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Abstract

In this paper we extend the classical method of lattice dynamics to defective crystals with partial symme-
tries. We start by a nominal defect configuration and first relax it statically. Having the static equilibrium
configuration, we use a quasiharmonic lattice dynamics approach to approximate the free energy. Finally, the
defect structure at a finite temperature is obtained by minimizing the approximate Helmholtz free energy.
For higher temperatures we take the relaxed configuration at a lower temperature as the reference config-
uration. This method can be used to semi-analytically study the structure of defects at low but non-zero
temperatures, where molecular dynamics cannot be used. As an example, we obtain the finite tempera-
ture structure of two 180° domain walls in a 2-D lattice of interacting dipoles. We dynamically relax both
the position and polarization vectors. In particular, we show that increasing temperature the domain wall
thicknesses increase.
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1 Introduction

Although it has been recognized that defects play an important role in nanostructured materials, the fundamen-
tal understanding of how defects alter the material properties is not satisfactory. The link between defects and
the macroscopic behavior of materials remains a challenging problem. Classical mechanics of defects that studies
materials with microscale defects is based on continuum theories with phenomenological constitutive relations.
In the nanoscale, the continuum quantities such as stress and strain become ill defined. In addition, due to size
effects, to study defects in nano-structured materials, non-classical solutions of defect fields is necessary [22].
The application of continuum mechanics to small-scale problems is problematic; atomistic numerical methods
such as ab initio calculations [43; 48], Molecular Dynamics (MD) simulations [25; 21] and Monte Carlo (MC)
simulations [70; 45] can be used for nanoscale mechanical analyses. However, the application of these methods
is largely restricted by the size limit and the periodicity requirements. Current ab initio techniques are unable
of handling systems with more than a few hundred atoms. Molecular dynamics simulations can model larger
systems, however, MD is based on equations of classical mechanics and thus cannot be used for low tempera-
tures, where quantum effects are dominant. Engineering with very small structures requires the ability to solve
inverse problems and this cannot be achieved through purely numerical methods. What is ideally needed is a
systematic method of analysis of solids with defects that is capable of treating finite temperature effects.

The only analytic/semi-analytic method for solving zero-temperature defect problems in the lattice scale is
the method of lattice statics. The method of lattice statics was introduced in [41; 26]. This method has been
used for point defects [14; 16], for cracks [10; 11; 24], and also for dislocations [4; 11; 12; 40; 55; 63]. More details
and history can be found in [3; 4; 5; 14; 15; 20; 44; 49; 55; 64] and references therein. Lattice statics is based
on energy minimization and cannot be used at finite temperatures. The other restriction of most lattice statics
calculations is the harmonic approximation, which can be too crude close to defects. Recently, motivated by
applications in ferroelectrics, we developed a general theory of anharmonic lattice statics capable of semi-analytic
modeling of different defective crystals governed by different types of interatomic potentials [68; 69; 28]. At
finite temperatures, the use of quantum mechanics-based lattice dynamics is necessary. Unfortunately, lattice
dynamics has mostly been used for perfect crystals and for understanding their thermodynamic properties
[3; 8; 32; 35; 44; 51; 65]. There is not much in the literature on corrections for anharmonic effects and systematic
solution techniques for defective crystals. Some of these issues will be addressed in this paper.

In order to accurately predict the mechanical properties of nanosize devices one would need to take into
account the effect of finite temperatures. It should be mentioned that most multiscale methods so far have
been formulated for 7' = 0 calculations. An example is the quasi-continuum method [49; 57]. However, recently
there have been several attempts in extending this method for finite temperatures [7; 9; 36; 58]. As Forsblom,
et al. [19] mention, very little is known about the vibrational properties of defects in crystalline solids. Sanati
and Esetreicher [54] showed the importance of vibrational effects in semi-conductors and the necessity of free
energy calculations. Lattice dynamics [3; 51] has been ignored with the exception of some very recent works
[60]. As examples of finite-temperature defect solutions we can mention Taylor, et al. [59; 61] who discuss
quasiharmonic lattice dynamics for three-body interactions in bulk crystals. Taylor, et al. [62] consider a slab,
i.e., a system that is periodic only in two directions. They basically consider a supercell that is repeated in the
plane periodically. As Allan, et al. [1; 2] conclude, a combination of quasiharmonic lattice dynamics, molecular
dynamics, Monte Carlo simulations and ab initio calculations should be used in real applications. However, at
this time there is no systematic method of lattice dynamics for thermodynamic analysis of defective systems
that is also capable of capturing the anharmonic effects. We should mention that in many materials systems
lattice dynamics is a valid approximation up to two-third of the bulk melting temperature but it turns out
that harmonic approximation may not be adequate for free energy calculations of defects at high temperatures
(see [18] for discussions on Cu). Hansen, et al. [23] show that for Al surfaces above the Debye temperature
quasiharmonic lattice dynamic approximation starts to fail. Zhao, et al. [71] show that quasiharmonic lattice
dynamics accurately predicts the thermodynamic properties of silicon for temperatures up to 800 K. In this
paper, we are interested in low temperatures where MD fails while quasi-harmonic lattice dynamics is a good
approximation.

For understanding defect structures the main quantity of interest is the Helmholtz free energy. Free energy is
an important thermodynamic function that determines the relative phase stability and can be used to generate
other thermodynamic functions. In quasiharmonic lattice dynamics, for a system of n atoms, free energy is
computed by diagonalizing a 3n x 3n matrix that is obtained by quadratizing the Hamiltonian about a given
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static equilibrium configuration. Using similar ideas, for a perfect crystal with a unit cell with IV atoms, one can
compute the free energy by diagonalizing a 3N x 3N matrix in the reciprocal space. In the local quasiharmonic
approximation one assumes that atoms vibrate independently and thus all is needed for calculation of free energy
is to diagonalize n 3 x 3 matrices [38] (see Rickman and LeSar [53] for a recent review of the existing methods
for free energy calculations). These will be discussed in more detail in §3.

In this paper, we propose a theoretical framework of quasi-harmonic lattice dynamics to address the me-
chanics of defects in crystalline solids at low but finite temperatures. The main ideas are summarized as follows.
We think of a defective lattice problem as a discrete deformation of a collection of atoms to a discrete current
configuration. The lattice atoms are assumed to interact through some interatomic potentials. At finite tem-
peratures, the equilibrium positions of the atoms are not the same as their static equilibrium (7' = 0) positions;
the lattice atoms undergo thermal vibrations. The potential and Helmholtz free energies of the lattice are taken
as discrete functionals of the discrete deformation mapping. For finite temperature equilibrium problems, the
discrete nonlinear governing equations are linearized about a reference configuration. The finite-temperature
equilibrium configuration of the defective lattice can then be obtained semi-analytically. For finite temperature
dynamic problems, the Euler-Lagrange equations of motion of the lattice are casted into a system of ordinary
differential equations by superimposing the phonon modes. We should emphasize that our method of lattice
dynamics is not restricted to finite systems; defects in infinite lattices can be analyzed semi-analytically. The
only restriction is the use of interatomic potentials.

This paper is structured as follows. In §2 we briefly review the theory of anharmonic lattice statics presented
n [68] and [69]. We then present an overview of the basic ideas of the method of lattice dynamics for both
finite and infinite atomic systems in §3. This follows by an extension of these ideas to defective crystals with
partial symmetries. In §4 we formulate the lattice dynamics governing equations for a 2-D lattice of dipoles
with both short and long-range interactions. In §5 we study the temperature dependence of the structure of
two 180° domain walls in the dipole lattice. Conclusions are given in §6.

2 Anharmonic Lattice Statics

Consider a collection of atoms £ with the current configuration {xl}l e C R™ Assuming that there is a

discrete field of body forces {F'};cr, a necessary condition for the current position {x‘};cs to be in static
equilibrium is — 6x1 +F! =0, Vic L, where £ is the total static energy and is a function of the atomic
positions. These discrete governing equations are highly nonlinear. In order to obtain semi-analytical solutions,
we first linearize the governing equations with respect to a reference configuration By = {x{ };c. [68]. We leave
the reference configuration unspecified; at this point it would be enough to know that we usually choose the
reference configuration to be a nominal defect configuration [68; 69; 28].

Taylor expansion of the governing equations for an atom i about the reference configuration By = {x%}icr
reads

o0& ; o€ %€ 0%& , . .
_ L e - - . (%) —x)) — v —
ox? F ox? (Bo) OxiOx? (Bo) - ( JEL OxI Oxi (Bo) - (% = xp) = .. + F* = 0. (2.1)

J#i

X' —xp) =

Ignoring terms that are quadratic and higher in {xj - xg}7 we obtain

0%E ) .
_ ) ) —
Oxtox? (Bo) - ( x! XO + Z 6xJ6xZ )

]751

axi (By) +F"  VieL. (2.2)

Here, { 8x1 Bo)} is the discrete field of unbalanced forces.

Defective Crystals and Symmetry Reduction. In many defective crystals one can simplify the calcu-
lations by exploiting symmetries. A defect, by definition, is anything that breaks the translation invariance
symmetry of the crystal. However, it may happen that a given defect does not affect the translation invariance
of the crystal in one or two directions. With this idea, one can classify defective crystals into three groups: (i)
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with 1-D symmetry reduction, (ii) with 2-D symmetry reduction and (iii) with no symmetry reduction. Ex-
amples of (i), (ii) and (iii) are free surfaces, dislocations, and point defects, respectively [68]. Assume that the
defective crystal £ has a 1-D symmetry reduction, i.e. it can be partitioned into two-dimensional equivalence

classes as follows N
L=1]]Sra (2.3)
a€Z I=1

where Sy, is the equivalence class of all the atoms of type I and index « (see [68] and [28] for more details).
Here, we assume that £ is a multilattice of IV simple lattices. For a free surface, for example, each equivalence
class is a set of atoms lying on a plane parallel to the free surface. Using this partitioning for ¢ = I« one can

write
0%E 5
: CW(B‘J)' )= Z > 3Xj3xl o) (x77 =) (2.4)

BEZ J=13j€S;3
JF#i

where the prime on the first sum means that the term J8 = I« is omitted. The linearized discrete governing
equations are then written as [68]

N N
Z/ Z Kraspu’? 4+ [ - Z/ Z Kiasp | u'® = f1a, (2.5)

BeZ J=1 BezZ J=1
where
0%E o0& J ; i .
KIO(J,B = W(BO), f[a = a Hola (BO) + FIOM JB = X‘Jﬁ — XOB =xJ — X'é A ¥l S SJﬁ (26)
JESp
The governing equations in terms of unit cell displacement vector U, = (u}x, coudy )T can be written as
> As(@)Uayp=Fo acZ, (2.7)

BEZ

where Ag(a) € R¥3NV>3N U, F, € R*. This is a linear vector-valued ordinary difference equation with
variable coefficient matrices. The unit cell force vectors and the unit cell stiffness matrices are defined as

F, Kicig Kiazg -+ Kiang
“ Ko Kaazg -+ Kaang
F, = : , Ag(a) = ) ) ) a, B € L. (2.8)
o _ : _
N Knyaig Kna2g - Kyang

Note that, in general, Ag need not be symmetric [68]. The resulting system of difference equations can be
solved directly or using discrete Fourier transform [68].

Hessian Matrix for the Bulk Crystal. A bulk crystal is a defective crystal with a 0-D symmetry reduction.
Governing equations for atom I in the unit cell n = 0 read — 25 +F; =0, I = 1,..., N. Linearization about
By = {X!} yields

%€ 0?E ; , o€

ppmdCOR (x! —x1) +Za T (Bo) - (O = XI) 4 = == (Bo) + Fy I=1,..,N. (2.9)
J#I
Note that
8275(60) Z > -X)+ > )-(x) —X7).  (2.10)
OxIoxi 3x1 ﬁxﬂ 8 Ox!0xJ 8xﬂ

jEL J=1i€Ly jeL;
J#I J#I J#I
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We also know that because of translation invariance of the potential

02%¢& 0%
cront (50) = = 2, ey () (2.11)
J#£I

Therefore, the linearized governing equations can be written as

N N
> Kpu! + ( > KU> u =f! I=1,..,N, (2.12)
J=1 J=1

TZ1 T£I

o€

I
B =l

By)+F;, uw=x/-X'=xI-XI VjeL,. (2.13)

The Hessian matrix of the bulk crystal is defined as

Kll K12 KlN
K21 K22 K2N

H= . . ) . , (2.14)
KNl KN2 KNN

where K ;; = K. Stability of the bulk crystal dictates H to be positive-semidefinite with three zero eigenvalues.
In the case of a defective crystal, one can look at a sequence of sublattices containing the defect and calculate
the corresponding sequence of Hessians.

3 Method of Quasi-Harmonic Lattice Dynamics

At a finite temperature T (constant volume) thermodynamic stability is governed by Helmholtz free energy
F = FE —TS. In principle, F' is well-defined in the setting of statistical mechanics. Quantum-mechanically
calculated energy levels E(4) for different microscopic states can be used to obtain the partition function [33; 66]

Q= Z:exp (;ig’)) , (3.1)

where kp is Boltzman’s constant. Finally F = —kpT In Q (see the appendix). However, one should note that the
phase space is astronomically large even for a finite system. Usually, in practical problems, molecular dynamics
and Monte Carlo simulations, coupled with thermodynamic integration techniques, reduce the complexity of the
free energy calculations. For low to moderately high temperatures, quantum treatment of lattice vibrations in
the harmonic approximation provides a reliable description of thermodynamic properties [44]. In the following
we review the classical formulation of lattice dynamics first for a finite collection of atoms and then for bulk
crystals.

3.1 Finite Systems

For a finite system of N atoms suppose B = {Xi}ieﬂ is the static equilibrium configuration, i.e. g)i

0, Vi € L. Hamiltonian of this collection is written as
. 1 » ,
H({x}e) = 5 omilxP+€ ({5}, ) (3.2)
€L
Now denoting the thermal displacements by u’ = x* — X* potential energy of the system is written as

£ (1)ce) = (X)) + 5 30 07 s B0+ 53

1,J€

xi=Xt
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Or
1
Ex)=¢E(X)+ §uT<I>u +o(|ul?), (3.4)
where ® is the matrix of force constants. The Hamiltonian is approximated by
1 4 1.+
H(x)=E(X) + Ju du + Ju Mu, (3.5)

where M is the diagonal mass matrix. Let us denote the matrix of eigenvectors of ® by U, and write

1 1. )

H(x)=EX)+ §qTAq + iqTMq7 (3.6)
where q = UTu is the vector of normal displacements and A = diag(\1, ..., A3y) is the diagonal matrix of
eigenvalues of ®. This is now a set of 3NV independent harmonic oscillators. Solving Schrondinger’s equation
gives the energy levels of the rth oscillator as [44]

1
By = E(X) + (n 4 2) hw, n=0,1,..,r=1,..3N, (3.7)

where w, = w, <{Xi}i€£) = /\./m,. The free energy is then written as [3]
3N oo
—kpT Z In Z exp <kf;)
&({XYep) + Zm + kBTZIn {1 — exp ( Z:Tﬂ (3.8)

Here it should be noted that we have considered a time-independent Hamiltonian, which can be regarded
as a first-order approximation for some problems. Assume that Hamiltonian H of a system contains a time-
dependent parameter f(t), say a time-dependent external force. If the time variation of f (¢) is slow and does
not cause a large variation of H in a time interval of the same order as the natural period of the system
with constant f, then this approximation is valid [47], otherwise one should consider time-dependent harmonic
oscillator systems. This can be the case for various quantum mechanical systems [34; 39; 42]. In such situations
one should obtain the solution of Schréndinger’s equation for a time-dependent forced harmonic oscillator and
as a result, energy levels would depend on the forcing terms too. As an example, Meyer [42] investigated energy
propagation in a one-dimensional finite lattice with a time-dependent driving forces by solving the corresponding
forced Schrondinger’s equation. We also mention that the above formula for the free energy is based on the
quasiharmonic approximation. As temperature increases such an approximation may become invalid for some
materials [37] and therefore one would need to consider anharmonic effects. To include anharmonic terms in the
free energy relation, anharmonic perturbation theory can be used by choosing the quasiharmonic state as the
unperturbed state and the perturbation is due to the terms higher than second order in the Taylor expansion
of the potential energy [56]. This way, one accounts for anharmonic coupling of the vibrational modes.

As we discuss in the appendix, to obtain the optimum positions of atoms at a constant temperature T
one should minimize the free energy with respect to all the geometrical variables {Xl}l er [33; 62]. Thus, the
governing equations are

F ({Xi}ieﬁ ,T)

axfﬁJr (X o () - 19K

OF o0& 8w, n Z 1 Ow, _o. (3.9)

To compute the derivatives of the eigenvalues, we use the method developed by Kantorovich [27]. Consider
the expansion of the elements of the dynamaical matrix ® = [®,3] about a configuration 5:

. , oo, , .
Do ({xl}i@) - ({Xl}ieﬁ) +Y G B (K X @B =1 3N, (3.10)
€L
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If the eigenvectors of @ are normalized to unity, the perturbation expansion of eigenvalues would be [27]

Ar <{Xi}ie£> = ({Xl zEl)) + Z Z ar aaq;gf UBT‘ ’ (Xi - XZ) +o (3~11)

i€l a,f=1

where % denotes conjugate transpose and U = [U,g| is the matrix of eigenvectors of ® = [®,4], which are
normalized to unity. Since higher order terms in the above expansion contain (x* — X*)" with n € N > 2, all of
them vanish for calculating the first derivatives of eigenvalues at x* = X*. Hence, we can write

O\, . 0o
- 12
% |xi=x: aXz Z or gxi U (3.12)
and therefore
8(4}7« 1 aq)ocﬁ
OXi — 2myw, Z ar gxXi Usr- (3.13)

a,p=1
For minimizing the free energy, depending on the chosen numerical method, one may need the second
derivatives of the eigenvalues as well. We can extend the above procedure and consider higher order terms to
obtain higher order derivatives. The numerical method used in this paper for minimizing the free energy will
be discussed in detail in the sequel.

3.2 Perfect Crystals

Let us reformulate the classical theory of lattice dynamics [3; 44; 8] in our notation for a perfect crystal. This
will make the formulation for defective crystals clearer. Let us assume that we are given a multi-lattice £ with
N simple sublattices, i.e. £ = |_|§V:1 L;. Let us denote the equilibrium position of i € £ by X', i.e.

0
(9Xi xt=X
Atoms of the multi-lattice move from this equilibrium configuration due to thermal vibrations. Let us denote

the dynamic position of atom i € £ by x* = x(t). We now look for a wave-like solution of the following form
forie Ly

E({x’}jec) =0 VieL. (3.14)

i

Ul (k eﬁ(k.xtw(k)t)7 3.15

U (3.15)

where 1 = v/—1, w(k) is the frequency at wave number k € B, B is the first Brillouin zone of the sublattices, and

U/ is the polarization vector. Note that we are assuming that m; # 0.! Note also that the displacements x*(t)

are time dependent and are deviations from the average temperature-dependent configuration X* = X*(T).
Hamiltonian of this system has the following form

({X }zEL Zmz|x |2 +& ({X }zeﬁ) (3.16)

ZGE

i =x"-X'"=

Because of translation invariance of energy, it would be enough to look at the equations of motion for the unit
cell 0 € Z3. These read m %! = —2%5, I =1,...,N. Note that

mIX _ FUI( ) ( ) ﬁ(k-lew(k)t)’ (317)

The idea of harmonic lattice dynamics is to linearize the forcing term, i.e., to look at the following linearized
equations of motion.

. € d2E ;
mix! = — : Z > 5 w I=1,..N. (3.18)
Jje

OxJ BXI xJ axl
C J=ljeLy

1For shell potentials, for example, shells are massless and one obtains an effective dynamical matrix for cores as will be explained
in the sequel.
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Note that for j € L;

) 1 : j
w = U7 (k) (kX ) 3.19
U (3.19)
Therefore, equations of motion read
N
w(k)*U' (k) = Y Dy, (k)U’ (k), (3.20)
J=1

where

D;;=

1 ik (X7 -X") 23
E e - B), 3.21
vmrmy 7 8x38x1( ) (3.21)

are the sub-dynamical matrices. The case I = J should be treated carefully. We know that as a result of
translation invariance of energy

0% 0%E
=— : . .22
OxIox! (B) L OxIOxI (B) (3.22)
JEL
JAI
Thus o2¢ o2¢
_ 1 oo -xt)_078 o 1§ 078
D1 = - Z e ot B~ 2 ot B (3.23)
JELT JjEL
I I
Finally, the dynamical matrix of the bulk crystal is defined as
Dii(k) Dia(k) ... Diy(k)
Dgl(k) D22 (k) e DQN(k)
D(k) = . . : . € R3NV>BN, (3.24)
Dni(k) Dpnak) ... Dnn(k)

Let us denote the 3N eigenvalues of D(k) by A;(k), ¢ = 1,...,3N. It is a well-known fact that the dynamical
matrix is Hermitian and hence all its eigenvalues \; are real. The crystal is stable if and only if A; >0 V1.
Free energy of the unit cell is now written as

3N 3N
F({XYjer, T) =€ ({X }jer) + D> %hwi(k) +3°Y kpTln [1 —exp (- h:B(;f) ﬂ , (3.25)

k =1 k =1

where w; = v/\; 2 and a finite sum over k-points is used to approximate the integral over the first Brillouin zone
of the phonon density of states. The second term on the right-hand side is the zero-point energy and the last
term is the vibrational entropy. For the optimum configuration {XJ }j ¢ at temperature T, we have

OF  0E 2o (1 1 0w? (k)
R D) Y ey _ b _0,  j=1,..,N (3.26)
oXJ X/ k i=1 2wi(k) \ 2 exp (hlchB(;)) -1 X

Here using the same procedure as in the pervious section, one can calculate the derivatives of the eigenvalues
as follows

w2 3N af
383((]k Loy (k)waixj(k)% (k). (3.27)

a,f=1

where U (k) = [Uag (k)] € R*V*3N s the matrix of the eigenvectors of D(k) = [D*” (k)], which are normalized
to unity.

2Note that this is consistent with Eq. (3.7) as we are using mass-reduced displacements.
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3.3 Lattices with Massless Particles

Let us next consider a lattice in which some particles are assumed to be massless. The best well-known model
with this property is the so-called “shell model” [6]. Let us assume that the unit cell has N particles (ions),
each composed of a core and a (massless) shell. The lattice £ is partitioned as

£=rce| | = |:| (L? |_|c§) . (3.28)

Position vectors of core and shell of ion i are denoted by x? and x%, respectively. Given a configuration {x’}
equations of motion for the fundamental unit cell read

o0& o0&
T o
mr¥, = 78X£7 0= f—axg, I=1,.. N. (3.29)

€L’

Assuming that cores and shells are at a static equilibrium configuration, equations of motion in the harmonic
approximation read

) __— o
mril = —Jz:ljez; 8xﬁ8x1 ‘ul — ;J; ool -ul, I=1,.,N, (3.30)
0 = —ZZ .uﬂ'—zN:Z e ‘u I=1,..N. (3.31)
J=1jeLs aXéaXI ‘ J=1jeLs Ox30x| > o
Note that for j € L; we can write
w = LUJ(k) ei(kX{,—w(k)t)’ ug _ U;’(k) ei(k‘Xi—w(k)t) k € B, (3.32)

c m c
where B is the first Brillouin zone of £§ (or £%). Thus, (3.30) and (3.31) can be simplified to read

N N
> DU/ (k) + > D§5UI (k) = w?(k)UL(k) I=1,..,N, (3.33)
J=1 J=1
N N
> Di5Ul(K) + Y DUl (k) =0 I=1,..,N, (3.34)
J=1 J=1
where
cc _ 1 Z 5?5 eﬁk-(X{,—Xﬁ) cs _ 1 Z 8?5 eﬂk-(Xg}Xﬁ)
= mrmg jezs 8xﬁ6x£ ’ LI vmr 7 oxox!
J
. 2 .
Z nk.(x-gdcﬁ)7 D35 = Z 845 eik (XI-X1) (3.35)
jeze ox: GXI jezs OxLox!

Egs. (3.33) and (3.34) can be rewritten as

D.U.+D.U, =w?’U. and U,=-D_.'D,U,, (3.36)
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where
Ul Ul
U, = , Ug = ) (337)
Uy Uy
D¢ ... D% D% ... D%
D5, ... D%y DS, ... D%y
D ... DI D ... DI
D, ... D%y D, ... D%y

Finally, the effective dynamical problem for cores can be written as
D(k)U.(k) = w(k)*Uc(k), (3.40)
where
D(k) = Dcc(k) - Dcs (k)D;;l (k)Der(k)a (341)

is the effective dynamical matrix. Note that D.s; and D, are not Hermitian but DC‘(,\DS_SlDSC is.
The diagonal submatrices of D, i.e. D} and D¥} should be calculated considering the translation invariance
of energy, namely

1 9% ixs 9%
=" XX § A2
= 2 8xﬁ0x1€ axjaxp (3.42)
J C
j;éIcI 7#Ic
825 ik j I 825
ss __ 1 ‘(X]*X ))
i7= E —e sThs)) — ——T- (3.43)
jezs 8x§ax£ jer (“)x]é)XS
j#Is J#Is

Denoting the 3NN eigenvalues of D(k) by \;(k) = w?(k), free energy of the unit cell is expressed as

2

P (0L X e, ) = 8 (0 ) + 05~ {309 ki [1 e (P21 o

k =1
Therefore, for the optimum configuration {XJ X7 } at temperature T' we have
9F _ h 1 1 dw? (k)
5T ——~ =0, 3.45
oF e 1 w2 (k)
+ -+ i \" =0, (3.46)
oXI axﬂ g ; 2w;(k) \ 2 exp (h:B(;)) 1 oxi

where the derivatives of eigenvalues are given by

3Da k
Z aTﬁj()V‘” ), axﬂ
a,B=1 ¢ a,B=1

Z LD o (K) Vi (k) (3.47)

8X] ox

where V (k) = [V, (k)] € R33N i5 the matrix of the eigenvectors of D(k) = [D, (k)], which are normalized
to unity.
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3.4 Defective Crystals

Without loss of generality, let us consider a defective crystal with a 1-D symmetry reduction [68], i.e
N
c=|]1]Lss (3.48)
J=18€Z

Note that j = J0 means that the atom j is in the §th equivalence class of the Jth sublattice. For this atom
the thermal displacement vector is assumed to have the following form

. 1 P
W= ——U7f(k) X wn) g e B (3.49)
NGDY,

where B is the first Brillouin zone of £ ;. Equations of motion in this case read

w(k)*U' (k ZZDI 15(k) U7 (K), (3.50)

J=1pB€Z
where 2
1 . j T
D - - ik (X7 -X )7 )
Talf mymy Z c Ox!*oxi (B), (3:51)
JE€ELB

are the dynamical sub-matrices. The sub-matrices Dj,j. have the following simplified form

ik (X7 =X 0*e
DIO(IO( = ; ( ) axlaaxj (B) (3'52)
J€ T
Note that o2 o2
Gxiogxia D) = 7 2 gxiageg B (3:53)
jEL
J#la
Thus 2 e
Ia 1
_ = ik- (X] XY Y&« -
DIaIa - Z 6X10‘8XJ ) my Z BXI(Xan (B) (354)
Jeﬁza JjEL
j#la j#la

It is seen that for a defective crystal the dynamical matrix is infinite dimensional.

As an approximation, similar to that presented in [38] as the local quasiharmonic approximation, one can
assume that given a unit cell, only a finite number of neighboring equivalence classes interact with its thermal
vibrations. One way of approximating the free energy would then be to consider vibrational effects in a finite
region around the defect and study the convergence of the results as a function of the size of the finite region. For
similar ideas see [29; 30], and [13]. Here, we consider a finite number of equivalence classes, say —C' < a < C,
around the defect and assume the temperature-dependent bulk configuration outside this region. As another
approximation we assume that only a finite number of equivalence classes interact with a given equivalence class
in calculating the dynamical matrix, i.e. we write

m N
L] | £res (3.55)

a=—m [=1

where £; is the neighboring set of atom 7. Therefore, the linearized equations of motion read

w(k)?U* (k) = f: > Drassk)U”P (k) a=-C,..,C. (3.56)
B=—m J=1
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Defining
Ula
U, = : e R3V, (3.57)
UNa
we can write the equations of motion as follows
m
Wk’ Uak) = Y Aaers) (&) Ugarp k), (3.58)
B=—m
where
Divig ... Diang
A= : : € R3NX3N, (3.59)
Dyaig ... Dnwang

Now considering the finite classes around the defect, we can write the global equations of motion for the finite
system as

D(k)U(k) = w(k)?*U(k), (3.60)
where
U-_c D-cy-c) -+ Doy
U(k) = : eRY, D(k) = : : e RMM M =3N x (2C +1), (3.61)
Uc Doy ... Dec
and
Aaﬁ |Oé - 6‘ < m,
Dop = (3.62)

Osnxan | — B >m.

It is easy to show that A,p(k) = A}, (k), i.e. the dynamical matrix D(k) is Hermitian, and therefore has M

real eigenvalues. Note that the defective crystal is stable if and only if w? >0 V i.
Now we can write the free energy of the defective crystal as

F({XYjer, T) =& ({XYjec) + Y i {;fwi(k) + kT In {1 — exp (— h:;(k)ﬂ } . (3.63)

k =1

In the optimum configuration {Xj }j o ata finite temperature 1", we have

OF  O€ M ho[1 1 dwi(k) |
+y Z o |2t -0, (3.64)
k =1 kT

0Xi  9XJ 2 exp (ﬁw; (k)) 1 0XJ
where the derivatives of the eigenvalues are calculated as follows

02 (k) <= . o 0Dag(k
R AL LN (3.65)
a,B=1

where U (k) = [U,s (k)] € RM*M 5 the matrix of the eigenvectors of D(k) = [D,s (k)], which are normalized
to unity.
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3.5 Defect Structure at Finite Temperatures

In the static case, given a configuration Bj = {x’ 6} , one can calculate the energy and hence forces exactly,
c

1€
as the potential energy is calculated by some given empirical interatomic potentials. Suppose one starts with a

reference configuration and solves for the following harmonic problem:

o2e y o

eL

J

This reference configuration could be some nominal (unrelaxed) configuration. Then one can modify the ref-
erence configuration and by modified Newton-Raphson iterations converge to an equilibrium configuration
By = {xg}ia assuming that such a configuration exists [68]. In this configuration g)i (Bo) =0, VielL

By is now the starting configuration for lattice dynamics.® For a temperature T, the defective crystal is in
thermal equilibrium if the free energy is minimized, i.e., if

o0F

oXi
Solving this problem one can modify the reference configuration and calculate the optimum configuration. This
iteration would give a configuration that minimizes the harmonically calculated free energy. The next step then
would be to correct for anharmonic effects in the vibrational frequencies. One way of doing this is to iteratively
calculate the vibrational unbalanced forces using higher order terms in the Taylor expansion.

There are many different optimization techniques to solve the unconstrained minimization problem (3.67).
Here we only consider two main methods that are usually more efficient, namely those that require only the
gradient and those that require the gradient and the Hessian [52]. In problems in which the Hessian is available,
the Newton method is usually the most powerful. It is based on the following quadratic approximation near the
current configuration

(B)=0, Viec L. (3.67)

F(B*+38") = F (B") + vF (8")-5" + %(Zs’“)T H(BY) -5 +0(18"7), (3.68)

<k <k
where 8 = B*t! — B, Now if we differentiate the above formula with respect to 8 , we obtain Newton method

for determining the next configuration B*+1 = B* —|—5k : ok =—H! (Bk) -VF (Bk). Here in order to converge
to a local minimum the Hessian must be positive definite.

One can use a perturbation method to obtain the second derivatives of the free energy but as the dimension
of a defective crystal increases, calculation of these higher order derivatives may become numerically inefficient
[60] and so one may prefer to use those methods that do not require the second derivatives. One such method is
the quasi-Newton method. The main idea behind this method is to start from a positive-definite approximation
to the inverse Hessian and to modify this approximation in each iteration using the gradient vector of that
step. Close to the local minimum, the approximate inverse Hessian approaches the true inverse Hessian and we
would have the quadratic convergence of Newton method [52]. There are different algorithms for generating the
approximate inverse Hessian. One of the most well known is the Broyden-Fletcher-Goldfarb-Shanno (BFGS)
algorithm [52]:

~k ~k . .
; ;6 ®0 (A"-A)® (AT~ A) ‘
/L+1 = ! - T . T .
* _AJF(Sk)T.A AT A A T(AT-AAusu, (3.69)
where A’ = (H) !, A = VF*! - VF, and
~k i.
us > 2 (3.70)

(5k)T.A AT . Ai- A’

Calculating A1, one then should use A'*! instead of H™! to update the current configuration for the next

~k .
configuration B*t! = B* 4§ . If A**! is a poor approximation, then one may need to perform a linear search

3If temperature is “large”, one can start with equilibrium configuration of a lower temperature. This is what we do in our
numerical examples as will be discussed in the sequel.
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to refine B¥*! before starting the next iteration [52]. As Taylor, et al. [60] mention, since the dynamical
contributions to the Hessian are usually small, one can use only the static part of the free energy £ to generate
the first approximation to the Hessian of the free energy. Therefore, we propose the following quasiharmonic
lattice dynamics algorithm based on the quasi-Newton method:

Input data: By (or Br_ar for large T), T
> Initialization
> H' = Htatic|s=5,
> Do until convergence is achieved

> DF = D(B¥)
> Calculate VF*
> Use A* to obtain BF*1

> End Do

> End

4 Lattice Dynamic Analysis of a Defective Lattice of Point Dipoles

In this section we consider a two-dimensional defective lattice of dipoles. Westhaus [67] derived the normal
mode frequencies for a 2-D rectangular lattice of point dipoles using the assumption that interacting dipoles
have fixed length polarization vectors that can only rotate around fixed lattice sites. In this section, we relax
these assumptions and in the next section will obtain the temperature-dependent structures of two 180° domain
walls.

Consider a defective lattice of dipoles in which each lattice point represents a unit cell and the corresponding
dipole is a measure of the distortion of the unit cell with respect to a high symmetry phase. Total energy of the
lattice is assumed to have the following three parts [68]

& ({Xi, Pi}ieg) = 5d ({Xi, Pi}ieg) + SShort ({Xi}ieg) + o ({Pi}ieﬁ) s (4.1)

where, £9, £%°™* and €2 are the dipole energy, short-range energy, and anisotropy energy, respectively. The
dipole energy has the following form

1 Pi.PJ 3P (xt —x7) PJ - (xP —x7) 1 . )
£d=_ RSN L —P!. P! 4.2
2 Z { |Xl _ X]|3 |Xl _ Xj|5 + Z 2041' ’ ( )
Hﬂjﬁ i€L
Ve

where «; is the electric polarizability and is assumed to be a constant for each sublattice. For the sake of
simplicity, we assume that polarizability is temperature independent. The short-range energy is modeled by a
Lennard-Jones potential with the following form

12 6
gshort _ l Z Ae; s Q5 N Q5 (4 3)
2 * |x? — x7]| |x? — x7| ’ '

ijEL
J#i

where for a multi-lattice with two sublattices a;; and €;; take values in the sets {a11,a12,a2:} and {e11, €12, €22},
respectively. The anisotropy energy quantifies the tendency of the lattice to remain in some energy wells and is
assumed to have the following form

£ = Ka[P' = Py* [P — Pyf”. (4.4)
€L
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This means that the dipoles prefer to have values in the set {P1,Ps}.
Let S = ({Xi, Pi}ieﬁ) be the equilibrium configuration (a local minimum of the energy), i.e.

o€ o0& .
X~ ap 0 Viel. (4.5)

It was shown in [68] how to find a static equilibrium equation starting from a reference configuration. We
assume that this configuration is given and denote it by B = {X*,P'};c.. At a finite temperature T', ignoring
the dipole inertia, Hamiltonian of this system can be written as

i pi 1 i i pi
H ({XzaPl}iEL) = 3 Zmi|x |2 +& ({X , P }ieﬁ) . (4.6)
€L
Equations of motion read
. 0E o

Linearizing the equations of motion (4.7) about the equilibrium configuration, we obtain

—mX = af;gxi (B) (x' = X') + g % (B) (x7 — XY)
+51§j§xi (B) (P — P) +J§L % (B) (P7 — P7), (4.8)

0 = g B0 X+ 2 (B~ X0)
+% (B) (P — PY) + J;i % (B) (P7 — P7), (4.9)

where S; = £\ {i}. Note that

%€
OP 0P’

(B) =2K4 (|P' = P>+ |P' = Py*) I+ 4K, (P — Py) ® (P’ — P»)
_ . _ 1
+4K4 (P' = Py) @ (P = Py) + —1, (4.10)

where I is the 2 x 2 identity matrix and ® denotes tensor product.
For a defective crystal with a 1-D symmetry reduction the set £ can be partitioned as follows

N
c=|]|]%r. (4.11)

a€Z I=1

Let us define u* = x* — X', q' = P? — P’. Periodicity of the lattice allows us to write for i € L4
ut = UIa k e11(k~X —cu(k)t)7 i _ 0lo k en(k‘X —w(k)t)7 k € B. 4.12
U a' = Q) (1.12)

Thus, Eq. (4.8) for ¢ = I« can be simplified to read

N
crurm = Lo TE mureag Y Y L O e Xy

my OxIagxla e Vmrmy 0xIoxIe
1 9%¢& a N 4 1 0%& ik (XI X1
+ i aptageta B QU0+ D 3, g (BIERTEIQTM, (1)

J=1B€L jeLp
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where a prime on summations means that the term corresponding to J3 = I« is excluded. Eq. (4.13) can be
rewritten as

w(k)?UT* (k) = Z > D (k) U (k) + Z > DY, k)Q7 (k) (4.14)
J=1B€Z J=1p€Z
where
1 9% | 92€ (XX
Tz — _Je ik (XI —XT)
Di8ss(k) = dapdrs— m; oxlagxia (B) + Z maxjaxm (B)e ,
1 e 1 2& i sl
Diars(K) = Sapdrs—— e OL _ (B)eikti-x"), (4.15)

vm 8P1a8x1CY j€£ Jmy OPigxIe

Similarly, Eq. (4.9) can be simplified to read

TS 55 D o L L
my BXIO@PIO‘ et e, my OxI 0PI
JB

02€ X N
JrW QI +ZZ Z apjapja )ek(X X )QJﬁ(k):O. (4.16)

J=1pB€Z jEL‘,]ﬁ

Or
Z > Dis() U™ (k) + Z > DsQ7 (k) = (4.17)
J=1B€Z J=18€Z
where
1 0%¢& 1 0%& e (X _xTe
DY (k) = 60p01)— (B) el (X=X
TaJB ‘ﬁc‘)x’a@PM J; /iy OxioPle
%€ 1 0%€ ik (XI _x 1o
DY 5(K) = 0apdis 55 10an7a (B) + spigpia (B)e N (4.18)
J€L B
We know that [68]
0%E 1928
-~ T~ T B = — -~ -~ 1 B . 4.19
6XIQ8XI°‘( ) _ ﬁxﬂaxm( ) (4.19)
JjeEL
And 0%& 0%& 0%&
!
frng = — —_— . 4.2
Oxlagple (B) OPlagxla (B) e Ox1oP1a (B) (4.20)
Before proceeding any further, let us first look at dynamical matrix of the bulk lattice.
Dynamical Matrix for the Bulk Lattice. In the case of the bulk lattice we have
N
L=|]cr (4.21)
I=1
Periodicity of the lattice allows us to write for i € Ly
= 1 UI(k) ei(k.Xi_w(k)t)7 q = Ql(k> ei(kxi_w(k)t), k€ B. (4.22)

N
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Thus, Eq. (4.7) for ¢ = I is simplified to read

1 0%€ 0%& : i<
k)2Ul (k) = — ik (X7 —XT) 137 (¢
W)U () = o o (B) U (k) + le ZEZ e it B¢ (k)
1 0% 1
— )+ (B) X=X (k). (4.23)
My 8P18XI le JEZLJ Jm 8P38XI
This can be rewritten as
N
k)’U’ (k Z D75 (k)U’ (k) + Y D (k)Q’ (k), (4.24)
J=1
where
1 92%€ 0%E : i_xI
TN — § ik- (X7 —-X")
77 (k) "y oxTox! 8X18x1 ]EZE \/78)(]8)(] (B)e '
1 0%E ro1 0%E . S
p — - = - ve k(X7 —XT)
D[J(k) 5[.] ﬁml 8P18X1 (B) + 'Z‘CJ Tnl 8P]8X1 (B)e . (425)

Similarly, Eq. (4.7) is simplified to read

1 9% al 1 2% I
- - - UI k i ik (X7 —-X )UJ k
Ty oxtop PV U H; 2 i 0x10PT (B)e (k)
—1 jely
L P a0 S Y P )k X o (4.26)
OP1oP! £~ 9PIOgP! o '
J=1 jeL;
Or
N N
> DkU/ (k) + Y D (k)Q’(k) =0, (4.27)
J=1 J=1
where
1 0%E ro1 0%E : j_xI
D% (k 5 : ik-(X7-X")
1) =01 xrapt B) ;J i oxiopT B¢ ’
%E r9%E i (X7 X!
D7 (k) = 011 5prgpr B) + spigpl B¢ (X=X, (4.28)
JELy
Defining
Ul Ql
U= : , Q= : (4.29)
UN QN
the linearized equations of motion read
D, (k)U(k) + D,y (k)Q(k) = w(k)*U(k), D, (k)U(k) + D,,(k)Q(k) =0, (4.30)
where
Dt ... D% D7 ... D%
D, = : . : ) D«Tp = : . . ’
D, ... D DY, ... D¥y
DYy ... Di% DY ... D%
D, = : : , Dy, = : : . (4.31)

pT pT pp pPp
DX ... DY, DX ... D,
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Finally, the effective dynamical problem can be written as

D(k)U(k) = w(k)*U(k), (4.32)
where
D(k) = Dy, (k) — D,y (k)D,,) (k)Dy, (k), (4.33)

is the effective dynamical matrix. Note that D(k) is Hermitian. Denoting the 2N eigenvalues of D(k) by
Ai(k) = w?(k), i =1,...,2N, free energy of the unit cell is expressed as

F({XI, P} jer, T) = € ({X7, P }jer) +ZZ{ k) + kpT'In [1—exp( E:B(?)” (4.34)

k =1

Therefore, for the optimum configuration {Xj ,PJ }j . at temperature T we should have

oF h 1 1 0w? (k)
— | =+ GRS =0, (4.35)
X7 8XJ ; ; Qwi(k) 2 exp (h;};(jlf)> -1 0XJ
oOF h 1 1 0w? (k)
- Z Z . _ A =0, (4.36)
api 8PJ == 2wik) \ 2 op (h:;(;)) _1) 0PI
where the derivatives of eigenvalues are given by
aDaﬁ (k) ap (k)
———Vsi (k —_— 4.
8XJ a@zl 0Xi Vi (k). 8PJ ;1 aPJ Vi (k). (4:37)

where V (k) = [V, (k)] € R2V*2N 5 the matrix of the eigenvectors of D(k) = [Dygs (k)], with D,s normalized
to unity.

Dynamical Matrix for the Defective Lattice In the case of a defective lattice we consider interactions of

order m, i.e., we write
m N
L] L £re (4.38)

a=—m [=1

where £; is the neighboring set of the atom i. The equations of motion (4.14) and (4.17) become

w(k)U (k) = Z Z Di (k) U7 (k +Z Z D, ,5(k)Q7 (k), (4.39)
J= lﬁ_fm J= 1ﬂ_7m
m
0 = Z Z D7 5(K) k) U’ (k +Z Z D7’ 5k k)Q"’ (k). (4.40)
J=1pB=—m J=1p=—m
Defining
Ula Qla
U, = : eER™, Q.= : € RN, (4.41)
UNa QNa

we can write the equations of motion as follows

m m

w(k)QUa(k) = Z Aa(a+ﬁ) oHrﬁ Z Aa(a+5) (a+ﬁ)(k)7 (442)
B=—m B=—m
m m

0 = Z Aa(a+6) a+ﬁ Z Aoe(a+5) (a+6)(k)v (4.43)

B=—m B=—m



4 Lattice Dynamic Analysis of a Defective Lattice of Point Dipoles 19

where
Ditis - Diiwngs
= : € REVXEIN 4 =2, p. (4.44)
D}‘\?alﬁ ce D?\?aNﬁ

Let us consider only a finite number of equivalence classes around the defect, i.e., we assume that —C < a < C.
Therefore, the approximating finite system has the following governing equations

D, (k)U(k) + Dy, (k)Q(k) = w(k)*U(k), (4.45)
D,.(k)U(k) + Dy, (k)Q(k) = 0, (4.46)
where
U,c ch
U(k) = : eRY, Q(k) = : e RM, (4.47)
Uc Qc
DT*C>< o) - Dloe A%, o — B < m,
D,,(k) = ; : e RMXM D = , (4.48)
]D)é'*( ) L ]D)é’*C 02N><2N |a - ﬂ‘ >m.

where M = 2N x (2C + 1) and *,%x = z, p. Now the effective dynamical problem can be written as

D(k)U(k) = w(k)?U(k), (4.49)
where
D(k) = Dy (k) — Dy (k)D, ! (K)Dpe (k). (4.50)

is the effective dynamical matrix. Note that D(k) is Hermitian and has M real eigenvalues. The free energy of
the unit cell is expressed as

F({X?,P}jer, T) = € ({X7, P!} jer) +ZZ{ —|—kBTln[ — exp (_h]‘“:B(;)ﬂ} (4.51)

k =1

For the optimum structure {Xj ,PJ }j ¢, at temperature T we have

o7 (] ! 02 (K)
7%~ %+ O Z 20 \2 ¥ e () 1) %0 [ 7O (4.52)
oF o1 1 02 (k)

~ -+ i =0, (4.53)
P 8PJ Zk: ; 2wi(k) \ 2 oxp ( hkwT(Tk) ) _1] OPi

where the derivatives of eigenvalues are given by

i) 2Des () - 5 (k)
aXJ 0;1 Wvﬁi (k) ) %; Wvﬂl (k) s (454)

where V (k) = [V,5 (k)] € RM*M g the matrix of the eigenvectors of D(k) = [D,g (k)], with D,z normalized
to unity.



5 Temperature-Dependent Structure of 180° Domain Walls in a 2-D Lattice of Dipoles 20

5 Temperature-Dependent Structure of 180° Domain Walls in a 2-D
Lattice of Dipoles

To demonstrate the capabilities of our lattice dynamics technique, here we consider a simple example of 180°
domain walls shown in Fig. 5.1. In these 180° domain walls, polarization vector changes from —P; on the
left side of the domain wall to Py on the right side of the domain wall. We consider two types of domain
walls: Type I and Type II. In Type I (the left configuration) the domain wall is not a crystallographic line, but
it passes through some atoms in Type II (the right configuration). We are interested in the structure of the
defective lattice close to the domain wall at a finite temperature T. In these examples, each equivalent class is
a set of atoms lying on a line parallel to the domain wall, i.e., we have a defective crystal with a 1-D symmetry
reduction. The static configurations for Type I domain wall, By, was computed in [68]. Here we consider the
static equilibrium configurations as the initial reference configurations. For index n € Z in the reduced lattice
(see Fig. 5.1), the vectors of unknowns are U,,Q, € R2. Because of symmetry, we only consider the right
half of the lattices and because the effective potential is highly localized [68], for calculation of the stiffness
matrices, we assume that a given unit cell interacts only with its nearest neighbor equivalence classes, i.e., we
consider interactions of order m = 1. Note that this choice of m only affects the harmonic solutions; the final
anharmonic solutions are not affected by this choice. For our numerical calculations we choose N = 280 atoms
in each equivalence class as the results are independent of N for larger N. Note that for force calculations
we consider all the atoms within a specific cut-off radius R.. Here, we use R. = 140a, where a is the lattice
parameter in the nominal configuration.

SRR EE SRR EEEEEEE
SRR IR SRR EEE,
BERER I EEEE: R EEEEE)
R IR SR SR SRR N NS SR SRS S S S S S S
SRR SRR EEEEEE
SRR EEEE SRR EREEEEE
Pyttt P bbbttt
BEERIEEEE EEEEREEEEE
Symmetry{} Reduction Symmetry {} Reduction
| :
U SO

Figure 5.1: Reference configurations for the 180° domain walls in the 2-D lattice of dipoles, their symmetry reduction and their
reduced lattices. Left Panel: Type I, Right Panel: Type II.

For minimizing the free energy, first one should calculate the effective dynamical matrix according to Eq.
(4.50). The calculations of this matrix for the two configurations are similar. For example, in configuration I
due to symmetry we have U_; = —U,. Also we consider the temperature-dependent bulk configuration as the
far-field condition, i.e., we assume U, = U¢ for @« > C' + 1. Our numerical experiments show that choosing
C = 35 would be enough to capture the structure of the atomic displacements near the defect, so we use C' = 35
in what follows. For the right half of the defective lattice we have

Eg* 01 O2x2 ... 0252 02x2 022
10 i1 no 022 022 0252
O2x2 5T 35 e 0252 0252 O2x2
D., = : : D : : : € R5*S, (5.1)
O2x2 O2x2 O2x2 ... D?é’,g)(c,g) Dfé,g)(c,l) O2x2
O2x2 O2x2 O2x2 ... D?é—l)(C—z) ?5*—*1)(0—1) ?5—1)0

O2x2 O2x2 0O2x2 ... O2x2 Dty Fg
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where S =2(C + 1),
Eq" =Dgy —Dgiyy and  Fg =Dce +Dgicry % =2,0 (5.2)

Now one can use the above matrices to calculate the effective dynamical matrix. Note that as a consequence of
considering interaction of order m, the dynamical matrix will be sparse, i.e., only a small number of elements are
nonzero. As the dimension of the system increases, sparsity can be very helpful in the numerical computations
[52].

-4
0.02 T T T T T Gi}-('),l;-;-;-,-u-x o ) ) j
"""" e “r=1
| X —“-r=3
4 \ >¢r=5
0.01r
T
U; O
-0.01
-0.02 -10 -5 0 5 10 7 -10 -5 0 5 10
n n

Figure 5.2: Position and polarization displacements for Type I domain wall (T = 5) obtained by choosing different number of
k-points (r) in the integration over the first Brillouin zone.

As was mentioned earlier, we will consider only the static part of the free energy to build the Hessian for the
initial iteration and then update the Hessian using the BFGS algorithm in each step. To calculate the gradient
of the free energy we need the third derivatives of the potential energy. These can be calculated using following
relation

OD 0D,y 9Dy,
02~ IE o=

oD oD
-1 -1 pp -1 pr
D.'D,, +D,,D o

. E=X',P". (5.3)

D, D,, — D,,D

To obtain these third derivatives one can use the translation invariance relations (4.19) and (4.20) to simplify
the calculations. For example, we can write

3E ’ PBE
OxioxOxt B)=- ; OxJ 0xtOx? (B),

J

(5.4)

where a prime means that we exclude j = i from the summation.

The dimensionalized temperature T and dimensionalized mass 7 correspond to the choice h = kg = 1073.%
and work with normalized . To obtain the static equilibrium configuration and also in dynamic calculations we
usea = 1.0, Py =1.0,e =0.125, K4 = 2.0 and m = 10*. In what follows convergence tolerance for VVF - V.FT
is 107°. Using this value for convergence tolerance, solutions converge after ten to twenty iterations. In Fig. 5.2
we plot v and ¢, for Type I domain wall and T =5 for different number of k-points (r) in the first Brillouin
zone. Here ul is the diplacement of the lattice with respect to the nominal configuration at temperature 7.
For numerical integrations over the first Brillouin zone we use the special points introduced in [46]. For the case
r =1 we set k = 0, i.e., we assume that all of the atoms in a particular equivalence class vibrate with the same
phase. As can be seen in these figures, displacements converge quickly by selecting » = 7 k-points in the first
Brillouin zone, so in what follows we set r = 7.

Figs. 5.3 and 5.4 show the variations of displacements with temperature for the two domain walls. As
temperature increases we cannot use the static equilibrium configuration as the reference configuration for

4We select these values to be able to work with temperatures that are comparable with real temperature values.
5Note that as temperature increases, lattice parameters change. A temperature-dependent nominal configuration is what is
shown in Fig. 5.1 but with the bulk lattice parameters at that temperature.
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Figure 5.3: Position and polarization displacements of Type I domain wall with respect to the temperature-dependent nominal
configurations.
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Figure 5.4: Position and polarization displacements of Type II domain wall with respect to the temperature-dependent nominal
configurations.

calculating Hy. Instead, we use the equilibrium configuration of a smaller temperature to obtain Hy. Here,
we use steps equal to AT = 5. In other words, for calculating the structure of a domain wall at T' = 30, for
example, we use the structure at 7' = 25 as the initial configuration. We see that the lattice statics solution
and the lattice configuration at T" = 0 obtained by the free energy minimization have a small difference. Such
differences are due to the zero-point motions; the lattice statics method ignores the quantum effects. It is a well
known fact that zero-point motions can have significant effects in some systems [31]. Note that polarization
near the domain wall increases with temperature. Also as it is expected, the lattice expands by increasing the
temperature.

Only a few layers around the domain wall are distorted; the rest of the lattice is displaced rigidly. As we
see in Fig. 5.5, the domain wall thickness for both configurations increases as temperature increases. In this
figure wr = wr /wo, where wy is the domain wall thickness at T = 0. Note also that in this temperature range
wr increases linearly with 7. This qualitatively agrees with experimental observations for PbTiO3 in the low
temperature regime [17]. Foeth, et al. [17] observed that domain wall thickness increases with temperature.
What they measured was an average domain wall thickness. Note that domain wall thickness cannot be defined
uniquely very much like boundary layer thickness in fluid mechanics. Here, domain wall thickness is by definition
the region that is affected by the domain wall, i.e. those layers that are distorted. One can use definitions like
the 99%-thickness in fluid mechanics and define the domain wall thickness as the length of the region that has
99% of the far field rigid translation displacement. What is important is that no matter what definition is
chosen, domain wall “thickness” increases by increasing temperature.

Our calculations show that by increasing the mass of the atoms both position and polarization displacements
decrease. However, variations of displacements with respect to mass is very small. For example, by increasing
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mass from m = 10 to m = 10° at T' = 10, displacements decrease by less than 0.1%.
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Figure 5.5: Variation of the 180° domain wall thickness with temperature.

6 Concluding Remarks

In this paper we extended the classical method of lattice dynamics to defective crystals. The motivation for
developing such a technique is to semi-analytically obtain the finite-temperature structure of defects in crystalline
solids at low temperatures. Our technique exploits partial symmetries of defects. We worked out examples of
defects in a 2-D lattice of interacting dipoles. We obtained the finite-temperature structure of two 180° domain
walls. We observed that using our simple model potential, increasing temperature domain walls thicken. This
is in agreement with experimental results for ferroelectric domain walls in PbTiOg. This technique can be used
for many physically important material systems. Extending the present calculations for 180° domain walls in
PbTiO3 will be the subject of a future work.

A The Ensemble Theories

There are different ensemble theories for calculating the thermodynamical properties of systems from the sta-
tistical mechanics point of view. In this appendix, we consider micro canonical and canonical ensemble theories
and discuss the relation between them. In particular, we will see that the free energy minimization discussed
in this paper is equivalent to finding the most probable energy at the given temperature. For more detailed
discussions see Pathria [50].

A.1 Micro Canonical Ensemble Theory

From thermodynamical considerations, it is known that by specifying the limited number of properties of a
system, one can determine all the other properties. In principle, any physical system, i.e., any macro system,
consists of many smaller subsystems. Therefore, we can consider properties of each macro system as macrostates
specified by the properties of these subsystems that are called microstates. Note that by a microstate we mean a
set of values associated to each subsystem of a system. For example, consider an isolated system with energy E
and volume V that consists of N non-interacting particles with energies ¢;, ¢ = 1,2,..., N. Now each n-topple
(é1,...,€) satisfying

N
> e =E, (A1)
i=1

would represent a microstate of this system.
Obviously, there may exist several microstates that are associated to the same macrostate. Let Q(E, N, V)
denote the number of microstates associated with the given macrostate (E, N, V). We assume that for an isolated
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system, (i) all microstate compatible with the given macrostates are equally probable, and (ii) equilibrium
corresponds to the macrostate having the largest number of microstates. Let S and kg denote the entropy of a
system and Boltzmann constant, respectively. Then one can show that the above two assumptions and setting

S = kpn(Q), (A.2)

yields the equality of temperatures for systems that are in thermodynamical equilibrium. Note that (A.2)
provides the fundamental relation between thermodynamics and statistical mechanics. Once S is obtained, the
derivation of other thermodynamical quantities would be a straight forward task.

A.2 Canonical Ensemble Theory

In practice, we never have an isolated system and even if we have such a system, it is hard to measure the total
energy of the system. This means that it is more convenient to develop a statistical mechanics formalism that
does not use F as an independent variable. It is relatively easy to control the temperature of a system, i.e.
we can always put the system in contact with a heat bath at temperature T'. Thus, it is natural to choose T
instead of E.

Let a system be in equilibrium with a heat bath at temperature 7' ©. In principle, the energy of the system
at any instant of time can be equal to any energy level of the system. As a matter of fact, one can show that
the probability of a system being in the energy level P, is equal to

gr exp(_Er/kBT) _ 9r exp<_Er/kBT)

P. = = , A3
> goexp(—Bu/kaT)  QULLT) (A3)

where we define the partition function of the system as
Q(T, ") = giexp(—Ei/kpT), (A4)

and T denotes any other parameters that might govern the values of E,.. Note that the summation goes over
all energy levels of the system and g; denotes the degeneracy of the state E;, i.e. the number of different
states associated with the energy level E;. Thus, one may write g; = Q(F;), where Q comes from the previous
formulation. Assuming the total energy of the system to be an average energy of the different states, i.e.

E=) PE,, (A.5)

one can show that the Helmholtz free energy F can be written as
F=—-kpThQ. (A.6)

Equation (A.6) provides the basic relation in the canonical ensemble theory. Once F is known the other
thermodynamic quantities can be easily obtained.

Note that we have chosen the average energy to be the energy of the system in this theory. One can show
the total energy that we associate to the system on micro canonical ensemble theory corresponds to the most
probable energy of the system, i.e. the energy level that maximizes P, at a given temperature T'. In practice,
i.e. in the thermodynamical limit N — oo, it can be shown that these energies are equal and thus these two
smilingly different approaches are the same.

Finally, note that
_9r exp(_Er/kBT) _ exp[—(ET - kBTlngr)/kBT] _ exp(_fr/kBT) (A 7)

Q(T, ) Q(T, ) QT.Y) '
where we use S = kpInQ, which is justified by the equivalence of the two ensemble theories. Equation (A.7)
shows that to maximize P, at a fixed temperature, we need to minimize JF, over all admissible states r. To
summarize, we have shown that minimizing the Helmholtz free energy at a temperature T’ (and constant volume)
is equivalent to finding the most probable energy level, which is the total energy of the system. Note that this
minimization should be done over all variables that determine the free energy.

P,

6We assume systems can only exchange energy.
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