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Coarse-grained density and compressibility of nonideal crystals: General theory and an application
to cluster crystals
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The isothermal compressibility of a general crystal is analyzed within classical density functional theory. Our
approach can be used for homogeneous and unstrained crystals containing an arbitrarily high density of local
defects. We start by coarse-graining the microscopic particle density and then obtain the long-wavelength limits
of the correlation functions of elasticity theory and the thermodynamic derivatives. We explicitly show that the
long-wavelength limit of the microscopic density correlation function differs from the isothermal compressibility.
We apply our theory to crystals consisting of soft particles which can multiply occupy lattice sites (“cluster
crystals”). The multiple occupancy results in a strong local disorder over an extended range of temperatures. We
determine the cluster crystals’ isothermal compressibility, the fluctuations of the lattice occupation numbers
and their correlation functions, and the dispersion relations. We also discuss their low-temperature phase

diagram.

I. INTRODUCTION

In crystals, where translational invariance is spontaneously
broken, strain enters as an additional thermodynamic variable
in the free energy, describing the distortion of the solid.
The trace of the strain tensor is connected to the change
in density. In particular, in ideal crystals, where all atoms
can be unambiguously assigned to lattice sites and all lattice
sites are occupied, density change is determined by the trace
of the strain tensor. In real crystals, point defects such as
interstitials and vacancies are present, and density can change
by both deformation of the solid (captured by the strain)
and diffusion of defects [1]. Thus, the presence of defects
opens the question of how density and strain fluctuations are
defined in real crystals. Here, no one-to-one mapping of atoms
to lattice positions is possible. Therefore, the displacement
field, whose symmetrized (in linear approximation) gradient
gives the strain, cannot be obtained from the displacements
of individual atoms from their lattice positions. Only recently
microscopic definitions of strain and density fluctuations in
real crystals were derived from the statistical mechanical
description of real crystals, overcoming this difficulty [2].
This work followed an earlier suggestion by Szamel and Ernst
[3-5]. Preliminary Monte Carlo simulations and comparisons
with older approaches, including to amorphous solids, indi-
cated the potential of the microscopic theory [6].

An intriguing finding of the microscopic approach of
Ref. [2] concerns the coarse-grained density field dn(r,f)
which enters into the theory of crystal elasticity [7]. Even
for arbitrarily large wavelengths, particle density fluctuations
with wave vectors close to all (finite) reciprocal lattice
vectors contribute to the coarse-grained density field. In this
contribution, we discuss this at first surprising finding within
the framework of density functional theory. This theory allows
us to properly link microscopic and macroscopic density
fluctuations in states with broken translational symmetry
in order to parallel the coarse graining of the free energy
functional achieved previously for, e.g., homogeneous liquid
crystals [8].

Based on the microscopic definition of the coarse-grained
variables of elasticity theory, we can address another intriguing
question, originally raised by Stillinger [9-11]. Namely,
whether the structure factor is an analytic function around
zero wave vector and whether its small-wave-vector limit
coincides with the compressibility. We find that due to the
long-ranged displacement correlations, the small-wave-vector
limit of the correlation function of the coarse-grained density
field is nonanalytic and depends on the direction relative to the
crystal lattice. We derive these results from density functional
theory and can thus put them on a firm microscopic basis. Thus,
we generalize earlier findings obtained within the harmonic
crystal approximation [12]. Because of the nonanalyticity, spe-
cial care is required when discussing the thermodynamic limit.
From studies on two-dimensional crystals it is known that
defects enter the expression for the isothermal compressibility
in a complicated fashion [13]. We generalize these results
to crystals of arbitrary symmetry. Correcting the Appendix of
Ref. [2], we also derive relations between fluctuation functions
and thermodynamic derivatives. These results suggest that the
elastic constants of crystals with point defects [14] could
be measured by microscopy techniques applied to colloidal
crystals [15].

In order to test the theory, we apply it to so-called “cluster
crystals” [16,17] which consist of particles interacting with a
soft-core repulsion. The softness of the potential allows for
multiple occupancy of individual lattice sites by the particles
and for fluctuations of the lattice site occupation numbers.
These fluctuations play the role of mobile local defects. Indeed,
the approximation which considers these cluster crystals as
ideal crystals (with a uniquely occupied lattice sites) is valid
only at extremely low temperatures [18], and the different
crystal structures can only be understood by allowing for a
distribution of site occupation numbers [19,20]. For these
crystals, we will derive thermodynamic derivatives, correlation
functions, and dispersion relations, which were not acces-
sible previously, and we will discuss their low-temperature
phases.
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The paper is organized as follows: In Sec. II we first recall
definitions and results from Ref. [2] and then, in Sec. III,
we derive expressions for the fluctuations of displacement
and density fields in an unstressed reference state. They
are given by microscopic quantities defined in terms of
the direct correlation function of the crystal. To facilitate
application of these expressions, we also invert these relations
considering two sets of independent fluctuations, coarse-
grained density and displacement field or defect density [21]
and displacement field. In Sec. IV we derive the thermo-
dynamic free energy, including the thermodynamic elastic
susceptibilities, by coarse-graining the microscopic classical
density functional. As the first step, we obtain the free energy
functional containing the elastic fields, which reduces to the
thermodynamic one for homogeneous fields. This is followed
by the discussion of thermodynamic derivatives. In Sec. V
we discuss the small-wave-vector limit of the coarse-grained
density fluctuation function and show that it differs from
the isothermal compressibility . We also discuss scattering
functions and conclude that scattering experiments do not
allow us to measure the compressibility in a crystal, in contrast
to liquids and gases [22]. Finally, in Sec. VI we apply our
theory to cluster crystals. We show that a simple mean-field
density functional leads to surprisingly accurate values of
compressibilities and occupation number fluctuations. Details
of some of the calculations are presented in appendices.

II. COARSE-GRAINED FIELDS

Crystals exhibit spontaneously broken translational sym-
metry (e.g., the average density is nonuniform) and this, via the
Goldstone theorem, leads to long-ranged correlations. Specif-
ically, the vector displacement field u(r,?) possesses correla-
tions which decay like the inverse distance. In ideal crystals,
one can use the familiar expression for the microscopic density
of the displacement field ) ; w;(#)§(r — R;), involving the
displacement u;(¢) = r;(t) — R; of the instantaneous position
of the particle i, r;(¢), from its lattice site R;. However, in
real crystals, in which defects are present, this expression is
invalid [3]. In order to find the microscopic definition for the
displacement field u(r,?) and for the other fields of elasticity
theory, an alternative approach was developed in Ref. [2].

Before we discuss the approach of Ref. [2], we need
to define precisely various fields used in the present paper.
First, we have microscopic densities, i.e., quantities that are
defined for and depend on an individual configuration of the
N-particle system. To distinguish these quantities we will
always explicitly state that they depend on time ¢ (such as
in the standard definition of the displacement field mentioned
in the previous paragraph). Another example, which will be
important in the following, is the microscopic particle density
p(r,t); it will be precisely defined in Eq. (1) below. In crystals,
in general the averages of microscopic quantities will change
on the spatial scale of the crystalline cell. For example, the
average density in a crystal, n(r) = (p(r,t)), is nonuniform,
with large peaks near lattice sites’ positions. In contrast, the
scalar density, denoted Sn(r), and the vector displacement
field, du(r), used in the theory of elasticity vary only on
much larger scales; here the § indicates a deviation from
homogeneous thermal equilibrium. Thus, one of the goals of

Ref. [2] was to identify microscopic fields whose averages
correspond to the fields of elasticity theory. In the rest of
this paper we will call these fields microscopic coarse-grained
fields. Also, in the rest of the paper we will refer to averages
of microscopic quantities as macroscopic fields. Especially,
second moments, viz. covariances and correlation functions,
will be considered in the following and will be connected to
thermodynamic derivatives.

A. Microscopic particle density

The concepts of generalized elasticity theory [1,23] indicate
that density fluctuations close to (all) reciprocal lattice vectors
are long ranged [24]. Therefore, they all could contribute to
coarse-grained fields. The microscopic approach to find the
displacement field in a real crystal starts from the particle
density field p(r,r) which depends on the configuration
of the N-particle system (considering, for simplicity, a
one-component crystal of point particles interacting with a
spherically symmetric pair potential)

N
p(r,) =" 8(r—ri(1)), (1)
i=1
where r;(¢) are the particle positions, and N is the number of
particles in the volume V; later on we will use n( to denote the
average density, no = N/ V. Spatial Fourier transformation
gives fluctuations close to vectors g of the reciprocal lattice,

8pg(q.1) = p(g + q.1) — ngVéq, 2)
where
N
p(k,t) = /‘ddreiik'rp(r,t) = Zeiik'ri(l‘) (3)
and
Ng = l(,O(g ) = L XN:(e’ig‘ri(’)) )
E= Y ) v .

l

Here, the general wave vector k was divided up into reciprocal
lattice vector g and wave vector , which lies within the
first Brillouin zone; () brackets indicate canonical averaging
at fixed temperature 7 (averages are time independent due
to time-translational invariance of equilibrium states [25]).
ng are the Bragg-peak amplitudes (Debye-Waller factors)
which serve as crystal order parameters. They quantify the
spontaneous breaking of the translational invariance (spatial
homogeneity).

B. Coarse-graining microscopic density fluctuations
to elasticity fields

In Ref. [2] the following representation was established for
the microscopic density fluctuation in terms of microscopic
coarse-grained density and displacement fields:

) dn(q,t)
8pg(Qu1) = —inggubita(q,1) + ng n‘; , 5)

with Greek indices denoting spatial directions; repeated
indices are summed over (Einstein summation convention is
used). Equation (5) is the crucial relation linking the fields of
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macroscopic elasticity theory to the underlying microscopic
density fluctuations. It states that for wave vectors q within
the first Brillouin zone, the four coarse-grained fields én(q,¢)
and du(q,7) determine the hydrodynamic contributions of
the microscopic density field. This is valid even close to
Bragg peaks at arbitrarily high reciprocal lattice vectors g.
Equation (5) was introduced in Ref. [2]. It was deduced using
the Zwanzig-Mori equations of motion for the microscopic
density fluctuations and its relation to older DFT approaches
was discussed. In the present contribution, we support it by
considerations of equilibrium correlations.

In ideal crystals without defects the coarse-grained density
and the divergence of the displacement field are proportional
[1]. In real crystals, mass transport can arise from lattice
distortions (described by the displacement field) but also from
defect motion, which occurs diffusively over large distances.
This additional hydrodynamic mode is called point defect
density. It enters by the standard definition [1]:

Sc(q.1) = —=dn(q.1) — inoqudua(q.1). (6)

In Ref. [2] it is shown that Egs. (5) and (6) predict the correct
reversible dynamics of the defect density. Because many
situations require theoretical expressions at constant defect
density [21], we will use Eq. (6) repeatedly in the following
sections.

C. Relating the coarse-grained fields to microscopic
density fluctuations

Explicit expressions for the coarse-grained density and
displacement fields can be derived by inverting Eq. (5). The
inversion can be performed using the two summations

no
- x 7
N Xg:ng (7a)
N Y nigp. (7b)
g

and the relation Zg |ng|2g = 0. The normalization con-
stants are No = ), [ng|* and Nog = Y- Ing|*ga 8. Perform-
ing the sums over the reciprocal lattice in Eq. (5) leads to the
microscopic coarse-grained density

Sn@n) = 37 3 ng el ®)
g

and to the microscopic coarse-grained displacement field

Sua(q.t) = iNg' Y njgp 804(q.). )
g

These expressions could be evaluated using information
obtained from computer simulations or from colloidal experi-
ments [15].

Equations (8) and (9) express the coarse-grained fields
in terms of microscopic particle density (1). It is intriguing
that contributions from all finite lattice vectors g # 0 are
present in the coarse-grained density. Even in the limit of
vanishing wave vector, ¢ — 0, it is not sufficient to measure
particle density fluctuations close to the center of the first
Brillouin zone, in order to determine the thermodynamic

density field in crystals. Fluctuations from the regions around
all lattice vectors contribute and describe how macroscopic
strain fluctuations and defect density independently cause
changes in the hydrodynamic particle density.

III. RELATIONS INVOLVING CORRELATIONS OF THE
COARSE-GRAINED FIELDS

A. Correlation functions of the coarse-grained fields

After recalling the relations between the fields of elasticity
theory and microscopic fluctuations [2], we turn now to the
focus of our work, the correlation functions of the coarse-
grained fields and the thermodynamic derivatives (including
the isothermal compressibility). First, we will obtain the corre-
lation functions from classical density functional theory (DFT)
[25-27]. These correlation functions will then be analyzed in
the homogeneous case to obtain the thermodynamic quantities.

Close to equilibrium, owing to the fluctuation dissipation
theorem, only equilibrium correlation functions are required
in order to discuss the linear response to small external fields
[28]. In ahomogeneous and unstrained crystal, the equilibrium
correlation functions of the microscopic density fluctuations
on the left-hand side of Eq. (5) can be calculated within
DFT. This enables us to obtain the correlation functions of
the coarse-grained fields in Secs. III A 1 and IIT A 2. The
fundamental Ornstein-Zernike relation provides a connection
between the density correlations and the inverse density-
density correlation matrix Jgg(q):

VksTbgp = Y (605(a.0)3pg(q.0)) Jggr(@.  (10)
p

Here, the periodicity of the two-point density correlation
function [29] was used which implies that only density
fluctuations whose wave vectors differ by a vector of the
reciprocal lattice are correlated. The (infinite-dimensional)
Hermitian matrix Jyg is the double Fourier transform of the
second functional derivative of the free energy with respect to
the macroscopic density, which includes as a nontrivial part
the direct correlation function c(r;,r>):

kgT , .
Jog (q) :BT/ddi’l[ddrze'g'rle_’g'rl
: )
equlz ((r_u) — C(I‘l,l‘z)). (11)
n(ry)

The direct correlation function c(ry,r;) is one of the central
quantities of DFT [26,27] and is obtained as second functional
derivative of the excess free energy J* with respect to the
average density profile, kgT c(r,1p) = % Given an
(approximate) expression for the free energy, Jgo can thus
be taken as known. It constitutes the only input for the
ensuing theory. As one consequence, in Sec. IV below only
the quadratic expression of the free energy functional will play
a role and will be sufficient to evaluate the thermodynamic
derivatives required for the elastic response.

1. Including coarse-grained density

It is now conceptually straightforward albeit somewhat
tedious to derive the correlation functions of the coarse-grained
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fields in terms of expressions containing the direct correlation
function. Using Eq. (5), one gets

(803(4,1)80g (4.1}

on*(q,t)dn(q,t
= ning [gag,’g (81%(Q)8up(q,1)) + <%>
0
+ iga<5u2(q,t)6n(q’t)> - i<8n (q’t)5uﬂ(q,t)>g;].
no no

12)

Inserting this into Eq. (10) and with the help of the two
summations (7) and Egs. (8) and (9), one obtains the following
set of equations:

sn*s Sn*
VkBT=<n n) ()—<”
no n

: auﬁ>uﬂ(q), (13a)

(6n*én)

én*
0p = we(q )—< 5Ma>?x (@), (13b)

”0

)
O = (81815) 11(q) — <5u;n—’:>v*(q>, (13c)

* * *8n *
VKT ey = (B10;8u5)25, (@) = (Bu = s (@ (13d)

Here, generalized (viz. g-dependent) constants of elasticity,
v(q), 1o (q), and Aqp(q), appear. We will show that they
enter into the equilibrium correlation functions of the coarse-
grained fields and reduce to thermodynamic derivatives in the
long-wavelength limit [2]. Using Eq. (11), the g-dependent
constants of elasticity can be expressed in terms of integrals
containing the crystal direct correlation function:

kT .
V@ = - / d’r, f d?ron(ryn(ry)e” 4

X (5(“2) _ c(rl,rz)) (14a)
n(ry)
~ v+ 0(q?), (14b)
_ kT d d —iqri2
me(q) = Vv dry | dryc(ry,ra)(l —e )
x n(ry)Vqn(ra) (14¢)
X itapgp + 02, (14d)

kpT ,
hap(q) = 37 / d’ry f d'ryc(ry,r)(1 — e7'9™2)

X (Von(r))(V gn(ra)) (14e)
N hapysdyds + 0(q). (14f)

The small-wave-vector limit and the index symmetries
Map = MBa and )Vaﬂys = )»/30,},5 = )»mggy = )‘y&xﬁ are discussed
in detail in Ref. [2]. Note that v(q) is real in general, while
Aqp(q) is real only in crystals with inversion symmetry.
The explicit integrals are given in Egs. (27), (30), and (32)
below, where also crucial steps in their derivation are recalled.
The connection of the elastic coefficients to thermodynamic
derivatives will be established in Egs. (39) and (43).

The obtained set of equations (13) is best presented in
matrix notation:

On*sn) | _jon*
VkBT(S” = ng = | <”0 8”5)
: —(au;n—o) | (Suzdug) |
5 < v(q) | (q)> (15)
me@ | Ag, (@),

with Latin indices i = 0,«. The matrix of correlation functions
of the macroscopic variables is thus given by the inverse of the
matrix of the generalized constants of elasticity:

(22n) | —{G-dup)\ v | wi@\ ™
( s Y | (ouctdueg) ‘V"BT<ua<q> Az;ﬂ(q))
(16)

The single matrix elements corresponding to the wave-vector-
dependent correlation functions are [30]

x—1
n*s 1 Mol
< n2n>=VkBT< +—[,\* "} @)
ngy Vv Vv
= VkpT (v — pl(hd) 1p) ™ = VAsTK ",

(17a)
i)t = VkpTHy)

(Bugdug) = VkpT (hyg — pav™

= VkpT (ko) + (hy) 1y K~ 15 (135) )
(17b)
én
(o) - VkBT( vy
= VkpT (=K' 10 3)%). (17¢)
<8M —> VkBT( aﬁ Mﬂl) 1)
= VkBT(—(A;ﬂ) sk ™). (17d)

The second line of each expression is a nontrivial alterna-
tive, which is here given for completeness; it is based on the
algebraic Woodbury identity.

We thus reached our first goal of expressing the correla-
tion functions of the coarse-grained variables, hydrodynamic
density and displacement vector field, in terms of integrals
containing the functional derivative of the free energy with
respect to density, viz. the direct correlation function. Let
us note in passing that translational symmetry [2] yields the
expected g divergences or g dependencies of the correlation
functions in the limit ¢ — 0. In particular, (8u;duz) o 1/¢>

follows from Aes(q) o ¢ and 11,(q) o ¢ in this limit.

2. Including defect density

Although the relation between the constants of elasticity
and the fluctuations of the coarse-grained fields is complete,
it is worthwhile to consider a second set of variables. So far
the displacement field u, appeared in two different ways. It
contributes to the coarse-grained density, but it also appears as
a broken-symmetry variable. In this section we introduce the
point defect density c in lieu of the coarse-grained density, and
keep the displacement field.
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The correlation functions of the coarse-grained density and
displacement field are easily transformed into correlations
between the fluctuations of the point defect density and the
displacement field using the definition Eq. (6). The set of
variables {§c(q),0u,(q)} may be more appropriate to describe
an experiment when few defects are present and dc(q,?) can
be measured easily. It allows one to take the limit of vanishing
defect density and thus it is a natural set of variables to be
used when defects are neglected. Thus, it correctly captures
the ideal crystal limit. Equation (15) is transformed into

(8¢*S¢) Sc*
VkBTSij=<( A | 5”“>)
ik

Su *‘)‘) | (Su*Suy)

| no Va(Q)) (18)

y ( v(q)
noVy(@ | Ags(@)
The combination of the constants of elasticity appearing here
is directly connected to the hydrodynamic equation of the
momentum density expressed in terms of point defect density
and displacement field as hydrodynamic variables [2]. There,

the time derivative of the momentum density couples to the
displacement field via the negative of

Aap(@) = Aap(@) — iqgaitp(Q) + i kg (D + 4uv(@)gp.
(19)
The coupling to the point defect density is given by the
negative of

Va(q) = (20)

J

1
—(uy(q) — igav(qQ)).
no

v(q)  [dn*sn “+ sn*sn\ " [on*
VkgT ~—\ n} n} no

sn\/sn*sn\""on*
(SuZSMﬂ)— 8u2—n non "
no n% no

The individual matrix elements of the correlation func-
tions in terms of v(q), V,(q), and Ayg(q), and the limit
q — 0, may be determined according to the steps in the
previous paragraphs. As the results can be obtained from
Egs. (17) by straightforward replacements, identified from
comparing Eqgs. (15) and (18), they will not be repeated
here.

B. Inverse relations

Equations (17) predict the fluctuations of the macroscopic
coarse-grained density and displacement field based on the
generalized constants of elasticity obtained from the direct
correlation function and thus the free energy. Experimen-
tally, the inverse relations are of interest: expressing the
generalized constants of elasticity of the crystal in terms
of measurable correlation functions. Two different sets of
correlation functions can be obtained from experiments. Either
displacement field and coarse-grained density fluctuations can
be recorded, or displacement field and defect density. For
reference, we provide the inverse relations for both cases in this
section.

1. Including coarse-grained density

The matrix equation (15) can be inverted in order to
find the elastic functions v(q), pq(q), and A.g(q) in terms
of measurable fluctuation functions. The inverse relations
read

-1
Lon\[dn*én -
Sug— N —5—
no no

8n*5n sn* dn 1
Sua 8u 8u5> (Suﬂ =R, (21a)
(@ sn*sn\ " | sn* -
Aap . n*on n -
>0 Su’ =S
VksT ( ol = < ta >< > <no >) @
* —1 * —1 *81’1 —1 81’1* * —1
= (Su,dup)”" + (Sugdu, )™ (Suj, — )R (Suzdug)™", (21b)
no no
Ma(Q) . on\[sn*sn\!
=S (Suz— ) ———
VT “f‘< o\ n2
" 1 Lon\
= (Suydug)” (Suz— )R~ . 21c)
o ﬂno

We thus reached our second goal to derive relations which
determine the generalized elasticity constants A.g(q), i (q),
and v(q) from measurements of correlation functions.

2. Including defect density

Replacing the total density with the defect density using
Eq. (6), the generalized constants of elasticity can be connected
to fluctuation functions which can be measured at constant

(

(possibly vanishing) defect density. The comparison of the
matrices in Eqs. (15) and (18) indicates that only straightfor-
ward replacements are required in Egs. (21), so that the explicit
results need not be given here. The dynamical matrix As(q)
determines the wave equation of the momentum density, and
its eigenvalues give the (acoustic) phonon dispersion relations.
The analog of Eq. (21b) shows that for its determination,
displacement and defect density fluctuations need to be
measured in general.
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IV. FREE ENERGY AND THERMODYNAMIC RELATIONS

In order to obtain the thermodynamics derivatives, a
consideration of the free energy appears useful in cases where
the connection to the small-wave-vector limit of the correlation
functions is not established or under debate [9-11]. In this
section, we will coarse-grain the free energy functional of
density functional theory in order to derive the thermodynamic
derivatives. This purely equilibrium statistical mechanics
approach supplements the dynamical one based on projection
operator formalism in Ref. [2]. Importantly, the wave-vector-
dependent correlation functions of the coarse-grained fields of
elasticity theory and the thermodynamic elastic free energy of
real (viz. defect-containing) crystals are then obtained from a
single microscopic starting point.

A. Coarse-grained free energy functional with elastic fields

The second-order change in free energy AF due to a
deviation dp(r) in the average density distribution from the
periodic crystalline equilibrium density n(r) is [25,27,31]

kBT/fddrldd [8(1'12) —0(1'171‘2)]30(1'1)30(1‘2),
n(ry)
(22)

J

8p(r1)dp(r2) = Sua(r)dug(rz)Vqen(ryVgn(rz)
(1)

where c(ry,r2) is the direct correlation function of a periodic
crystal. Note that this quadratic functional contains the direct
correlation function as a single input and thus the same
information as used in the correlation functions approach of
Sec. II.

1. Including coarse-grained density

We start from the representation of the microscopic density
fluctuation in terms of displacement field and coarse-grained
density, Eq. (5). We assume that an analogous equation holds
also for the averaged (macroscopic) densities. In this way
we get a change of the average density due to nonvanishing
displacement field and average coarse-grained density,

—du(r) - Va(r) + ()L (23)

Sp(r) =
We shall emphasize that while §p(r) varies on the spatial scale
of the crystalline lattice, the coarse-grained density varies far
more smoothly and contains wave-vector contributions only
from the first Brillouin zone:

Sn(r) = / Al
~ Jianz @y

Using Eq. (23) we obtain the following expression for the
product of density changes:

€' Sn(q).

n n(l‘l)n(l‘z)ile(l‘l)(Sn(l‘z) o (0 ri(r l)n(r2)3:(r2) n(rlf:(rl)ﬁua(rz)Van(rZ). 24)
0

@)

3. 4.)

In the following, we substitute the four parts of Eq. (24) into Eq. (22). We denote the resulting expressions AF(; ), where

i=1,...
\% n(r)
n(r)

,4. We then rewrite these expressions using the LMB [32] W [33] equation

/ d4r c(r,r)V n(r). (25)

Our subsequent calculation is analogous to that of Masters [34] and is equivalent to the discussion of the surface tension in [35].
We will in detail describe the calculation originating from the first part of Eq. (24), which leads to the elastic tensor A, and then

summarize calculations originating from the other parts.

In the expression for AF(;) one expands Sug(rz) around ry, which is valid for a short-range (in ry3) direct correlation
function. The zero-order term vanishes, because of (25), and the first-order term does not contribute due to the symmetry
c(ry,r2) = c(rz,ry). Since the hydrodynamic variable du(r) is slowly varying, one obtains an expression which is quadratic in

Véu(r) as the leading contribution:

A]:(l) — ]ﬂ // ddrldd |:(S(I‘12) — C(l‘l,I‘z)i|5ua(1‘1)5145(l‘z)Van(I‘l)V'gn(l‘z)

n(ry)
)

1
// ddrlddf’zVan(l’1)C(l'1,rz)V,sn(rz)5Ma(l'1)<5uﬁ(l‘1) —dug(ry) + V, 8ug(rpriz,, —EV;/VafSu,s(l'l)rn,yhz,s)
—_—

=0 symmetry

1, TksT
BN d'rid“ry TVan(l'l)c(l'l,I‘z)Vﬂn(rz)rlz,yrlz,a Sug(r)V, Vsdug(ry)

1
= E/ddr)»aﬂygV},Sua(l‘)v,g(suﬁ(l‘),

(26)

kgT
Aapys = ML // dr1drV  n(r))e(ry,r2)V n(r)r,, ;. 27)
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In the last line of Eq. (26) the separation of spatial scales
was used in order to replace the slowly varying local elastic
coefficient given by the contents of the square bracket on the
third line of Eq. (26) by the macroscopic constant of elasticity
Aapys. The same reasoning and using LMBW (25) gave for the
first-order term that it vanishes:

0= // dr1d?rV  n(ry)e(ry,r2)V gn(r)ri,,

Vﬁﬂ(l'l)
n(ry) "y

Vqn(ry)
_/ddr2Vﬁn(r2) n(l‘z)z ray.

We emphasize that the expression (27) agrees with the one
obtained in the framework of hydrodynamic equations of
motion [2], which was reproduced in Eq. (14f).

For the second term of the free energy, én(r;) is expanded
around ry and, as hydrodynamic variable, assumed to be slowly
varying:

_ / 4V on(ry)

AFn, = _// gy dd 8n(r1)8n(r2)
x[n(r)d(ry) — n(l'l)C(l'l,l‘z)n(l‘z)], (28)
L[ . /8n()N?
_E/drv(no), (29)

with

T
kT / / drd ry(n(eDS(r12) — n(rDC(rLEDA(E).

(30)
The third and fourth part yield with the same arguments
én ( )
N L G1)
pan =05 [t [ dtranoVonteos etrra). G2)

Summarizing, we obtain the following expression for the
free energy change:

1 d Sn(r)
A}"—E/drv< o )
—/ddrua,gan(r)

no

Expression (33) involves the symmetrized linear strain tensor
Uep(T) = %[Vaéu,g(r) + Vdu,(r)] and the Voigt-symmetric
elastic constants Cpg, 5 = Aayps + Apyas — Aapys. Both com-
binations reflect the rotational symmetry as only symmetric
combinations of strain enter into the elastic energy and the
tensor of elastic constants obeys a number of symmetry
relations. Their proof [2] is based on the rotational analog
of the LMBW equation [35]:

C”,gyg uap(T)uy5(r)

ugp(T). (33)

r1 x V@ 1nn(r) = / drye(ry,r) (2 x VPn(ry). (34)

We thus arrived at our third goal, to derive the general
elastic free energy functional of real crystals containing the

coarse-grained macroscopic fields. Let us add that the above
expression for the free energy also determines the constant
Co = 01in Egs. (89), (90), and (92) of Ref. [2], which could not
be determined from the hydrodynamic equations considered
there.

2. Including defect density

The free energy in terms of the defect density §c(r) and the
displacement field du(r) is obtained from Fourier-transforming
ansatz (5) and Eq. (6) into real space:

sp(r,t) = —V - [n(r)su(r,1)] — Qsc( r). (35

Following the steps of the previous section one arrives at the
coarse-grained free energy including the defect density:

Af:%/ddrv<w> + 2(vdgp +Ma,3) i )“aﬁ(r)

no
+ (Cligys + V8apdys + Hapdys + 5aﬁﬂy8)
X Ugp(Ditys(r). (36)

This gives the relation between the elastic coefficients at given
defect density C¢ in terms of the corresponding coefficients at
given total density C", namely, Cig, 5 = Cpg, 5 + V8apdys +
Maﬁ(syé + aaﬁﬂy6~

3. Gaussian probability distribution function

The harmonic free energy Eq. (33) can be written in a more
compact form with the help of the 4 x 4 matrix of elastic
coefficients introduced in Eq. (15). Fourier transformation
leads to

L[ d (swq .
A =3 (2n)d< L, bui@)

v —iy5qs dn(q)
X mo ). 37
itapdp  Copysdpds (‘Suy(Q)>

This free energy functional is a superposition of independent
terms each containing the square of the Fourier-transformed
coarse-grained fields at one specific wave vector. Often
one connects such quadratic free energy functionals with a
probability distribution for fluctuations of the coarse-grained
fields [1]: P[én(q),5u(q)] ox exp {—AF/kgT}. In the present
case, this would yield the wave-vector-dependent correlation
functions (15) as a statement of the equipartition theorem
resulting from this Gaussian approximation.

B. The thermodynamic elastic free energy

The thermodynamic free energy corresponds to homoge-
neous fluctuations, viz. the coarse-grained fields evaluated at
q = 0. It can handily be obtained from the explicit free energy
functional in Eq. (33). The result shall be given using the Voigt
notation [36] (in three dimensions), because this form appears
convenient for explicit model calculations later on. Quantities
in Voigt notation carry lowercase Latin indices 1 < i < 6,
where u; denotes the independent elements of the symmetric
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strain tensors uqg. For 1 < i < 3 the relation u; = uq g holds
with (o, 8) = {(1,1);(2,2);(3,3)}, while for 4 <i <6, u; =
2uq,p holds with (a,8) = {(2,3);(1,3); (1,2)}. For spatially
constant fluctuations (to be indicated by subscript ¢ =0
where otherwise unclear), one obtains in obvious notation as
a quadratic form

_ v dn . v —Hj i_n
aF == (o u1)<_ui el )m) e

The thermodynamic free energy is a quadratic form given by a
7 x 7 matrix of elastic coefficients, where in Voigt notation the
elastic matrix is C;; = Cggys for 1 < i,j < 6 with the index
correspondences given above.

1. Connection to elastic coefficients and variances

Thermodynamic derivatives can now easily be evaluated
and lead to the parameters already introduced in Eq. (14). They
follow from the Gibbs fundamental form of the free energy
density f = F/V ~ AJF/V, where the quadratic expression
(38) suffices in order to obtain the second-order derivatives of
interest:

el M I VLY (392)
Uap Ugp
Pf  du |  Oha
Tnone = Dueg|, = om e = Hes/mo )
?f dhap
= :Cz 2)\'0[ 6+)\4 ab‘_)\a 5.
Ouapdtys |" uys " Bys v By By

(39¢)

These relations identify the elastic parameters of our
approach as thermodynamic derivatives. They already use the
familiar intensive variables, chemical potential © and stress
tensor hqg, in order to familiarize with later relations [1,6].
These variables will be introduced and discussed in Sec. IV C
below. Let us note that these calculations supplement the
derivation of the thermodynamic relations in Ref. [2] [recalled
in Eq. (14)], where the equivalence of the hydrodynamic
equations was used. The thermodynamic free energy thus takes
the form

du o\ /sn
V' (sn it 055 \ (7
aF == (% ;) (no% o)) @0

on ou; J

where in Voigt notation the stresses correspond to h; = hiqg
forl <i <6.

This compact expression is a convenient starting point for
evaluating the thermodynamic covariances and susceptibilities
which enter elasticity theory. The isothermal compressibility
and the defect density susceptibility will be obtained in
Sec. IVC. In order to prepare for this, first the second
moments of the fluctuations of the thermodynamic variables
shall be obtained. These are connected to the thermodynamic
derivatives using the thermodynamic formalism. Because the
inverse of the Jacobian matrix is equal to the Jacobian matrix

of the inverse function one obtains from Eq. (39)
-1 2091 au
‘ n - h; dhy
Hi Cij 103, du
L on 1 0u;
_ n(z) I ny op
1 8n  Buj
no ah; ah;

(6ndn) én
VkgT (%%) (wiuj) ) la=0

-1

In the last step the fluctuation-dissipation theorem is used [23].
The variance of the total coarse-grained density variation is
thus obtained from a simple matrix inversion [30]:

énén Wil _lﬂ
n(z) v v

= Vi (v — (G )

1 i
= VkBT(— + “—[c;; -
4=0 v v

= VksT(v = pap[Cls ] ys) s 42)

where the second line follows from a Woodbury identity, and
the usual notation is used instead of the Voigt one in the last
line; see the textbook by Wallace [40] and our Appendix A for
the proper interpretation of the inverse fourth-rank tensor.

We thus derived the second moment of the particle number
fluctuations from DFT. We started from the same free energy
functional as was used in the derivation of the wave-vector-
dependent correlation functions summarized in Eq. (17). Thus,
in Sec. V, both results can be compared in the long-wavelength
limit.

2. Including defect density

In a similar manner an expression for the defect density
fluctuation can be obtained. Starting from the free energy
functional in Eq. (36) and considering homogeneous variations
(viz.atq = 0), one recognizes that the relevant thermodynamic
derivatives are now given by

3 f ol )
2|l T T e, = Ve 43
ac* |, ¢ lugg v/ (43a)
azf _ a:u _ 8Gaﬁ
acau“ﬂ B 8”(1/3 c N ac Uap
= (V3ap + Hap)/ N0 = Weg/N0, (43b)
02 f ) )
auaﬂauy,; c - CaﬁyS = CaﬁVS + ’bLO‘ﬂBJ/6 + 80{/3My5 + V(Saﬂsyﬁ,

(43c¢)

where the stress tensor o, was introduced, which will be
discussed in Sec. IV C below. Also the abbreviation 1,5 was
introduced. Thus, using the fluctuation dissipation theorem
again, the matrix of total thermodynamic variations is given
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by

=ldc 1 0u
— VknT nk ou no Ip
T Lo du,
q=0

ny do; do;

.\ —1
v ouS
= VkgT 2 YY)
ni  Cj

l

%)

)

(2 e
<”lng) (uiuj)

=%}

C fj and u; are the tensors from Eq. (43c) and Eq. (43b) in Voigt
notation. This leads to the correlation of the defect density

fluctuations
1. .c
_ 1+M_?C_,,A_Miﬂj :“_j
4=0 v v Y v v

(8céc)
VkBTn(z)
= (o= pi(cy) )
= (v — 1 (Cops) 1S (45)

As in Eq. (42), the second line followed from a Woodbury
identity, and the usual notation is used instead of the Voigt
one in the last line. This covariance of the number of point
defects will be connected to a compressibility-like expression
k¢ below.

C. The isothermal compressibility of crystals

In this section the general expression for the compressibility
of a single-component crystal of arbitrary space group symme-
try and containing an arbitrarily high density of local defects
is derived from a thermodynamic consideration; details are
given in Appendix A. The situation described is one in which
no pre-stress is applied to the crystal in equilibrium.

The definition of the isothermal compressibility of a fluid
reads

10V
K=———|, (46)
Vop |y
where p is the pressure. For a crystal, the question arises
as to how this has to be generalized to describe the additional
degrees of freedom. The infinitesimal change of the free energy
of a crystal at constant temperature (d7 = 0),

includes a term with a stress tensor Aqg at constant volume
V and particle number N times an extensive strain tensor
Uup = Vuyp. The contribution to the work done is §W =
[ hapduapdV with the symmetrized linear strain tensor uyg =
%(Vo,uﬂ + Vguy). The chemical potential is denoted by pu,
and the particle density will be denoted n. While this “first law
of thermodynamics” for a crystal is familiar from textbooks
[1], the coupling of strain and density fluctuations complicates
the interpretation of the stress tensor A4, which calls for a
discussion before addressing the compressibility. Taking a
canonical N-particle system and straining it infinitesimally
[37,38] leads to the stress tensor f,5 = %ai—fﬂ atfixed 7T and N.
(It can be also obtained from averaging the Irving-Kirkwood
microscopic stress tensor.) Because the volume V varies in
this procedure, the two stress tensors differ by a scalar term
[6,21]: top = hop — (p — hys1y5)8p. The compressibility for

a periodic crystal shall be understood as the derivative at
constant h-stress tensor, because it then measures the change
in particle density with chemical potential,

_18V| 1 n

== =5 (48)
N.hag ngau

hap

V dp

where we used Maxwell and Gibbs-Duhem relations described
in Appendix A. They lead to the Gibbs fundamental form of the
free energy density f = F/V which was already anticipated
in Egs. (39), namely,

df = pdn + hepdugg. 49)

Also, the calculations for determining « have already been
done. Equations (41) and (42) immediately give the isothermal
compressibility as variance of the total density fluctuations:

1 énén
T VipT\ 12

1. Including density

(50)

q=0

While the result for k in terms of the elastic coefficients
[viz. Egs. (42) and (50)] is useful for explicit evaluations,
and will be used in Sec. VI below, a relation connecting it
to thermodynamic derivatives is desirable and would take the
form expected in the thermodynamic formalism. Using the
relations (39) in order to replace the elastic coefficients in

Eq. (42), we find
-1
1| ou (ahwS )lahy6
k=—|—
nk| on ey \Olacp |, n |,
D

This expression for the isothermal compressibility of a
general crystal generalizes results obtained for high-symmetry
crystals [13,39]. Hence, together with Eqgs. (50) and (42) and
Sec. Il A, we have achieved our main goal establishing the
general connection between the isothermal compressibility of
nonideal crystals and the correlation functions of the fields of
elasticity theory. The connection is derived from microscopic
DFT. See Appendix A for an alternative formulation of
Eq. (51) derived within the thermodynamic formalism, and
corresponding to the first line of Eq. (42). [Equation (51)
corresponds to the second line of Eq. (42).]

If the coupling between strain and density fluctuations in
the result for the isothermal compressibility in Eq. (50) is
neglected, the second term vanishes and the compressibility «
is given by k ' = v = n%g—’ﬂw, which plays the role of the
inverse bulk modulus at constant strain. While in regular solids
the coupling between strain and density in the free energy, u =
aan%’ cannot be neglected and this approximation fails, see
Sec. VI for a system where it holds well. In order to dissect the
contributions to the compressibility in detail for more regular
crystals, transforming to defect density is required.

dhap
on

Ugp

2. Including defect density

If one considers the set of independent variables with the
defect density ¢ instead of the coarse-grained density n with
Eqg. (6) simplifying to

dn = —nodugy, — dc, (52)
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the manipulations leading from Eq. (50) to Eq. (51) have to
be adapted. The compressibility is given now in terms of
derivatives at constant defect density [2]. The stress tensor
04p (With 048 = heg — notdeg) and the chemical potential
now are functions of the strain tensor and the defect density
combining with the Gibbs fundamental form of the free
energy density [6,21] df = —udc + oupduqg. The relevant
thermodynamic derivatives are given by Eqs. (43) [see Eq. (36)
for the free energy density], which need to be used in order to
replace the elastic coefficients in Eq. (42). This leads to

—1 —1
o ou
+ 8a - b
¢, > P (no ac |, ) Jugg
ap ap

c

~1
00ys 90,5 ou o
X — —
Ougp dc o dc o Ougg |,
| 19 d -
Oys w
x | 8,5+ ——L —
7 nog dc |, ( dc uuﬁ)
o o a0,
2 2 op
=—3ing—| +|ng—| JSup+n
{Oau (Oau ‘“Loacu)
op af ap
00,8 0
a 80{ ) )
|:8uy5 R %8¢ s ey
d d -
Oy Oys
- 8y — 1 8
no 3¢ . ys — o 3¢ “ /3:|
d d -
20K Oys
X — § . 53
Q%a ys T o= )} (33)
Uys Uap
An interesting limit is now the vanishing of the coupling
between the defect density and the strain field, % =0;

see Eq. (43b). This yields two independent contributions
to the compressibility which shall be denoted «° in this
approximation:

3
K0 =07+ (Clpn) by = v D (CH) T (54)
i,j=1
The first contribution v=' is due to the fluctuations of the
defect density, whereas the second one (C ;ﬂy 5)’180,,3 8,5 is due
to independent fluctuations of the strain tensor, which agrees
with the known result for a perfect crystal without external

strain [40].

3. Shape and defect density change

It is instructive to consider the various contributions to the
compressibility in more detail. For nonideal crystals, volume
changes not only through variations in the lattice constants.
Also, the defect density can change; e.g., the total number of
lattice sites can reduce and new interstitials occur. Reflecting
this, Eq. (52) allows one to decompose the compressibility into

two parts, a strain part and a defect part:

_ 1 on
ng om

1 oc

- =
hap no 8/1/

—1 gy

no u

(55)

haﬁ hatf

The first term can be found in the Jacobian matrix of Eq. (41).
With the formulas of block matrix inversion one obtains

1 Ougq
ng ou

= K(Czayé)ilu’ya' (56)
hng

Note the difference between the strain part of the compress-
ibility and the second term of Eq. (54). The latter is the
compressibility with fixed defect density, which captures the
lattice distortion in an ideal crystal. By contrast, the strain part
of the compressibility in Eq. (56) describes changes without
this constraint.

For anisotropic crystals, a change in hydrostatic pressure
may cause a distortion of the shape (see, e.g., Ref. [41]), which
means that the derivative of the strain tensor u,g With respect
to the pressure need not be diagonal. Using Eq. (A3), one finds

ditap ditap (ahaﬁ )lahﬂ
HMap | eng N il ys
0P Ihyy on |, uys |, on |,
. -1
=« (Cagys)  Hys- &7

This thermodynamic derivation provides a tensorial general-
ization of Eq. (56). It also shows

81/!0[/3
ap

o 1 Buaﬂ

= (53)
B ng ou

hap

Equation (57) completes the discussion of the first row of the
Jacobian matrix of Eq. (41). The symmetry of the matrix leads

. Uap __ on
to the Maxwell relation o lhys = ey |-

D. The isothermal defect density susceptibility

Varying the chemical potential changes not only the average
density but also the defect density. The derivative of the
defect density with respect to i can be obtained analogously
to Eq. (50), and a thermodynamic susceptibility akin to the
compressibility can be defined

1 <3c86>
o VksT\ nj

The explicit result for «° in terms of the elastic coefficients is
given in Eq. (45) and in terms of the derivatives from Eq. (43)

is given here:
—1 -1
c 1 3# 3(Ty5 80'},5
K= —|—— .
n}| dc gy \OUap | Gl P
(60)

Connecting the isothermal defect density susceptibility to
derivatives of the density appears useful in order to obtain it,
e.g., from computer simulations. Starting from the definition

_ —lac
_ngau

c

(59)

q=0

30’0”3
dc

Ugp
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of k¢ in Eq. (59), Eq. (52) leads to

“toc| _ldedn| =1 9 duy
n(z) o ous n(z) onop ous n(z) Ougg O oup
1 on 1 Ouyy
“wonl,, e ow |y, ©b

The first term on the right-hand side is a thermodynamic sus-
ceptibility at constant o-stress tensor, which bears similarity
to the isothermal compressibility:

o

_18n

—— 62
i (62)

Oup

Yet, Appendix B will show that this specific susceptibility
vanishes in the limit of an ideal crystal, and thus does not play
the role of a compressibility in solids. The second term can be
reformulated using Eq. (44), and the result can be rearranged

to give
Kazxe[l_m (do )“}
dc o it ys |,
1 : 1
=Kc[1_M;B(C;5aa) ]ZKC I_Zu“zc(clcj) ’
j=1

(63)

where in the last equality the thermodynamic derivatives from
Eq. (43) were used, and the result transferred in Voigt notation.
The difference between «¢ and k¢, which both are derivatives
at constant o -stress tensor, vanishes in cases where strain and
defect density fluctuations do not couple (viz. u¢ = 0). In the
general case, density and (the negative of the) defect density
vary differently with chemical potential at fixed o.

V. SMALL-WAVE-VECTOR LIMIT OF
THE STRUCTURAL FUNCTIONS

So far we considered correlation functions and the isother-
mal compressibility of crystals. In this section we bridge
the gap between the density correlation function and the
compressibility, and point out the subtle difference between
the two expressions. In the second part of this section the
so-called generalized structure factor is discussed.

In order to understand the connection to the compressibility,
the ¢ dependence in the limit g — O of the correlation function
of the coarse-grained density (17a) needs to be discussed in
detail:

1 én*én
VkBT }’l(%

= v (@) + v (@ (@ Ray (@) — ta(@v ™ (@ (q) !

x 1y (v~ (q)

Kapq Mae b —Uysqs
+ apqp [(Aayezt) _ Mae V¢>qeq¢:| veds
V v V V

q—0 1

(64)

Here we used the known small-wave-vector expansions of
the elastic coefficients, which were defined in Eqgs. (14).

They follow from DFT relations expressing translational and
rotational symmetry [2]. Noting that only the symmetrized
combinations in « <> ¥ and € <> ¢ of the term in square
brackets are relevant, and with the help of Egs. (39), this
expression can be further simplified to

1 dn*dén
VkgT\ n}

g=0 1 Wapqp Maetbye 1 lys9s
=0~ B (Clyy — P )gegs ] P2

(65)

This expression would agree with the thermodynamic one
(50), if the factors of gggs canceled g.g. That the limitg — 0
is not that simple can be seen even for highly symmetric crys-
tals. For a cubic crystal, the correlation function yields different
results in the small-g limit (65) depending on the direction of
q relative to the unit cell. And for the hypothetical model of
an isotropic crystal, the small-g limit (65) is direction inde-
pendent, but differs from the thermodynamic value from (50).
The latter simplified case allows us to identify the origin of the
discrepancy and will be studied in detail in the next section.

A. Perfect crystal embedded in a matrix

To study the difference in more detail, it is, as a first
simplification, more convenient to look at the simpler problem
of aperfect crystal. In this section we also use the more familiar
expressions of elasticity theory. The connection to the terms
used so far is given in Appendix B. For a perfect crystal the
correlations of the displacement field is given by the (inverse)
of the dynamical matrix Dyg(q) (for particles with mass m):

VkgT

(Sugdup) = Dy (@) (66)

The coarse-grained density fluctuation for a perfect crystal is
dn(q,t) = —inpq,Suy(q,t) and the dynamical matrix is related
with the elastic constants [1] via Dq, (Q)Cagysqpqs/(mno).
Thus for the coarse-grained density correlation function we get

(6n*én) 1 1

- q—0 _1
_ =0, (C. ’
VkpTn} (@gp 9o (Cacpypqeds)” qp

(67)

—— 4,D-
mnoqa op

which shows the same problem in the limit ¢ — 0 as arises in
Eq. (65), when compared to the thermodynamic compressibil-
ity of an ideal crystal [40] Kie=(C ;ﬂly 5)8ap08ys (contraction of
the inverse of the matrix of elastic constants). For an isotropic
crystal the elastic tensor simplifies to the two Lamé coefficients
Copys = Aapdys + 1(8ay 8ps + Susdpy); see Appendix C.
(Note that for notational simplicity the superscript c is dropped
in this subsection, and that the symbol p stands for the second
Lamé coefficient in the present discussion of isotropic solids
only.) Thus, the compressibility is (k€)™ = A + % W, whereas
the correlation function yields A 4+ 2u (which corresponds to
the longitudinal speed of sound).

To show the origin of this difference we consider an
isotropic (ideal) solid for which the so called fundamen-
tal solution of elasticity is known. Other symmetries with
known solutions are hexagonal [42] and pentagonal [43]. The
corresponding problem in two dimensions can be found in
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[44]. We consider a three-dimensional sphere with volume
Vp embedded in a spherical matrix V of the same isotropic
material. The radius Rp of the embedded sphere is increased
Rp — Rp + Ar and the surrounding matrix is compressed.
To determine the displacement field and the elastic energy of
such a deformation one has to solve the equation of elastostatic
theory, which is the vanishing of the divergence of the stress
tensor, or in terms of displacement field

VﬂCaﬁyaVyu,; =0. (68)

The solution is a sphere with increased volume Vg 4+ AVp.
The only nonvanishing displacement field is (homogeneous
dilatation)

x

r < Rp,

5 A7, 69
= Ar(%)z r > Rp. (69)

This yields for the total elastic energy

Vg (AVE) 2 4 Vs
= () [ 5e) 3= 7)) o

The first part is due to the stretched sphere and the second
contribution is from the surrounding matrix. Thus, depending
on the ratio % the relevant combination of elastic constants

changes from A + %u for (% — 1) to A 4+ 2u for (% — 0).
In the limit of vanishing shear modulus w the difference
vanishes. Thus, for a fluid it does not matter if one determines
the volume fluctuations of a small sphere in surrounding fluid
(of the same kind) or if one looks at the global fluctuations of
the whole system.

It is worthwhile to note that the same ratio between these
two combinations of Lamé coefficients appears in a related
context. In Eshelby’s study [45] of an inclusion in a matrix of
elastic material, the so called constrained strain ugﬂ is given

by the stress-free strain ugﬁ:

oo A‘ + 2“ oo
This calculation has recently been extended to atomistic
inclusions [46], which could be used to test approximations
in the present DFT approach. An analogous problem is a
polar fluid in a dielectric medium [25,47,48]. There, the
susceptibilities show a directional dependence due to the
dipolar interaction, and a different combination of dielectric
constants is relevant depending on the surrounding medium.

(71)

B. Generalized structure factor

The relations between the compressibility and the corre-
lations of the density fluctuations in a crystal are different
from that in a fluid. A difference can be seen in the elements
of the generalized structure factor which contribute to the
compressibility.

We recall that the generalized structure factor is defined by
[29]

1 . .
k) = [ a'ny [ s optrnsoey) e ieRe s

1
= v (0p(8/2 + k)dp(g/2 — k). (72)

[with R = (r;{ + r3)/2 and Ar = r; — r3] and its So(k) ele-
ment is measured in a scattering experiment [1,36] at wave
vector k.

In a liquid, where translational invariance dictates that only
So(k) is nonvanishing and isotropic, its connection [25,26] to
the compressibility is well known Sy(k — 0) — n%kg Tk.To
convince oneself that such a connection does not hold in a
crystal, the definition of the coarse-grained density Eq. (8) can
be used to derive

Sn*én 1
(M) = < X o0+ ot +
0 0 gg

Q) g P
=\ > ng » Sg<§—g—q S(g—g — ®ny
0 gg g

2 d 4o
= (Aj;z) Z”g’sgfg’ (__g 2g —(I)”; (73)
0

g.g

where the left-hand side becomes « for q to zero in the
fluid case. Clearly, every element of (5p*(g + q)dp(g + q))
is involved, not just the one with vanishing reciprocal lattice
vector g =g = 0. Also the correlation of coarse-grained
density fluctuations is given by a combination of generalized
structure factors Sg_g( — (g + g)/2 — q) in the limit ¢ — 0
and not just by Sz_o(q — 0) as for a fluid. Although the
possibility that the right-hand side of the last equation is
indeed the compressibility cannot be ruled out, it seems rather
unlikely.

VI. AN EXAMPLE: CLUSTER CRYSTALS

To test the theory presented in the preceding sections,
single-component crystals of Bravais symmetry formed by
spherical particles provide the closest cases. Large densities
of local defects are desirable since the strength of the theory
is its ability to account for the coupling of strain and defects
densities. Additionally, a good approximate DFT functional
should be available. Recently, cluster crystals made from soft
particles were discovered which satisfy these criteria and are
thus ideally suited for testing the theory.

A. Model and approximate density functional theory

We consider a system of spherically symmetric particles
interacting via a purely repulsive, bounded pair potential.
Following earlier studies [16,17], we use a generalized
exponential model of exponent four (GEM-4),

D) =ce ), (74)

The GEM-4-system shows several interesting properties. The
finite upper bound of the potential allows cluster formation,
i.e., the occupation of one lattice site by several particles. The
GEM-4 system crystallizes in the fcc and bee phases, and at
low temperatures it undergoes isostructural phase transitions
between fcc phases with integer occupation numbers per lattice
site. At higher temperatures hopping of the particles between
the lattice sites is possible and leads to a continuous, average
occupation number. For the average density distribution of the
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cluster crystal the following ansatz is chosen [17]

3

p(r) = nc(%)E Z e er—RY (75)
R

with the occupation number 7., the inverse width of the
(Gaussian) density distribution around a single lattice site «,
and the lattice vectors R. With this ansatz and an appropriate
free energy functional one can get the parameters n,. and
a for given temperatures, and average densities through
minimization of the functional. Then, the equilibrium state can
be found by a direct comparison of the free energies of each
phase. For the description of the phase diagram of the GEM-4,
Mladek and coworkers found that a liquid-like mean-field
approximation is appropriate [18] which leads to the simple
expression for the direct correlation function c(ry,r3)

c(ry,rp) =c(r) = —Bo(r), with r =1Ir —ry|. (76)
This results in the following free energy functional:

Flpl = Fialpl + Fexlpl,

1
Fulr) = / Cripm @A’ — p@).  (77)

Fulpl = 5 [ dripw) [ s eo),

Here A denotes the thermal de Broglie wavelength. By
subtracting the free energy of the fluid from the crystal one,
the parameter A can be eliminated without changing the
position of the minimum of the crystal free energy functional.
Similarly, dividing by the average density ny does not change
the free energy functional minimum, but leads to a convenient
expression

~ ne 2 kBT Af
! 3005 ) T 3
noo noo-€ nopo -

kgT ne 3 oao? 1
- m 22 4
noo3e noo3 2 em

z Zef%cbg,

g#0

(78)

with the Fourier-transformed potential ®4. As we alluded to
earlier, the free energy functional (78) is to be minimized with
respect to n, and «. The resulting, normalized free energy
only depends on the single (dimensionless) thermodynamic
parameter n’;’; Ie. Thus, the fluid-bcc and the fcc-bee phase
transitions lie on straight lines drawn from the origin of the
T-no phase diagram. It should be noted that the free energy

functional (78) is minimized by the ratio n:;3 instead of n.

about 43% in the whole solid phase; i.e., the system changes
its density mainly due to changes in the occupation number
and not due to changes in the lattice constant [18].

B. Compressibility and occupation number covariance

After minimizing the free energy and obtaining the average
density profile, the elastic coefficients from Eq. (14), which
are relevant for the compressibilities, can be calculated by
straightforward integrations in the reciprocal space. The
thermodynamic derivatives then follow from the relations in

09 F E

0.8 . |

0.7 | E

fee bee fluid
0.6 F 0 b

kn3eod

0.4 W ]

0.3 F D E

0.2 1 1 L
0 0.05 0.1 0.15 0.2
kpT/(engo?)

FIG. 1. (Color online) Compressibilities of the GEM-4 system in
units of [n3ec?]™!
While « is taken at fixed stress hqp, k¢ is taken at fixed stress oyg,
and «© is the approximation neglecting the strain-density coupling
introduced in Eq. (54). The approximation x =~ 1/v to neglect the
strain-defect density coupling holds within the line thickness; see
Fig. 4.

Sec. IV C. Figure 1 shows three compressibility-like quantities
in all stable phases obtained from the mean-field DFT
functional (78). The compressibility « is taken at fixed stress
hyp and describes the density change with chemical potential
w. The susceptibility «¢ is taken at fixed stress o, and
captures the defect density change with . The quantities «°
and 1/v are approximations neglecting the strain-density and
strain-defect density coupling, respectively. In reduced units,
the thermodynamic derivatives change little throughout the
complete stable fcc phase. In the bee crystal, defect fluctuations
grow appreciably with increasing temperature. The fluid is
less compressible than the solids, as follows from the familiar
expression of the isothermal compressibility [25], «Mid =
1/v = (dn/d)/n3. The neglect of the coupling between
strain and defect density qualitatively fails in the crystal
phases. The full compressibility « differs strongly from the
approximation «°, where both fields are assumed uncorrelated.
Thus, the widely made approximation [40] which identifies «
and «© fails for cluster crystals. The very close agreement
between « and 1/v, on the other hand, indicates that the
coupling between strain and density fluctuations is negligible,
i.e., iap ~ 0; see Sec. IV C 1. Cluster crystals predominantly
accommodate density changes by increasing the occupation
numbers while keeping the lattice constants almost fixed
[17]. Equation (57) allows us to quantify the contribution
of the lattice straining to the compressibility The value of

a”"“ ln is lower than 2 x 10~*x in magnitude and can even
be negative. With the approximation pqg 2 0, the coefficient
Mop becomes g ~ vyp and the formulas for «“ and «
simplify to k¢~ v=! + SO,ﬂ(Cgﬁya)”(Sy(; and k% ~ Kk ~ vl
Density changes with chemical potential similarly at fixed h
and o stress tensors. This is in strong contrast to the ideal
crystal where k° equals ¢ and both vanish.
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FIG. 2. (Color online) The bulk modulus B = Kl in dimension-
less units for three different temperatures versus noo?>. The three
points are MC simulation results [16].

For a comparison with Monte Carlo (MC) simulations the
compressibility ¥ from Eq. (50) is identified as inverse bulk
modulus B obtained in Ref. [16]. Figure 2 shows this bulk
modulus for three temperatures versus the average density.
The deviation of the theoretical predictions from the simulation
data by about 15% is in the same range as the deviation of the
calculated fcc-bec transitions from the simulated [16] ones;
this error is roughly 10%.

The cluster crystal is an interesting model in the context
of defect density fluctuations. The role of the defect density
is taken by the occupation number n, which obviously is an
averaged number; it takes real values, while a single lattice
site can only be occupied with an integer number of particles.
There has to be a distribution in occupation numbers with the
mean value n, and standard deviation \/(An2) which should
be connected with (§cdc). An. is the occupation number
fluctuation for each lattice site, so the density Sc(r) has to
be integrated over one primitive cell to become equivalent.
To simplify, we assume that the correlation in occupation
number/defect density fluctuation vanishes after the first
Wigner-Seitz cell; i.e., the occupation number fluctuation of
each lattice site is independent. With N /n. the number of
lattice sites

N
1% / d’r (8c(r)8c(0)) = —(An?). (79)
ne
This can be rewritten using the compressibility «¢ from
Eq. (59):

(An?) = knkyT (”-) (80)
no

Assuming a Gaussian distribution, there is a good match of the
results for the fcc lattice with MC simulations [17], as seen
in Fig. 3. Table I collects the values of the averages of the
occupation numbers obtained from the mean-field functional
(78) and of their variances obtained through Eq. (80). Also the
percentage deviations from the parameters obtained from the
Gaussian fits to the MC data are shown. The averages agree
within 1% for both lattices and the variances agree for the fcc

0.4 T T T T T T

bee, ngo® = 6.5
0.35 | bee, nga® =17.5 n 1
fee, 7100'_3 =85
03t fee, ngo® =9 |
0.25 } ]
O
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E 02F J
=
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0.1 n J
0.05 J
]
0 B NI_/\ X f N A . & X
8 10 12 14 16 18 20 22

occupancy n

FIG. 3. (Color online) Probability distribution functions for the
occupation numbers in GEM-4 cluster crystals of fcc and bee structure
from MC simulations [17]. Gaussian distributions with the variances
calculated from Eq. (80) and the mean value n. obtained through
minimization of Eq. (78) (lines from left to right with increasing nyo*)
are compared with the MC data (symbols). Complete parameters are
given in Table L.

lattice within 10%, which is the same magnitude as for the
bulk modulus. For the bcc lattice bigger differences between
the theoretical and the simulated [17] occupation number
distributions are observed for reasons unclear at present. The
variances of defect fluctuations in bee and fcc crystals are more
different in the simulations than predicted theoretically.

C. Dispersion relations and macroscopic density
correlation function

The correlation functions for the coarse-grained fields
can be obtained from the q-dependent elastic coefficients
according to Eq. (17). They follow from the density profile
obtained by minimizing the DFT free energy functional. The
top panel in Fig. 4 shows the dispersion relations obtained from
diagonalizing the dynamic matrix appearing in the wave equa-
tion of the momentum density [2]: Deg(q) = Aqpg(q)/(mnyp)
with particle mass m, and A given in Eq. (19). A typical state
with fcc lattice is considered. The eigenfrequencies @ of Dqg
exhibit the familiar longitudinal and (up to two) transversal
acoustic branches depending on the q directions followed

TABLE 1. Variances and averages of the occupation numbers in
cluster crystals with fcc and bec structure at selected state points. The
MC results are obtained from Gaussian fits to Monte Carlo simulation
data [17]; the complete distributions are compared in Fig. 3. The
theoretical results for the averages follow from the mean-field DFT
functional (78) and for the variances from (80).

(An?) ne
kpT /e noo> MC theory A (%) MC theory A (%)
bcc 1 6.5 1.76 1.32 333 1334 1324 0.76
1.1 75 166 137 21.2 1531 1525 0.39
fce 1.1 8.5 123 1.31 6.5 1748 1749 0.06
1 9 1.12 1.24 10.7 18.25 1844 1.04
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FIG. 4. (Color online) Top panel: Phonon dispersion relation for
a cluster crystal with fcc structure along four symmetry lines in the
first Brillouin zone; the state at k3T /e = 1.1 and ngo*® = 8.5 is also
included in Figs. 2 and 3 and Table 1. Bottom panel: The q-dependent
density correlation function from Eq. (64) and its dominating part for
small ¢ given by v='(q) (dashed blue line). Insets: The difference
of both quantities A(q) = (§n’(q))o’/V — v‘l(q)kBTng in a small
range around q = 0 for the same symmetry lines. The different limits
A(q — 0) depending on direction are apparent.

in the first Brillouin zone. Remarkably, the high degree of
disorder contained in the broad distributions of occupation
numbers does not weaken the solid overly; the dispersion
relations exhibit the shapes familiar from ideal solids and
assume magnitudes comparable to the values obtained from
potential expansions at 7 = 0 assuming ideality [18].

While the direction dependence of the dispersion relations
is familiar, the concomitant direction dependence of the
density correlation functions had not been established. The
lower panel in Fig. 4 shows the density correlation function
(6n*(q)dn(q)) from Eq. (67) and v(q) from Eq. (14a). The
latter is the g-dependent generalization of the thermodynamic
derivative v = n%(a,u/an)uaﬁ from Eq. (39). Both functions

almost completely agree for small wave vectors because of
the extremely weak coupling between density and strain in
cluster crystals; the coefficient Bzf/anauaﬂ = lap = MoSup
from Eq. (39b), which is diagonal in fcc lattices, is very
small: wo/v ~ 2 x 10~*. Both functions start deviating for
wave vectors approaching the Brillouin zone boundary. Be-
cause v(q) possesses a regular small-q expansion given in
Eq. (14b), the nonanalyticity of the density correlation function
can be brought out by considering the difference A(q) =
(8n(q))o3/V — v=1(q)k Tn3. This A is small for small wave
vectors because the small factor w enters quadratically. Yet,
it clearly shows different limits for ¢ — O resulting from the
direction dependence discussed in context with Eq. (65). The
insets in Fig. 4 show the curves obtained from taking the limit
q — 0 along high-symmetry directions in the first Brillouin
zone of an fcc cluster crystal. The directions go from the center
I' of the Brillouin zone along direction [120] (given by Miller
indices [36]) to the point W, along [010] to X, along [111] to
L, and along [110] to K. Along each of these directions, the
density correlation function (6n*(q)dn(q)) takes a different
limit for ¢ — 0. The very small magnitude of the differences
results from the small value of 11 /v specific to cluster crystals;
the differences are numerically reliable.

D. Discussion of low-temperature phase transitions

Figure 1 shows only little variation of k“nj, especially in
the low temperature/high density range. Because 2< also varies
little, the variance of the occupation number fluctuations,
(An?), is nearly independent of the density and scales mainly
with the temperature. This points to an internal inconsistency
of the mean-field description at low temperatures. The width of
the occupation number distributions vanishes for 7 — 0, yet,
noninteger average occupation numbers can occur. The failure
to find integer occupations clearly indicates the breakdown
of mean-field theory for low temperatures. Simulations show
that the phase diagram of the GEM-4 system exhibits fcc
phases where the occupation numbers take integer values
at low temperatures [19,20]. Phase coexistence regions lie
between them; see Fig. 5 showing simulations from Ref. [19].
At critical temperatures each coexistence region vanishes, and
the homogeneous fcc phase with a distribution of occupations
becomes stable. The MC simulations [19] suggest that these
critical temperatures are nearly identical for each phase
coexistence; i.e., they are nearly independent of the density.
The mean-field density functional approach only describes the
homogeneous distributed phase and misses the coexistence
regions at low temperatures. Potential energy minimization at
zero temperature gives homogeneous integer occupations and
rationalizes their coexistences [18].

Still, the knowledge of the occupation number fluctuations
in the homogeneous phase allows us to establish a criterion
when the homogeneous phase is not consistent. We suggest that
there is a threshold of the occupation number variance (An%)
where the hopping between the lattice sites becomes strong
enough to lift the (zero-temperature) restriction of integer
occupation numbers. Consequently, for temperatures below
this value, we expect the mean-field density functional (78) to
breakdown and integer occupation phases to become stable,
as holds at zero temperature. Figure 5 shows that the estimate
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FIG. 5. (Color online) Low-temperature phase diagram of the
GEM-4 system as determined in MC simulations [19] (squares)
and phonon theory [49] (crosses); red points connected by lines as
guides to the eye indicate the coexistence regions. Pure fcc phases
with integer site-occupations (denoted fccn withn = 2,3, .. .) survive
only at extremely low temperatures. Mean-field DFT provides a good
estimates of the critical temperatures for a reasonable numerical value
of the occupation number variance, /(An2) = 0.3 (labeled blue line).

of the occupation number deviation \/(An2) = 0.3 gives an
order-of-magnitude estimate of the critical temperatures.

The adequacy of the suggested criterion and the stability
of the estimate can be studied in a little more detail. Figure 6
shows the occupation number fluctuation for several phases
with integer occupations as function of temperature. Here
integer occupation numbers were enforced by hand before

04 ]

O — :
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n2
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kT /e =0.0471 1
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FIG. 6. (Color online) The occupation number fluctuation
V/ {An2) (standard deviation) versus the temperature in units of € / k.
The standard deviation is a function of temperature and density. It is
plotted for several integer occupied states. The densities are chosen
with the approximationn./n & 2, which differs by about two percent
from the optimal DFT-value. The red dotted line denotes the point
of the curve at the critical temperature kz7,./e = 0.471 which is
obtained from [N]pT simulations [20]; the blue line is the estimate
of Fig. 5.

minimizing the functional in Eq. (78) by varying o only.
The critical temperatures observed in simulations are quite
compatible with an occupation number variation of \/(An2) ~
0.25, which appears a rather reasonable value for enabling
hopping to smear out the occupation numbers on different
lattice sites. Moreover, varying the value of this criterion
moves the estimates of the critical temperatures only little.
For different integer occupations, they differ only slightly.

VII. CONCLUSIONS AND OUTLOOK

We derived the thermodynamic expression for the isother-
mal compressibility « in a general single-component crystal of
arbitrary space group symmetry, which may contain any high
concentration of local defects, and discussed its connection
to the small-wave-vector limit of the density correlation
function. The correlation functions of coarse-grained fields
of macroscopic elasticity theory were calculated within the
framework of density functional theory, allowing for a finite
density of defects. Explicit expressions for the complete
set of coefficients in the phenomenological free energy in
terms of the direct correlation function of density functional
theory were obtained. The correlation function of the coarse-
grained density field does not, in general, determine the
compressibility. For the case of an ideal isotropic solid, we
could identify the origin of the discrepancy from a calculation
in macroscopic elasticity theory. It arises from the long-
ranged strain fluctuations which decay like 1/7° and thereby
cause boundary effects to enter the elastic energy. While in
systems with spontaneously broken symmetry, anomalous
longitudinal correlations exist in general [50] (besides the
familiar symmetry-restoring fluctuations [23]), the present
observation appears more related to long-ranged dipolar
correlations in polar fluids [51]. There, the dielectric tensor
in response to the vacuum electric field depends on the shape
of the material and on the boundary conditions. It can be
connected to a well-defined isotropic dielectric constant only
via shape-dependent and boundary-effect-dependent distri-
bution functions. To work out a corresponding relation for
arbitrary symmetries and sample shapes of crystalline solids
is left for future work. Crystals also contain topological
defects [1], which destroy the long-ranged order and affect
the macroscopic elasticity [39,52]. They have been considered
within DFT [53], which could be used in future extensions
of the present approach. Also the nonlinearities of elasticity
theory, which become important for larger deformations [54],
require future extensions of the approach in Ref. [2] based
on nonlinear generalizations of projection operator techniques
[55].

We applied the theory to the elasticity of cluster crystals
made by soft particles. In these crystals, the fluctuating
occupation numbers of lattice sites play the role of local
defects and strongly affect the stable phases and their material
responses. Therefore, cluster crystals appear an ideal system to
test our theory. The obtained compressibilities and occupation
number distributions compare well with data obtained in
Monte Carlo simulations. Mean-field theory breaks down at
low temperatures. Yet, the theory can be used in order to
identify the temperature range where mean-field theory breaks
down. This provides rather reasonable and stable estimates for
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the critical temperatures, below which the zero-temperature
phases with integer occupation numbers are stable.

ACKNOWLEDGMENTS

We thank Florian Miserez and Tadeus Ras for useful
discussions. This work was partially funded by the German
Excellence Initiative (C.W. and M.F.). The work was started
when G.S. visited Konstanz, which was made possible by
the Humboldt Foundation and Zukunftskolleg of Universitat
Konstanz. Partial support by NSF Grants No. CHE 0909676
and No. CHE 1213401 is gratefully acknowledged (G.S.).

APPENDIX A: THERMODYNAMIC MANIPULATIONS

As a consequence of (47) a Gibbs-Duhem relation can be
derived:

—Vdp + Ndp + Upgdhoy = 0. (A1)

It states that the pressure obeys p = p(u,hqp), which can
be used to simplify the total differential of the free energy
density per volume f = F/V = un — p +ugghep. It is a
proper density because the free energy F is a homogeneous
function of its extensive variables. As a first result, from the
Gibbs-Duhem relation (A1), the total differential of f given
in Eq. (49) follows. Also Eq. (Al) yields for an isothermal
change with dhqg =0

Ndp = Vdp, (A2)
which can be used for
1 ON 10N _0n
N@ V. has h v% V. hap a % V,hag
_ _MdV = nok. (A3)
V ap Nohas

This verifies Eq. (48) as the compressibility at constant stress
tensor Agg.

Alternative formula for « and «¢

The discussion of the quadratic terms in the free energy can
be related to more standard thermodynamic considerations,
which provides additional support for our results. To find an
alternative formula for the compressibility at constant strain
hep, we start with Eq. (A3) and assume a relation u(h, w):

1 on 1 on 1 on Ougp
T 2o,  nmlon 2 s |, D (A4
nO 124 /‘La;; n() w Uap nO af " 128 hng
The last derivative is at constant s,g. With
oh oh
0=dhey = —2| dugs + —Ldp, (A5)
g |, au
it can be written as
-1
3ualg _ 3hy3 8hy5 (A6)
a,u hap auaﬁ " a'u’ u,x,q’

which leads to the alternative formula

-1
10 1 0 oh oh
= _2_n - . 72 v8 (A7)
ng Oy, — ng Otap |, \ dttap |, oy,
The inverse of
f
= Cupys
Buaﬁuwg
is defined by [40]
Colﬁy(sc;sluu = %(&w‘sﬂv + Savpu)- (A8)

The unusual definition for the “unit matrix” is a consequence
from the symmetrization of the strain tensor, uyg = %(Vau g+
Vi), and holds for all second-order derivatives with respect
to Ugp-

The thermodynamic derivatives can be expressed through
the elastic coefficients v, pqg,Cogys as follows: The first term
of the compressibility is basically the only nonvanishing term

in the fluid limit:
3 —1
= (n(z)_l’L ) — vfl'
on s

1 on
For the second term the chemical potential w is expressed as a

— A9
i (A9)
function of density and strain tensor t(n,uqg),

Uap

d B
di= L1 dn+ 2| dug, (A10)
on o g |,
which yields
d 9 K
Al - —<—“ ) P oo es. (AL
Ougg u on s Outgg |,
The last two terms are
8hV5 o 8hy5 8]’1y5 on
ugp |, N it |, on o g |,
= Clyyy — tapv ™ 1y, (A12)
dhys|  hys (au )‘1
I tap on tap on s
= —ngv ' ys. (A13)

Now the alternative formula (A7) can be expressed with v, ti4g,
and Cgg, 5, which yields Eq. (42).
The same procedure can be applied to x¢, which leads to
Muﬂ

~1
do 12 do 12
M Ougp u o
(Al14)
which is an alternative to Eq. (60). The following connection
to the elastic constants,

_ 1 ac

1 dc
n% o

n3 g

c

’

uaﬂ

19
—S 2l = (A15)
ng op o
3 3 R .
< =—(—“ ) B = v ' (A16)
g |, aC [, ugg |,
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=C¢ _ ¢ \)71 c
Dutap |, apys — HapV  Hys
= Cly s — HapV ™ ys = oo Al7
— “aBys Maﬂv M}/S - Buuﬁ ) ( )
"
do. § _ .
= = —ngv gy, (A18)
oy,

can be used to reproduce Eq. (45). Equation (A17) represents
the elastic constants at constant chemical potential discussed
in Ref. [1].

APPENDIX B: ELASTICITY
With the expressions of Sec. III B 2, Eq. (66) reads

(Suldug) = VkpT ALy (). (B1)

This follows from Eq. (18) with V,(q) = 0, or ,ugﬂ = Vi +
Hepg =0 in the low-¢g limit, for a crystal with vanishing
coupling between strain and defects. If we assume the crystal
to be ideal, viz. defect free, then additionally the defect density
correlations (§cdc) and with it £ should be zero. This implies
that v(q)~! vanishes, as follows from Eq. (18). The correlations
of the coarse-grained density Eq. (17a) then become

O] b @as = 4u(C lap. (B2)
VkBTn% = qu af q 61;3 = qu aeﬂ¢qeq¢ C]ﬁ,

where we used the small-g expansion of the constants of
elasticity and took care of the proper symmetric combination
as discussed in [2]. The elastic constants C,g,s of (ideal)
elasticity theory correspond to Cy, 5 in Eq. (43c¢). In this ideal
crystal approximation, the compressibility becomes

3

k= 8up(Capys)'8ys = Y _(Cij)™".

i,j=1

(B3)

Note that the limit k¢ = 0 and Eq. (63) also imply «° = 0,
while « has a finite limit, showing the difference arising from
the different constant stress tensors.

The elastostatic theory is contained in the static limit of the
hydrodynamic equations of motion; see Eqs. (87) in Ref. [2].
Without point defects the only nonvanishing equation is (87c¢),
which then reads

qgCapysqsit, = 0. (B4)

But this is just the Fourier-transformed equation of elastostat-
ics (68).

APPENDIX C: ISOTROPIC SOLIDS

Often, it is useful to simplify the tensorial expressions
of elasticity theory and to consider an isotropic solid [1].
Appendix C connects to these discussions and points out
different possibilities to define bulk moduli.

For isotropic solids, a tensor of elastic coefficients Cegy s
is determined by two Lamé coefficients: Cgpy5 = Adqg0,s +
1(8ay8ps + 8aspy) and pgp simplifies to uoéaﬂ. (Note that
we follow standard practice [1,28] in calling the second
Lamé coefficient u even though we used this letter for other
quantities already.) In the isotropic case, the compressibility
from Eqs. (42) and (50) becomes

0y2\ —1I
K0 = (u - ('l;n) ) , (C1)
with a bulk modulus at fixed total density
ny— n -1 n n -1
(B") ™ = 8up(Capsy) 8y = (3" +31") (€2)

This is the same as in Ref. [1]. There, a bulk modulus at
constant stress tensor h,g has been defined, which is equal
to the inverse of the strain part of the compressibility given
in Eq. (57), (BMRetlih-1 — —a'ﬁhnﬁ- In general it differs
from «*° because of the second term in Eq. (55). The limit
of an ideal crystal is attained for u° +v =0 and v — o0, so
that A" — v — A¢, while the second Lamé coefficient remains
unaffected.
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