—ng)rN = (WB—T)BN/Z (A.4)

The reduced Helmholtz free energy of the ideal EC is thus given by

3 nD? 3 s
e =30 (375) =2 ()

where we have set A; equal to the unit of length D.

As mentioned in the main text, it turns out to be more convenient to
work under conditions of fixed center of mass. If rcyr is used to denote the
center of mass of the system, this constraint is expressed as

reMm = I'%M (AE))
where rgy is given by
N
1
r'em = N Z r; (AG)
i=1

and rd,; is the center of mass of the underlying ideal lattice. The constraint
on the center of mass poses an additional constraint on the total momemtum
of the system. Differentiating Eq. (A.5) with respect to time, it follows that

Zpi =0 (A7)

which expresses the fact that there is no overall translation of the system.
Conditions given in Eqgs. (A.5) and (A.7) pose restrictions on the kinetic and
configurational contributions of the partition function. In particular, the
kinetic contribution under the constraint on the momemtum is now given
by!

2

i

N N
1 3 P 3
=1 i=1

'Due to the constraint on the center of mass, the system loses 3 degrees of freedom.
The total number of degrees of freedom of the system is no longer 3NV, but 3(N —1). This
explains the new exponent that accompanies Planck constant.
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Considering the Fourier representation of the delta function

op = (271r)3 /dkexp (ik - p)

Eq. (A.8) becomes

1 N Y1, 2imk-p;
oy [ " [ e [_5 Z%(p_ 5 )

(A.9)
The exponent in the above integral can be manipulated and written as a
perfect square, which allows us to express the integral as a Gaussian integral.
Noting that

CM __ 1
EC ™ p3(N-1)

imk\?  ,  2imk-p; m’k?
(p“T) R TR
and introducing a new variable f;, defined as
1mk
2
(note that df; = dp;), allows us to express Eq. (A.9) as

N
1 1 f? mN
CcM N i 2
PSM = T /df exp < ¢ 2_1 2m> /dkexp < 23 k )

and we finally get

3N/2 3/2 3/2 3/2
pem _ 1 2mm \ "V (5 N1 /:p A (L / (A.10)
EC h3(N-1) J¢] I N EC3 N :

where we have expressed PSA! in terms of Pgc as given in Eq. (A.3). Similarly,
the configurational integral under the constraint on the center mass is given
by

Z5N = / dr™ exp <—W§; (r; —10)° /D2> 0 [ZN: &) (re = rg)]

fi=pi —

i=1

Changing variables to R; = (r; — r¥)/D (dR; = dr;/D?), and using the
Fourier representation of the delta function, the configurational integral be-
comes:

oM D3N N N 9 ZkRZ
ZGM = W/dR /dkexp —mizl <R,. BONS ) (A.11)
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Once again, writing the exponent as a perfect square allows us to express the
above integral as a Gaussian integral. Noting that

. . 2 2
> ik-R; o 1k k—
Ri—w = (RZ QBAN) e

and considering a new variable g;, defined as
1k

giERi_m

(dR; = dg;), allows us to write Eq. (A.11) as

D3N K2
ZS&?:W/ exp( ﬁ)\Zgl>/dkeXp <45AN>

The configurational integral can be finally expressed as

AN\ ¥/
Zget = Zno (ﬁﬂ ) (A.12)

where Zgc is given by Eq. (A.4). From Egs. (A.10) and (A.12), it follows
that the reduced Helmholtz free energy of the ideal EC with fixed center of

mass is given by
3 s 3 ﬁ)\
b= —Zln | = In Al
BC = T (m) IN (A.13)
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