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Part 1

Introduction and review



Chapter 1

Introduction

Nanoscale materials are directly governed by quantum mechanical freedoms of elec-
tron systems. Nowadays, electron systems of realistic materials are treated by the
ab initio electronic structure calculations that are based on the density functional
theory [1, 2|, the first-principle molecular dynamics [3], and related theories devel-
oped for decades. A typical system size of present ab initio calculations is, however,
on the order of 10?> atoms and new practical theories are required for nanoscale
calculations. This thesis is devoted to the theory of large-scale electronic structure
calculations and its application to realistic materials.

A keyword of the present thesis is ‘order-N’. Since a standard quantum mechani-
cal calculation is reduced to the matrix diagonalization procedure, its computational
cost is proportional to N3, where N is the system size. This fact restricts severely
the system size of quantum mechanical calculations. The term order-N method is
a general name of electronic structure methods in which the computational cost is
proportional to the system size. Figure 1.1 demonstrates our large-scale calculation
among 10> — 10% atoms. The resultant CPU time in the order-N method is almost
ideally proportional to the system size up to over one million atoms, while the ex-
act diagonalization method shows an O(N?) scaling property in the CPU time. The
present system sizes (102 —10° atoms) are directly related to the present or next gen-
eration technologies. For example, the circuit design rule of the present processors,
such as Pentium 4™ is based on the length scale of 10? nm, which corresponds to
about 200 atomic layers. The design rule in finer scales is now focused as an urgent
industrial issue [4]. Here it should be emphasized that the large-scale calculations in
the present thesis are done, not by a novel hardware environment, such as a parallel
computer, but by a novel theory of electronic structure calculations. We should
say, however, that such large-scale calculations are possible within a limited appli-
cability and/or at the sacrifice of accuracy. Therefore, the methods for a nanoscale
material simulation should be properly constructed, in system size, applicability and
accuracy, according to its purpose.

Now we discuss the nanoscale material theory from the viewpoint of simulation
methods. The present simulations of material structures can be classified into three
categories; The first category contains methods based on quantum mechanics of
electronic structures, such as the first-principle molecular dynamics. The second
category contains methods based on classical mechanics, such as classical molecular
dynamics. The last category contains methods based on continuum mechanics, such
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Figure 1.1: The computational time of bulk silicon as the function of the number of
atoms (N), up to 1,423,909 atoms [5]; The CPU time is measured for one time step
in the molecular dynamics (MD) simulation. A tight-binding Hamiltonian is solved
using the exact diagonalization method and the perturbative ‘order-N’ method (See
Section 4.3). We use a standard work station with one Pentium 4™ processor and
2 GB of RAM.

as finite element method. Conventionally, the targets of the three categories are
divided in accordance with the system size. Recently, several methodologies are
focused that bridge the above three categories. Such methodologies are often called
‘multiscale mechanics’. In this context, the present system size (10%-10° atoms) is the
intermediate size between those in the quantum and classical mechanical methods.

The purpose of the present thesis, however, is not only to construct practical
simulation methods for the above intermediate system size, but also to construct a
guiding principle for bridging the three principles of mechanics. The key concept
is the total energy functional. The total energy functional is well defined among
the above three principles of mechanics in the sense that a material structure is
determined by minimizing the total energy functional.

The present thesis is mainly devoted to theories for the simplification of the ab
initio total energy functional with respect to quantum mechanical freedoms. The
following three concepts will be discussed by simplifying the total energy functional;
The first one is the tight-binding formulation of the electronic structure energy,
particularly its universality. The universality of the tight-binding Hamiltonian is
justified from the ab initio theory and gives a systematic investigation among dif-
ferent elements and phases. The second one is the order-N methods. Particularly,
we derive two practical order-N algorithms, variational one and perturbative one,
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based on the generalized Wannier states. The third one is the hybrid scheme by
dividing the occupied Hilbert space. The division is done with respect to the one-
body density matrix, which is well defined in quantum mechanics. As an important
application of the large-scale calculations, we discuss the dynamical brittle fracture
of nanocrystalline silicon.

This thesis is organized as follows; Part I is devoted to the introduction (this
chapter) and a review of the current electronic structure theory (Chapter 2). In Part
IT, we construct novel theories for large-scale calculations in Chapter 3 and Chapter
4. Several exact quantum mechanical equations are derived as the foundation of
large-scale calculations. The technical details and some applications of the theories
are described in Chapter 5. Part III is devoted to the application to the fracture
dynamics of nanocrystalline silicon, particularly its possible differences from that
of macroscale samples. In Chapter 6, we explain the background of the fracture
simulations. In Chapter 7, the fracture dynamics is simulated with up to 10° atoms.
The analysis of the results shows the crucial role of the quantum mechanical freedoms
in electronic structures. In the last chapter, Chapter 8, we describe the summary
and general discussions. Several appendices are also prepared.

The atomic unit (me = i = |e| = 1) is used throughout the present thesis, except
where indicated. As a typical transferable tight-binding Hamiltonian for silicon, we
use one in Ref. [6], except where indicated.



Chapter 2

Current electronic structure
theory
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2.1 Density functional theory

Here we gives a brief introduction to the ab initio electronic structure theory. Es-
pecially we focus on the density functional theory (DFT) within the local density
approximation (LDA) as the standard method for condensed matters. The density
functional theory is based on several fundamental theories, such as the Hohenberg-
Kohn theorem [1], the Kohn-Sham equation [2], and the Janak theorem [7]. See
reviews, such as Ref. [8]. Here we explain only the resultant formulations that are
used in the present standard calculations.

Formulation

Suppose an electronic system in an external potential Vi (7). The electronic system
described by a single Slater determinant of occupied one-electron wave functions
{¢i}i- In a realistic system of many atoms, the external potential Vi, corresponds
to the sum of the Coulomb potentials from the nucleus of the atoms. Hereafter we
limit the discussion to the para-magnetic cases. The charge density is defined by

ocCc.

=Y lodr)P, (2.1)

and the total energy is given by

Eiot = Fyin + Eext + En + Exc, (2.2)
* _VQ

Bun = Y [ droj(r)——ei(r), (2.3)

Eext = [Vex(r)n(r)dr, (2.4)

T2 // lr — rdrdr ' (2:5)

Here Fyin, Fext, B, Exc are the kinetic energy, the external potential energy, the
Hartree energy and the Exchange-correlation energy, respectively. The exchange-
correlation energy Fxc = Fxc[n] is a given functional of the charge density n(r).

The present standard functional is that within the local density approximation
(LDA)

Bxo = B{PY = [ ()@ (n(r))ar. (2.6)

Here 5%(? ) (n(r)) is a function, not functional, of the local charge density. The

explicit form of the function 6%(133 ) (n) is determined so as to reproduce the exact
ground-state energy of the homogeneous electron gas.
As in standard variational procedures, the equation for one wave function is

given by

52* {Etot %}?51@]‘<¢k|¢j>} =0, (2.7)
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where the matrix €, is the Lagrange multiplier with respect to the orthogonality
constraints between the wave functions

(Pilg;) = bij- (2.8)
The equation(2.7) is rewritten as

HKS’¢2'> - Z&‘j\%’) =0 (2'9)

with the effective Hamiltonian of

_\72
HKSE

+ Veg (), (2.10)

where

0 Bt 0 by 0 Exc

Varlr) = 50y T Sty * onir)
d’l” 6EX
= Vet +/’T_r,’ (TC) (2.11)

This Hamiltonian Hkg is called the Kohn-Sham Hamiltonian. The solution of
Egs. (2.8) and (2.9) gives the ground state within the single Slater determinants.
Using Eqgs.(2.8) and (2.9), one can find that the matrix ;; is Hermitian in the ground
state (¢j; = €i;) and is given as

eij = (& Hgs|di)- (2.12)

Any physical quantity (X)

occ

(X) = (dul X|on) (2.13)

is invariant under the unitary transforms with respect to the occupied wave functions

occ.

|¢i) — Z Usjlo;), (2.14)

where U;; is a unitary matrix. This freedom is called the ‘unitary freedom’ in
the sense that the wave function has a freedom that does not affect any physical
quantity. If one fixes the above unitary freedom so that the matrix ¢;; becomes

diagonal (e;; = 6135(%)) Eq.(2.9) is reduced to an eigen value problem:

His|o\ ") = /9 |p{®)). (2.15)

This equation is the Kohn-Sham equation and is solved in practical electronic-
structure calculations.
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Discussions

Now the one-body density matrix p is introduced as

ocCc.

p= Z |9i) (@il (2.16)

or

occ

plr ) = 3 1)), (2.17)

The commutation relation
0 = Hysp — pHis (2.18)

is satisfied. The density matrix p is unique and invariant under the unitary trans-

forms of Eq. (2.14). Any physical quantity (X) is described, with the density matrix
p, in the trace form of

occ.

(X) = Z(@\X\@) = Tr[pX] = /dr dr'p(r, v )X (v’ r). (2.19)

2

Note that the DFT can be generalized by the fractional occupation formalism
[9, 10, 11], in which the charge density is redefined as

n(r) =3_ filoi(r)". (2.20)
In the fractional occupation formalism, the one body matrix should be redefined as

p=2_filda)(ail, (2.21)

in which the unitary freedom exists only among the electronic states {¢;} whose
occupations {f;} are the same value.

In this section, we have explained the foundations of the DFT. A couple of
related topics will be discussed in Appendix A.1, that is, the first-principle molecular
dynamics and the limitation of the LDA.
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2.2 Construction of tight-binding Hamiltonians

Here we explain that the tight-binding Hamiltonian can be constructed from the
ab initio theory. The construction is done systematically in the linear muffin tin
orbital (LMTO) theory [12, 13]. In this section, we will discuss the theory within
the atomic sphere approximation. The ‘muffin tin’ means spherical regions whose
centers are located at atom sites. Radius for each atomic sphere is properly given
so that the total volume of the spheres is equal to the volume of the system.

Electronic structure theory as scattering problem

Let the Kohn-Sham potential be transformed into its spherical average within each
muffin tin region;

Veg(r) = Vig(|r]) at r <R, (2.22)

where R is the radius of the corresponding spherical region. Within an atomic sphere
(r < R), we can write the Kohn-Sham equation as

(=55 + ialo) =) o) =0 (22

with the suffices of the angular momentum (I, m). The above situation is similar to
that in an isolated atom. A crucial difference between isolated atoms and condensed
matters is the difference in the boundary condition. In isolated atoms, the vanishing
boundary condition

|Gim(€)) =0 (r — 00) (2.24)

is imposed, which results in the quantization of the energy (¢ = ¢;). In condensed
matters, on the other hand, a continuum energy band is possible, due to the lack of
the vanishing boundary condition. Electronic structures in condensed matters are
based on the potential scattering problem. If the effective potential is supposed to
be constant outside the sphere

Ver(r) =Vo at r >R, (2.25)

the problem is reduced to a potential scattering problem. The free electron system
is a simple example, in which the Kohn-Sham equation is reduced to the Helmholtz
equation

(A + E?)|¢) =0, (2.26)

where k = v/2¢ and ¢ > 0. The general solution of Eq. (2.26) is written as a linear
combination of spherical waves

o(r) = {Amji(kr) + Bimn(kr)} Y (7), (2.27)
Im

with the arbitrary constants Ay, and By,,. The function j;(z) or n;(z) is the spherical
Bessel or Neumann functions, respectively. A plane wave ¢’*7" is also a solution of
Eq. (2.26) and is written by the spherical waves in

eik-r _ eikrcos@ — Z(Ql + 1)iljl(kr)ljl(cos 0)7 (228)
=0

where the z axis is chosen in the direction of k.
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Energy linearization and LMTO theory

Now we are back to Eq. (2.23). One of the most important concepts for the current
electronic structure theory is the concept called ‘energy linearization’. The lineariza-
tion concept is the foundation of, not only the LMTO theory [12, 13], but also the
ab initio pseudo potential theory [14, 15, 16, 17]. For a given ‘reference’ energy e,
the wave function |¢;,(g)) can be approximated within the linear expansion near
the reference energy(e ~ £.ef);

’¢lm(5)> R ‘¢lm(€ref)> + (5 - 6ref)’élm(gref)) (229)
where |y (¢)) is the energy derivative of the wave function
in(e)) = AOmED. (230

The reference energy ¢ is chosen independently for each angular momentum. The
reference energy should be, basically, chosen at the center of an energy band in
condensed matters. The wave function ¢ is normalized in the spherical region

(Pum|dim)r = 1 (2.31)

where
(- Yn= /KR- dr. (2.32)

Differentiating Eq. (2.31) with respect to the energy, we obtain the orthogonal rela-
tion between ¢ and ¢

(Gum|dum)r = 0 (2.33)
within the sphere. In the LMTO method, the functions
‘Xllm> = ’¢Ilm> + Z hIlm,Jl/m/‘éJl/m’> (234)
JUm!

are constructed, as the basis set for the Hamiltonian matrix. Here I or J denotes
an atom site. For a physical basis set, the functions {|x )} should be smooth over
the whole system, while the functions {|@m),|@sm)} are defined independently
at each atomic site. The above requirement of the global smoothness on {|xm)}
determines the coefficients Ay, iy uniquely. This is the fundamental concept of
the LMTO method. In practical calculations, {|xm,)} is usually replaced by

\Xrm) = [brm) + D, P, gvmy {|¢Jz/m’> + 5Jz/m’\¢J'z'm'>}- (2.35)
JU'm!
The parameters {0y, } are properly chosen so as to construct the ‘most localized’
Hamiltonian. This formulation with Eq. (2.35) is usually called tight-binding LMTO
method.

The tight-binding LMTO method is now widely used in condensed matter physics.
One typical application is those in non-periodic systems, such as amorphous [18],
because these systems can not be treated with a small simulation cell. Another
typical application is the theoretical connection with the novel methods for strongly

correlated systems. A recent example is the connection of the LDA method with
the dynamical mean field theory (DMFT), known as ‘LDA+DMFT’ [19, 20].
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Locality and universality of tight-binding Hamiltonian

Hereafter, in this section, we will see that the LMTO theory gives the universality
of the tight-binding Hamiltonians. After a complicated procedure, we can obtain
one simple resultant tight-binding Hamiltonian on an orthogonal basis set {|/Im)}.
Its explicit form is given by

H™ = ¢ 4 AYV2SAV? (2.36)
S=5(1-QY2sQV*)~ L. (2.37)

Here the matrices C'; A and @) are diagonal, for example,
Crim,gtm' = CrimOr.70u O (2.38)

while the matrices S and S has off-diagonal elements. The matrices S and S are
called ‘bare’ and ‘screened’ structure constants, respectively. The ‘bare’ structure
constant S is defined by

1 >l+l’+1

— * . (Ryy), 2.39
RIJ l+l,m—m( IJ) ( )

Stim, Jrm: X (
where R;; = R; — R is the interatomic vector between the I-th and J-th atoms.
Here, in Eq. (2.39), we drop some non-essential factors. Though we have skipped
all the technical details, we can see that the interatomic interaction in the tight-
binding Hamiltonian H(™) is determined by the screened structure constant S. If
the tight-binding Hamiltonian shows a short-range behavior, it should be reduced
to the short-range behavior of S. In general, an inversed matrix A~! is not sparse,
even if the matrix A itself is sparse. Since, in Eq. (2.41), S is obtained by the
inversed matrix (1 —Q2SQ?)~!, the short-range property of S is not trivial. The
meaning of the screened structure constant can be described below; When we rewrite
Eq. (2.37) as

S=5+5Q5, (2.40)

Eq. (2.40) is a Dyson-like equation for S, or a self-consistent scattering problem. If
orbital suffices are ignored, the explicit matrix formula is given by

Sry =51+ SikQrSks (2.41)
K

with the atom suffices I, J, K. The second term of Eq.(2.41) is a scattering path of
J — K — I. Here K denotes all the atoms in the system. The short-range property
of S is achieved by the screening effect, due to the multiple scattering.

Now the most important consequence from the LMTO theory is that the value
of the screened structure constants are universal in the sense that they are defined
for atomic structures, not for specific elements. This can be interpreted as the
statement that the screening effect of the multiple scattering, described in Eq. (2.40),
is essentially governed by the geometry of atomic structures, not by the character
of each element. This universality is the origin of the ‘rigid band’ picture, or the
tendency that the elements among the same group form similar atomic structures
and electronic structures.
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The short-range property of the screened structure constant S is demonstrated
in Fig. 2.1, which shows the case in the sso form (gssc,). The data are plotted as
the function of the scaled interatomic distance d in units of the Wigner-Seitz radius
w, among simple cubic (SC), body-centered cubic (BCC) and face-centered cubic
(FCC) structures. The Wigner-Seitz radius w is defined to be the radius of the
sphere whose volume equals to that per atom (vp);

%Tw?’ = vp. (2.42)
The solid line is an interpolation line. We can see that the screened structure con-
stants are well localized and are well interpolated by a ‘universal’ curve. This means
that the screening effect of the multiple scattering is well scaled by the Wigner-Seitz
radius. In other words, the scattering wave ‘shrinks’, due to the screening effect,
into a localized region that is scaled by the Wigner-Seitz radius. The shrinkage of
the wave function by the multiple scattering is analogous to that by a potential wall.
The universal short-range behavior of the screened structure constant directly gives
the short-range tight-binding Hamiltonian, in Eq. (2.36). In short, the interatomic
hoppings can be described by the universal curve in a scaled length and energy.
The shrinkage of a scattering wave is directly seen, for example, in Fig.6 of
Ref. [13]; a spherical scattering wave centered on an atom shrinks within a BCC
structure. The screening or shrinking behavior is formally analogous to the screening
of the electrostatic field, in which a monopole field at an atom is screened due
to the induced dipole field at neighbor atoms. Of course, the two situations are
different, at least, in the sense that the scattering wave is described by the Helmholtz
equation, Eq. (2.26), while the electrostatic field is described by the Laplace equation

(Ag = 0).

0
N BCC
E 0.5
% . @ FCC
© / BCC
[5) /
2 /
§ /
g /sc i
Lo /
Q /
= /
3 /
3 f

_'|_5 ‘ L 1
1.5 2 2.5 3

Scaled interatomic distance (d/w )

Figure 2.1: Screened structure constant in the sso symmetry (Ss,) as the function
of the interatomic distance d scaled by the Wigner-Seitz radius w. The data are
plotted for the first and second nearest neighbor sites among simple cubic (SC),
body-centered cubic (BCC) and face-centered cubic (FCC) structures. The solid
line is an interpolation line. The graph is plotted based on the data in Ref.[13].

In conclusions, the environmental effect of condensed matters is reduced to the
screening effect due to the multiple scatterings, which gives the short-range tight-
binding Hamiltonian from the ab initio theory. The screening effect is universal
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in the following two meanings; (i) The screening effect is universal among different
elements in a same structure, (ii) The screening effect is universal among different
structures. This is the origin of the universality of tight-binding Hamiltonian.

In Chapter 3, we will investigate the group IV elements, systematically, within
tight-binding Hamiltonian forms. The universality discussed in this section will be
used as the tendency that the ratio of the interatomic hoppings {Viso, Vipos Vopos Vopr |
is almost unchanged among the elements in a same structure. Note that recent de-
velopments in the MTO theory will be discussed in Section 3.3.
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2.3 Generalized Wannier states

This section introduces the generalized Wannier state, which was developed by Wal-
ter Kohn [21, 22] in the context of large-scale calculations. Its formulation is a
generalization of the (conventional) Wannier states [23, 24].

Foundations

The generalized Wannier states {¢;} is defined as localized wave functions that
satisfy the equation

occ

He|¢i) = D €ijl9y)- (2.43)
j=1

and the orthogonality
(il di) = 0ij. (2.44)

Equation (2.43) has been derived in the previous section (Section 2.1) as Eq. (2.9).
As explained in Section 2.1, the solutions of Eq. (2.43) is equivalent to the unitary

transformation of the eigen states { ¢§eig)}

occ.

¢i) = Z Uij’¢§'eig)>> (2.45)

where U;; is a unitary matrix. The Hamiltonian matrix with respect to Wannier
states

(Pi| Hest| D) (2.46)

has non-zero off-diagonal elements unlike that with eigen states. It is crucial that
the generalized Wannier states reproduce the one-body density matrix, Eq. (2.16),
and any physical quantity in the trace form of Eq. (2.19).

Here we derive the conventional Wannier states as a specific case of Eq. (2.45).
In periodic systems, eigen states are Bloch states {¢£zloch)} with the suffices of the
band v and the k-point k, the point in the Brillouin zone. Within an isolated single
band, the Wannier states can be defined W,; with the suffices of the band v and the

lattice vector [;
Wa(r) = [ diee g2 (r), (2.47)

where the integration is done within the Brillouin zone. In the present context, the
corresponding unitary matrix U is given by

Usij = Upke = O, €757 (2.48)

Appendix D.1 shows a simple case with one dimensional single band case, in which
the off-diagonal elements (W,;|Heg|W,i) corresponds to the Fourier coefficients of
the energy dispersion £, (k). As shown in the above discussion, the original Wannier
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state is given by the unitary transform only within an isolated single band (v = /'),
while the generalized Wannier states are given by the unitary transform within
different bands. (v # /). Moreover, the concept of the generalized Wannier state
can be applicable to non-periodic cases.

The concept of the generalized Wannier state is used for practical large-scale
order-N methods [25, 26, 27], in which approximate Wannier states are constructed.
In Section 4.2, we will derive a mean-field equation for the generalized Wannier
states, which is equivalent to Eqs. (2.43) and (2.44). The mean-field equation gives
practical order-N methods for constructing the generalized Wannier state within
variational and/or perturbative procedures.

Discussions

Apart from large-scale calculations, the generalized Wannier state is also discussed
in a different methodology. The generalized Wannier state can be constructed by
the explicit unitary transforms from the eigen states, as a post-process of the con-
ventional electronic structure calculations. This method is not an order-N method.
Such methodologies are seen, from 60’s, for calculation of molecules with the Hartree-
Fock theory [28, 29, 30, 31]. Recently, the application with the DFT calculations
was given [32], in which a measure of the delocalization is defined by the functional

occ.

Q=3 [(@51r2165) = oslrlon ] - (2.49)

The unitary transformations are done iteratively, so as to minimize the above func-
tional. Figure 2.2 shows the results of crystalline silicon. The resultant Wannier
state |¢;) is well localized as a bonding orbital. The suffix ¢ of the Wannier state
|¢;) indicates the bond site as its localization center. It is also important that the
Wannier state has a node on the neighboring bond sites, because of the orthogonal-
ity to the other Wannier states whose centers are located on the neighboring bond
sites.

Within simple molecules, a semi-qualitative process may be also possible, to
construct the Wannier state. Such an example is given in Ref. [31], which is reviewed
in Ref. [33]. Here a water molecule (HyO) is discussed. So as to construct the
Wannier states, the four valence eigen states, labeled with (2a4), (3a;), (1bs), (1by),
are transformed successively only in the three steps. In each step, the unitary
transformation is done between the selected two states, in a two dimensional rotation
form with an empirically chosen rotational angle;

3a1) ) (2.50)

o () ) =5 (5 5) (G

o ()= (4 ) () a3t

(i) ( Ezgg;; ) = % < _11 . ) ( ((22?)) ) : (2.52)
The resultant Wannier states are labeled with (1), (1), (bOH,) and (bOH,). They

are shown in Table 2.1, which are quite similar to those constructed by the quan-
titative method [31, 33]. We can assign the two lone pair orbitals (I;), (I3) and the
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(a,

[111] Axis

Figure 2.2: The Wannier states of bulk silicon [32] (a) Profile along the Si-Si bond.
(b) Contour plot in the (110) plane of the bond chains. [N. Marzari and D. Vander-
bilt, Phys. Rev. B56, 12847 (1997)].

two bonding orbitals (bOH;), (bOHsy) between the oxygen and hydrogen atoms. In
Chapter 4, we will discuss that one of the large-scale order-N methods is an iterative
procedure with the Wannier states (the variational order-N method). The knowl-
edge of approximate Wannier states, such as those in Table 2.1, will be important
as reliable initial wave functions in the iterative procedure.

Finally, we comment on other related theoretical concepts. There are several
proposals to describe ‘chemical’ bonding orbitals in condensed matters. We pick
out such two concepts called ‘crystal orbital overlap populations’ (COOP) [34] and
‘crystal orbital Hamiltonian populations’ (COHP) [35]. Though their mathematical
formulations are different from the generalized Wannier states, such concepts should
be related to the present one.

0(23) [ O(p,) | O(p,) | Op.) | Hi(1s) | H2(is)
({y) 0.655 | -0.382 0.707 | -0.103 | -0.103
(I3) 0.655 | -0.382 -0.707 | -0.103 | -0.103
(bOHy) | 0.235 | 0.409 0.412 0.965 | -0.162
(bOHy) | 0.235 | 0.409 -0.412 -0.162 | 0.565

Table 2.1: Approximate Wannier states in water molecule (HyO) [31, 33]; the
four Wannier states (11), (l2), (bOH;), (bOHsz) are expressed as the coefficients of the
2s8,2p2,2py,2p., orbitals of the oxygen atom and the 1s orbitals of the two hydrogen
atoms. Here we ignore the small contribution by the 1s orbital of the oxygen atom.
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2.4 Fundamentals of order-\N methods

As discussed in Chapter 1, the order-N method is a general concept for large-scale
calculations, in which the computational cost is proportional to the system size.
This section describes the fundamental concept of the practical methodology.

The present purpose for large-scale calculations is restricted to structural proper-
ties, that is, the total energy calculation and the molecular dynamics. This restric-
tion is crucial for practical order-N methods, when the total electronic structure
energy Fi. does not depend explicitly on off-diagonal long-range components of
the one-body density matrix (p(7,7’)). Recently, as the foundation of the order-N
method, Walter Kohn proposed a general concept called ‘nearsightedness principle’
[36], which is closely related to the Hohenberg-Kohn theorem [1]. Now we can recall
that the Hohenberg-Kohn theorem gives the ground state energy as a functional of
the charge density n(r) and that the charge density is the diagonal elements of the
density matrix (n(r) = p(r,7)). Instead of such a general theory, we discuss two
typical examples; one is the free electron system and the other is a system with a
short-range tight-binding Hamiltonian.

Example with free electrons

In the free electron system, the Hamiltonian is simply the kinetic energy part
1
Hy = —§A (2.53)

and the ground state is characterized by the Fermi wavenumber krp. The details
of the following calculations will be given in Appendix D.2 and hereafter only the
results are shown in this section. The total energy per volume is calculated in the
reciprocal space by

E dk 1, k3
S - ) 2.54
Vo Jk<ke (27)3 2 2072 (2:54)
The corresponding one-body density matrix is defined as
dk eik-’r’l e*ik-’r’z dk eik-('ljf’r’z)
, = = 2.55
R e N AR Ao (259

Due to the uniform property, the density matrix is reduced to that of the function of
the distance r = |ry — ro|. Without the volume factor 1/V, we redefine the density
matrix and calculate

_ dk ik-r
plr) = /m 2"

2 k I
= 2n P {_r_g cos kpr + -3 5in kpr} . (2.56)

The resultant density matrix shows a long-range oscillation with the Fermi wave
number kg

cos kpr

p(r) o« > (r — o0), (2.57)
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which is known as the Friedel oscillation. The short-range behavior, on the other
hand, is given by the Taylor expansion as

272r) <Co - %7“2 + O(r4)> , (2.58)

p(r) = ( 5

using the zero-th and second Taylor coefficients

k3 k2
Ch=2X (0,=-EL, 2.59
0 6 ) 2 = 15 ( )

The total energy per volume can be also calculated by the density matrix as

. Es here(g)
= lim 2= (2,60
’l”l; 7’2) S Eli% (47’(’63/3) ( )

E 1
V = VTI‘[)HO /d’f’l

Here Egnere(€) is the energy of a tiny (real-space) sphere with the radius of €. Using
Eq.(2.58) and the calculation

A, C
Esphere(g) = dr 9 p(T) 253 + O( ) (261)
r<e
the energy per volume is given by
E Esphere (5) 302

Vo oy (4me3/3)  4m?’ (2.62)
With the definition Cy = k/15, the above result reproduces that of Eq. (2.54).
This shows that the total energy is determined only by the second order Taylor
coefficient C5. This statement is understandable, because the present Hamiltonian,
the Laplacian operator, is the second order derivative. In other words, the total
energy is determined explicitly by the short-range behavior of the density matrix.
Here it should be emphasized that the above density matrix p(r) has the off-diagonal
long-range components, as in Eq. (2.57), and the system is metallic. In short, the
total energy is governed by the short-range behavior of the density matrix, while
the transport property is governed by the off-diagonal long-range behavior.

Example with short-range tight-binding Hamiltonians

Now we turn to the second example, a system with a short-range tight-binding
Hamiltonian H. This example is directly related to the calculations in the present
thesis. In such a system, the total electronic structure energy is given in the form of

Eeee = Tr[pH]| (2.63)

with the one-body density matrix p. The explicit matrix expression is

int V v

Na N;
Eaec = Tr[pH] =) Z > Z pisratrars, (2.64)
I o

where (I, «) or (J,3) denotes an atomic orbital. N, is the number of atoms in
the system (I = 1,2..., Ny). The number of orbitals per atom is given by v. For
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example, v = 4 for the minimal tight-binding Hamiltonian with the s and p orbitals
(Is), |Px)s |Py), [P2))- Since the tight-binding Hamiltonian is short-range, the number
of atoms for non-zero Hamiltonian matrix elements (Ny,) is finite for each atom.
The number of atoms (Ny,) is, typically, that of the first or second nearest neighbor
atoms. The calculation of the trace in Eq. (2.64) requires the computational cost of

V? Nipg Na. (2.65)

Here we can say, again, that the total energy in Eq. (2.64) is determined explicitly
by the short-range behavior of the density matrix, due to the short-range property
of the Hamiltonian. For comparison, we discuss a classical model with a short-range
two-body potential, in which the potential energy is given by

NA Ning

Eclassical - Z Z UIJ; (266)
I I

where Uy is the two-body potential between the /-th and J-th atoms. The sum-
mation in Eq. (2.66) requires the computational cost of

Nt Ny (2.67)

Here one can find that the computational cost of the present electronic structure
calculation should be, at least, v times larger than that of a classical model. We
note that the prefactor 2 originates from the orbital freedom, that is, the quantum
mechanical freedom. This prefactor will be discussed, in Section 5.4, as an essential
point for the parallelization of the order-N method.

Discussions

The above two cases are typical examples of the situation in which the total elec-
tronic structure energy does not depend explicitly on off-diagonal long-range com-
ponents of the one-body density matrix. As is seen in the beginning of the this
section, the above situation is suitable for order-N methods to calculate the total
energy, because the order-N method reproduces only the short-range behavior of the
density matrix, at a sacrifice of the accuracy in the long-range behavior. The above
discussion warns us that we should be careful, when we calculate various quantities
(X) in an order-N method. If the operator X has off-diagonal long-range compo-

nents, the calculation of (X) may be in a poor accuracy with the order-N method.
Such a situation appears, when we calculated the spatial spread of a Wannier state

oF
(il(7 = 7)) (2.68)

from its localization center 7; = (¢;|7|¢;) [27]. The calculation was done with or
without an explicit localization constraint on the Wannier state ¢;. Since the oper-
ator (7 —7;)? is a long-range operator, the value of (¢;|(7 — 7;)?|¢;) is more sensitive
to the localization constraint than that of the energy (¢;|H|¢;).

Here the long-range behavior of the density matrix is discussed. With a finite
temperature form, the density matrix of the free electrons, Eq. (2.56), is modified
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into

p(r) = /k <kF%e“”fT <%2> (2.69)

where f, (¢) is the Fermi-Dirac function

1

F- &) =T (2.70)
with a finite temperature 7 and the chemical potential u. An analytic evaluation
[37] gives the resultant density matrix p(r) with an additional exponential decay

factor of
exp {— (1 + \/5) %l@r] , (2.71)
F

where ep = k2/2 is the Fermi energy. The above analysis shows that the long-range
oscillation, in Eq. (2.57), at the exact ground state (7 = 0) originates from the
discontinuity of the occupation number at the Fermi level

fr(e) = 0(ep—¢e) in 7—0. (2.72)

In the mathematical terms, such an oscillation is known as the Gibbs phenomena,
which is seen in standard textbooks of applied mathematics [38]. Such a long-range
oscillation will be suppressed, when the discontinuity of the occupation number at
k = kg is faded away, as discussed above.

The discontinuity of the occupation number is equivalent to the idempotency of
the ground state density matrix

P =p. (2.73)

From the above discussion, we can say that an essential point of the order-N methods
is relaxing the exact idempotency in Eq. (2.73), which will modify the off-diagonal
long-range behavior of the density matrix. The relaxation of the exact idempotency
is seen, not only in Kohn’s paper [36] picked out in the beginning of this section,
but also in the practical order-N methods that will be explained in the next section
(Section 2.5).

To end up this section, we comment on the order-N methods for transport phe-
nomena. So far, we have explained the fundamentals of the order-N method for
structure or the total energy. There exist, on the other hand, order-N methods for
transport phenomena. An example is found in Ref.[39] with the use of the Kubo
formula. Since the total energy calculation is not essential in the discussion of
transport phenomena, the order-N methods for the transport phenomena should be
constructed with foundations different from the present ones. See the proceedings
of a recent international conference [40], as an overview of the recent developments
and applications. Though we do not discuss methods for transport phenomena in
this thesis, the ultimate goal for large-scale electronic structure calculations should
be contain both methods for structural and transport phenomena.
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2.5 Practical order-N methods

Here we review several practical order-N methods for electronic structure theory
applicable to molecular dynamics. This section describes only the mathematical
background of each method. See review or comparison papers [41, 42, 43, 44, 45] for
details, applications, theoretical generalizations and so on. We pick out the following
five typical methods; [I] the density matrix method, [II] the localized orbital method,
[ITI] the Fermi operator expansion method, [IV] the recursion or bond-order method,
and [V] the orbital-free DF'T method. Except the last one, we restrict the discussion,
for simplicity, to a tight-binding system that is already discussed in Section 2.4, The
total electronic energy is given by

Eoee = Tr[pH] (2.74)

with the one-body density matrix p. The correct density matrix p at the ground
state should satisfy the idempotency

P =p. (2.75)
The explicit matrix form is given as
Hias = {TalH|5) (2.76)

with the suffices of atoms (I, J) and orbitals («, 3). After the review of the five
methods, we will briefly discuss a general point for practical large-scale calculations.

I : Density matrix method

The ‘density matrix method’[46] is a variational method in which the explicit matrix
elements of the one-body density matrix (pr.sg) are the variational freedoms. The
total energy to be minimized iteratively is given as
I
Eakelpl = Trl(30" —2p°) (H — )], (2.77)

where p is the chemical potential that should be property chosen to reproduce the
total electron number. The energy gradient

o (1)
dec (2.78)
aﬂla,m

is used for the iterative minimization procedures. The method is closely related to
a procedure on the density matrix p

p = p"W) =3p% — 2p% (2.79)

which is called ‘purification’ procedure [47]. If the ‘old’ density matrix p has an
approximate idempotency (p? = p), the new ‘purified’ density matrix p™*%) can be
expected to have a better approximate idempotency in the sense that each eigen
value becomes closer to zero or one. The above property can be explained, when
one see the function form of y = 322 — 223, as plotted in Fig. 2.3. To see how to
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reach the ground state with this energy functional, we demonstrate a case in which
the density matrix is given as

P Y filo) (o) (2:80)

where the occupation numbers {f;} are nearly equal to be one or zero and the
chemical potential p is property chosen. The occupation number f; of an eigen
state contribute the energy by

(3fi2 - 2fi3)(5z‘ — 1) (2.81)

For an occupied eigen level (¢; < p), the energy function in Eq. (2.81) has a minimum
at f; = 1, while, for an unoccupied eigen level (g; > p), the energy function in
Eq. (2.81) has a minimum at f; = 0. Therefore, one can expect that the occupation
number will be convergent to one (f; — 1) for occupied levels and zero (f; — 1) for
unoccupied levels. In both cases, however, one may find that the above minimum
is not the global minimum, but a local minimum. The energy function in Eq. (2.81)
diverges at f; = oo or f; = —oo, which is sometimes called ‘runaway solution’. The
above unphysical ‘runaway’ solution means a large deviation from the approximate
idempotency (p*> = p). In practical program codes, such a large deviation can be
avoided by introducing an additional inner loop of the purification procedure, given
by Eq. (2.79), in the iterative energy minimization procedures. This inner loop
is done iteratively till the density matrix p recovers an approximate idempotency
(p* ~ p) within a satisfactory deviation from the exact one. It should be noted that,
for the convergence to the correct ground state, the initial density matrix p should
be properly prepared, which is a common problem among iterative methods.

2

X

Figure 2.3: The function y = 322 — 222, which is used in the density matrix order-N
method.

IT : Localized orbital method

The ‘localized orbital method’ [25, 26, 27] is directly related to the theory in this
thesis. The present ‘localized orbital” is the generalized Wannier state. The total
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energy is given by the functional, with respect to occupied one electron states {¢;},
as

occ.

Blalo] = > Aol H — nle;) (2.82)

i,J

where S;; = (¢;]|¢;) is the overlap matrix between occupied states. Here the wave
functions {¢;} are not under the orthogonal constraint (S;; # ¢;;). The energy
parameter 7y is what we call ‘energy shift parameter’. The value of 7 should be
chosen large sufficiently, as will be explained below. A physical quantity (X) is
redefined as

occ.

X) =30 AulblX1o,). (2.84)

For example, the charge density n(r) is given by

occ.

r) = Z Ajiy; (r)¢5(x). (2.85)

It is noteworthy that, if we choose the matrix A as A = S~!, the definition in
Eq. (2.84) will be reduced to the standard one, because a set of orthogonal wave
functions {1} can be constructed as

occ.

i) =32 (5712), 199). (2.86)

J
Using the orthogonal wave functions {¢}}, a physical quantity is expressed by

occ.

(X) = D (| X|ox)

k
= ;Z( ) (0l Xle) (S7)
= 3 (57), (@dXlo), (287)

i3

which gives Eq. (2.84) with the choice of A = S~'. The orthogonality of {y}
((Yr|r) = dxy) is directly derived from Eq. (2.87) in the choice of X = 1. When the
inversed matrix S—! is expanded as

STto= {I-(I-5))"
= E_:(I—S)k

~ I+(I-8)+UI -8+ (2.88)

the sum of the first two terms gives the matrix A in Eq. (2.83).
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Now we see how the above choice of the matrix A works in the present energy
functional. We rewrite Eq. (2.82) as

occ. occ.

elec {¢2 Z Aji{pi H|bz) + ns Z [(@ild;) — ZJ’ (2.89)

7] 7.7

where a constant energy term is ignored. The minimization of the second term
causes a feedback force to the orthogonal relation

(D) — 04j (2.90)

with a sufficiently large value of ng (7, = 00). We call the second term in Eq (2.89)
as ‘penalty’ term in the sense that, when the orthogonal relation is broken in the
iterative minimization procedure, the energy will increase as a ‘penalty’. The name
of ‘penalty’ is seen in Ref.[36] in similar meanings, though the mathematical for-
mulation is different from the present context. Moreover, one can mathematically
prove [25] that, when the value of 75 is chosen to be larger than the highest occupied
level epo (s > €no), the energy functional in Eq. (2.82) has the correct ground
state energy Fgg as a stable point

elec[{¢2}] > EGS- (291)

Since the wave functions will be orthogonal in the correct ground state (S;; = 0;;),
the matrix A will be reduced to A;; = §;; and Eq. (2.84) will be reduced to Eq. (2.13).
It is essential that the minimization of the functional in Eq. (2.82) can be done
without any explicit orthogonalization procedure, such as the constraint scheme
with the Lagrange multipliers or the Gram-Schmidt orthogonalization procedure.
Unlike the other methods in this section, this method does not require a calculation
of the chemical potential. The total charge Ng.. may be deviated from the given

value Ne(leC of the electron number

Nyee = /n(r)dr

NG - Zldhlqu &5 (2.92)

during the iterative minimization procedure. The above deviation, however, will
reduce to zero (Negee — éf?c) in the final (ground) state, due to the property of
Eq.(2.90).

In Section 4.2, we will derive a mean-field equation for the generalized Wannier
state, which is equivalent to the present formulation but is derived from a different
theoretical background.

IIT : Fermi operator expansion

The Fermi operator expansion [48, 49] is based on the Chebyshev (Tschebyscheff)
polynomials expansion. Within the explanation of this method, we use the explicit
‘hat’ notation, say H, for operators. A density matrix is formally given as

p = fro(H) (2.93)
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where fpp(e) is the Fermi-Dirac distribution

1

fep(€) = T3 g

(2.94)
with a finite temperature parameter 7 and the chemical potential u. Here the above
‘temperature’ parameter 7 may be different from the temperature of the system,
since a finite value of 7 is essential for the numerical stability of the polynomial
expansion. An order-N algorithm is obtained, when the operator in Eq. (2.93) is
expanded by a finite set of the Chebyshev polynomials {7} (z)} as

fro(H %%ﬂ( i ) (2.95)

where the energy parameters g and W should be chosen so that the operator

A

H—€0
W )

z

(2.96)

a shifted and scaled Hamiltonian, has eigen values only within the range of —1 < z <
1. Moreover, since the original Fermi-Dirac function is non-zero for —oco < ¢ < o0,
the function frp(e) used in Eq. (2.94) should be interpreted by a truncated one
within a finite energy range (emin < € < €max). LThe lower boundary energy &,
should be chosen to be less than the lowest eigen level and the higher boundary
energy £max should be so large that the occupation is almost zero (frp(emax) < 1)-
In result, the energy range W = €,,.x — €min 1S comparable to the energy band width
by the given Hamiltonian H. For the above truncated function, the coefficients
({a;}) are determined uniquely, due to the orthogonality of the Chebyshev polyno-
mials. The order of polynomial expansion np is crucial for the computational cost.
Since the np-th order polynomial expansion corresponds to the energy resolution of
O(W/np1), an optimal polynomial order to reproduce frp(e) is estimated as

W
Np =~ —. (297)
T

A typical example of the Chebyshev polynomial expansion of frp(e) is seen in Fig.7
in Ref. [42], which describes the diamond case with n, = 40. With Eq. (2.95) and
a complete basis set {|y;)}

(basis)

1= Z Ixa) (Xl (2.98)

the total electronic energy is expressed by

ES) = Te[H fep(H)]
(basis)

= Z <Xi’HfFD(H)’Xi>

(basis) np1

= Z Z&k Xil HT(2)]x3). (2.99)
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Here the vectors
M) = T(@) ) (2.100)
can be calculated by a recurrence relation
) = 22y = 1Y), (2.101)
due to the same recurrence relation of the Chebyshev polynomials

Tyi1(x) = 22Ty (z) — Th—1 (). (2.102)

IV : Recursion or bond-order method

The ‘recursion’ or ‘bond-order’ method [50] means the molecular dynamics based
on the recursion method [51]. The essence of the original recursion method is as
follows (See Appendix D.3 for details); For an ‘input’ vector |u), the projected Green
function is given as the following continued fraction

L) ! (2.103)
— U ~ . .
e+i0—H b

E—ay —

(ul

b3

E—Qag9 —

bz,

Y Tag(e)

Here we restrict the discussion to real vectors and matrices. The coefficients {a,,, b, }
for n = 1,2...ng are real and uniquely determined for the given input vector |u).
The integer ng, the order of the continued fraction, should be properly chosen. The
function T, (¢) is a complex variable and is called ‘terminator’. Several explicit
function forms of T,,, (¢) are given in textbooks. It it noteworthy, if ng is equals
to the size of the Hamiltonian matrix, the coefficients {a,,b,} give, formally, a
tridiagonalization of the original Hamiltonian H using a unitary matrix U;

€ — Upy —

ap b1
vHU = | b Zj Z b (2.104)

When all the projected Green functions ((x;|G(¢)|x:)) are calculated for the orthog-
onal complete basis set {|x;)}, the density of states (DOS) D(¢) is given as

basis

D(e) = — Z Im{x;|G(g +10)|xs). (2.105)

Figure 2.4 shows an example of the DOS calculated by the recursion method within
the tight-binding Hamiltonian [6], in which several calculations with different values
of ng are compared [52]. The system is silicon crystal with 512 atoms in the periodic
cell. The energy origin is shifted downward by 0.46 eV so that the highest occupied
level in the exact diagonalization is placed at € = 0.0. The lowest unoccupied level
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Figure 2.4: Density of states (DOS) calculated by the recursion method with several
values of ng [52]. The system is silicon crystal using a tight-binding Hamiltonian.
The simulation cell contains 512 atoms. The exact diagonalization gives the highest
occupied and the lowest unoccupied levels at ¢ = 0.0 and € = 0.8 eV, respectively.

in the exact diagonalization is placed at € = 0.8 eV. The basis set {x;} for the input
vectors in the recursion method is chosen as the set of the sp? orbitals on all the
bond sites in the diamond structure. With increasing ng, an energy gap appears in
the energy region of 0 < e < 0.8 eV, as in the exact diagonalization.

For molecular dynamics, the off-diagonal elements of the density matrix (p;;)
should be calculated. From the off-diagonal matrix elements of the Green function,
the density matrix is given as

(alpls) = —2Im [de fen() bl Gle +i0)), (2.106)

where frp(e) is the Fermi-Dirac distribution of Eq. (2.94). The above ‘temperature’
parameter 7 may be different from the temperature of the system, as in the Fermi
operator expansion. An off-diagonal element of the Green function (x;|G(¢)|x;) can
be calculated from the recursion method for ((x; + x;)|G(¢)|(x: + X;)), because of
the relation

il Ge)lxg) = % [0+ xG1GE) I+ x5) — alG @) xa) — (x;1G(e)lxg)] - (2.107)

After the calculation of the off-diagonal elements of the Green function ((x;|G(e +
i0)|x;)), the energy integral in Eq. (2.106) is done in a proper numerical scheme so
as to obtain p;;.

Note that the term ‘bond order’ is based on the fact that the basis

— Xa) + x;)
V2
appears in Eq. (2.107). The basis |+) can be interpreted as a bonding orbital, if

|x:) and |x;) are atomic orbitals on different atom sites. In the above situation, the
partial density matrix (+|p|+) is the occupation number of the bonding orbital |+).

+) (2.108)
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V : Orbital-free DFT method

The ‘orbital-free’ DF'T method is based on a foundation quite different from the other
methods explained in this section. Though this method is based on the total energy
functional of the DFT, given by Eq.(2.2), the kinetic energy Ey, is transformed into
an explicit functional of the charge density ;

Byin = Elin[n]. (2.109)

The resultant total energy functional Ei, is an explicit functional of the charge
density n(r). With the chemical potential y, the variational equation

i { Bl = fntryar} <o (2.110)

determines the charge density n(r).
A proper functional form for Ej;, should be available. As a simplest form, the
Thomas-Fermi function

ETPn] = 1%(37r2)2/3 / {n(r)}*3dr (2.111)
appears in standard textbooks or reviews, such as Refs.[53, 54, 8]. In general, a
possible guiding principle for constructing the functional Fy,[n] is to reproduce the
Lindhard dielectric function (See standard textbooks like Ref.[54]). The Thomas-
Fermi functional reproduces the Lindhard dielectric function in the long wavelength
limit. Another simple functional is the von Weizsédcker functional

By [n] = %/%dr, (2.112)

which reproduces the Lindhard dielectric function in the short wavelength limit.
From the above discussion, the sum of the two functionals

Exn[n] = ECP ] + ESV[n) (2.113)

seems to be a good candidate for the proper functional form. It is noteworthy that,
if the second term in Eq. (2.113) is divided by nine, the functional is transformed
into the simple gradient expansion form in the famous Hohenberg-Kohn paper[1].
A typical behavior of the charge density in the orbital-free DFT is shown as a figure
in Ref. [55], which is reviewed in Ref. [56]. The calculated system is the neutral
Kr atom and the orbital-free result is compared with the Hartree-Fock result. A
characteristic feature of the orbital-free result is the lack of the quantum mechanical
oscillatory structure of the radial density. See a review [56] for more discussions.
Based on the above orbital-free method, molecular dynamics simulations are
performed with local pseudo potentials [57]. Since a local pseudo potential energy

ES;;C), in a form of

i) = [V mm(rar, (2.114)
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is an energy functional with respect to the charge density, it is applicable to the
orbital-free method. The functional form for such a local potential should be con-
structed properly. A possible guiding principle for constructing the functional ES;C)
is, again, to reproduce the Lindhard dielectric function. A typical application is a
simple metal that can be understood, basically, by the nearly free electron picture.
Several improved functional forms are proposed for the kinetic energy functional
and the local pseudo potential. See, for example, Ref.[58] and references therein.

A technical comment is added; In the above molecular dynamics simulations, the
(valence) charge density is expanded by the plane-wave basis. Since such a program
code is almost a subset of that in ab initio molecular dynamics with the plane-wave
basis (See Appendix A.1l), the programing effort may be small for the orbital-free
method, if one already has a plane-wave code of ab initio molecular dynamics.

Discussion

So far, we have reviewed five typical order-N methods. Finally, we point out the im-
portance of the prefactor, not the order, of the computational costs. Consider a sim-
ple case of a nearest neighbor tight-binding Hamiltonian H on a three-dimensional
cubic lattice. In this system, the Hamiltonian is operated by n times successively
on a vector |x(?) localized within an atom. The resultant vector

x™) = H"[x) (2.115)

has a spatial spread only within a local region in the system, which is a desirable
situation in an efficient order-N method. The above situation is true, if the system s
sufficiently large. The resultant vector |x™) contains (2n + 1)® atoms as its spatial
spread in real space. In the case with n = 10, for instance, the above number of
atoms is (21)% ~ 8000. In a system with less than or about equal to 8000 atoms,
the vector |x1?) is not localized, if without any additional approximation. On the
other hand, an ideal order-N algorithm may not be required for several large-scale
calculations. For example, a calculation with O(N?) computational costs can be
faster than the diagonalization method with O(N?) computational costs. Therefore,
the prefactor of the computational costs should be discussed for practical large-scale
simulations. We have already discussed this point, in Section 2.4, in which the
number of orbitals per atom contributes the prefactor of the computational cost.
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3.1 Universal tight-binding theory

In this chapter, we investigate tight-binding formulations as a fundamental concept
for simplifying the electronic structure energy. The ab initio theory in Chapter 2.2
gives an universal property to the tight-binding Hamiltonian in the sense that the
explicit function forms of the hopping integrals are universal in the scaled energy
and length unit. Such universality have been founded empirically for decades [59].

In this section, the group IV elements are focused. Among them, the diamond-
structure solids are found in carbon, silicon, germanium and the low temperature
solid phase of tin (a-Sn). For these materials, nearest-neighbor tight-binding Hamil-
tonians can be constructed within the minimal orbitals (s, ps,py,p:). Such tight-
binding Hamiltonians are defined by five parameters; One is an intra-atomic param-
eter e, —¢s, the energy difference between the atomic s and p orbitals. The other four
parameters are the four interatomic hoppings (Viss, Vepe, Vipr, Voprr, ) it the Slater-
Koster form [60]. The explicit numerical data in this section are calculated with a
standard parametrization [61], which is systematically constructed among the group
IV elements in the diamond structure solids (C, Si, Ge, a-Sn). As details, the above
parametrization is carried out with the five orbitals, that is, the conventional four
minimal orbitals (s, p,, py, P») and the extra ‘s*” orbital [61]. The physical origin of
the extra s* orbital is the spherical average of the five d orbitals. See Appendix A.2
for more explanation. The s* orbital affects mainly on the conduction band [61],
while the characters of the valence band is not significantly changed. Moreover, the
weight of the s* orbitals among occupied states is only 2.1 % in the silicon case and,
at most, 2.8 % in the tin case. The above situation justifies the molecular dynamics
simulation without the s* or d orbitals, since the total energy is contributed only
by the valence (occupied) band. It should be noted that the essence of the present
theory is based on the universality of the tight-binding Hamiltonian and does not
depend on details of the parametrization.

C Si | Ge | @-Sn | 5-Sn (<2.n.n.) Pb
d[A] | 1.54 | 235]244] 2.80 | 3.02 (3.17) 3.50
Ne | 4 4 4 4 4 (6) 12 (FCC)
Ay 244194 192 | 77 — —

Table 3.1: Several data for the group IV elements; the nearest neighbor atomic dis-
tance (d), the coordination number (N¢), the number of atoms within the distances
of d, the hopping energy along sp® bonds (ts,3). The transfer integrals are from the
tight-binding formulation in Ref.[61]. In (-Sn, the values with the second nearest
neighbor distance are also shown inside the bracket. In $-Sn, the number of atoms
is six within the second nearest neighbor distance.

Now the tight-binding Hamiltonian is described with sp® orbitals. The four
atomic orbitals {|s), |pz)., |py): |P-)} can be transformed into the four sp*-hybridized
bases. With the above bases, the diagonal elements of the Hamiltonian matrix are
given by

1 3

€h = ng + ng (31)
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As the off-diagonal elements, the hopping integrals between the sp3-hybridized or-
bitals are classified into five types. Among them, the biggest one is that along the
sp® bonds

1
ﬂl = Z {‘/ssa - 2\/3‘/;@7 - 3%pa} . (32)

The other interatomic hoppings will be given in Section 5.5. We define the amplitude
of the integral as

tspa = ’ﬁl’ (33)

If only ¢4, is included as the off-diagonal elements, the resultant Hamiltonian is
decomposed into each bond site as

Eh —tsp:a
(o ) »
The solution is the bonding and antibonding orbitals with the sp-hybridized or-
bitals, [b) and |s), whose energies are given by

Ep = €n — tsp3

€a =€n T tsp37

respectively. The resultant Hamiltonian is diagonal with respect to the above bond-
ing and antibonding orbitals ;

Hy =) (Ibi)en(bi| + |ai)ealail), (3.7)

i=1

where 7 denote the bond site in the diamond structure. The energy gap e, —c, = 24,3
is the physical origin of the covalent bondings and, therefore, the stability of the di-
amond structure. Figure 3.1 shows several data among the group IV elements. Here
we observe that the transfer energy 2ty,s is a monotonically decreasing function of
the nearest neighbor atomic distance d or the principal quantum number. There-
fore, the diamond structure will be unstable with increasing the principal quantum
number, as observed experimentally. In the tin case, the diamond structure («
phase or gray tin) appears in the low temperature phase (7' < 286K), but the room
temperature phase (3 phase or or white tin) has a different structure called ‘3-Sn
structure’. In the lead case, the next heavier element in the group IV elements, the
FCC structure appears with metallic properties.

In the present context, one can think of the 3-Sn structure as an intermediate
case between the diamond structure and the FCC structures. The nearest neighbor
atomic distance in $-Sn (3.02 A) is larger than that in a-Sn (2.80 A) but smaller
than that in Pb (3.50 A). Moreover, in the 3-Sn structure, each tin has two second
nearest neighbor atoms that are slightly further away (3.17 A) than the first nearest
neighbor atoms, as in Table 3.1. If we ignore the above difference of the first and
second nearest neighbor distances, the coordination number N¢ will be defined as
SiX.
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One-parameter theory among elements

The tight-binding theory results in the fact that the ratio among these four inter-

atomic hoppings (Vise, Vipos Vaprs Voprr, ) 18 almost unchanged among the elements.

With this universality, the number of the independent energy parameters is reduced

to only two. Now we can pick out (g, — &5) and (e, — €1,) as the two independent

parameters. These are equivalent to 8y and ty,s = ||, respectively. Now a ratio
€p—Es _ €p —Es

m = = . 3.8
“ €a — € 2tps (3.8)

is defined as the unique parameter that explains the chemical trend among the
group IV elements. Such a one-parameter theory can be found in several reviews
and textbooks [59, 62]. The parameter oy, in Eq. (3.8) is called ‘metallicity’. The
value of ay, increases monotonically from lighter atoms into heavier atoms. The
explicit values in the present parameterizations [61] are o, = 0.34,0.63,0.81,0.91
for C, Si, Ge, a-Sn, respectively. When the real materials are classified by the
parameter ay,, the materials are reduced to a universal model with the energy unit
scaled by the transfer energy tq,s. Since the transfer energy Z,,s is a monotonic
function of the lattice constant (See Table 3.1), the scaling by the transfer energy
tsps 1s equivalent to the scaling by the lattice constant. Therefore, the present one-
parameter description corresponds to the description with a scaled energy or length.

The above chemical trend among the group IV elements influences the character
of the wave functions as the deviation from the ideal sp® hybridization. So as to
monitor the above deviations, we define the weight of s orbitals f(?), for each wave
function ¢;, as

fO =3 ailIs)P, (3.9)

where |Is) is the s orbital on the /-th atom. Especially, f; denotes the average of
the occupied wave functions, which is uniquely determined for a system as

fs = _(IslplIs) (3.10)

I

from the density matrix. Figure 3.1 shows the resultant weight of s orbitals, in which
the weight of s orbitals fy is a monotonically increasing function of ay,. The above
trend is explained, as follows; In a system with a small metallicity (o, < 1), the
Hamiltonian will be quite similar to Hy in Eq. (3.7). In such a system, the Wannier
state will be a bonding orbital with the ideal sp® hybridization (|¢;) =~ |b;)). For
an ideally sp®-hybridized wave function, as |b;) in Eq. (3.7), the value of £ is
fs(i) = 1/4 from its definition. Here we discuss the opposite limiting case, the case
of o, — 00. This limiting case corresponds to the dilute case, in which the inter-
atomic hopping 4 will be much smaller than the value of (¢, —¢5) in Eq. (3.8).
The resultant electronic configuration is s’p?, like an isolated atom, in the sense
that two electrons per atom occupy the s orbital and the other two electrons occupy
the p orbital. The resultant value of f is f; = 1/2. The corresponding electronic
structure is a p-band metal, because the s band and the p band are well separated
energetically and the s band is fully occupied. In short, the above trends among the
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group IV elements can be interpreted as the change from an sp3-hybridized insulator,
in the lighter elements, into a p-band metal, in the heavier elements. This change
is often called ‘dehybridization’, because the sp® hybridization is canceled and the
electronic configuration is reduced to that in an isolated atom (f; = 1/4 = 1/2).
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Figure 3.1: The weight of s orbitals f; and the band gap are plotted as the function
of the metallicity parameter «,, among the group IV elements. The calculations are
done using a set of tight-binding Hamiltonians [61].

The band gap is estimated using the metallicity parameter «,,. The difference
of the antibonding and bonding levels (¢, —¢},) corresponds to the energy difference
between the band centers of the valence and conduction bands. On the other hand,
the energy (¢, — ;) motivates the transfer between bond sites and results in the
finite band widths of the valence and conduction bands. Therefore, the band gap
can be estimated as

Aest = (€a — 1) — (6p — &) = 2153 (1 — ). (3.11)

From Eq. (3.11), a system would be metallic, when a,, — 1. This is why the
parameter ay, is called ‘metallicity’. In Fig. 3.1, the band gap decreases with the
increase of the metallicity, as expected from Eq. (3.11). Particularly, the metallicity
in a-Sn is almost one (ay, = 0.91) and the band gap is reduced to be zero. Since
the vanishment of the band gap means the instability of the sp? bonding, the above
result is consistent to the fact that the diamond structure is not stable in the heavier
elements.
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3.2 Liquid and surface phases of silicon

In this section, we will discuss that the universal tight-binding theory explains several
structure among non-crystalline phases. This is directly related to the fact that
practical transferable tight-binding Hamiltonians are applicable to non-crystalline
phases. Here, we pick out the liquid phase and the (001) surface of silicon.

Liquid silicon

Liquid silicon is metallic with the coordination number of N, = 6.4, which is well
reproduced by ab initio [63] and tight-binding [6] molecular dynamics simulations
(N. ~ 6.5). We calculate the weight of s orbitals f; in liquid silicon within the tight-
binding Hamiltonian and obtain the result of fy = 0.43. The resultant value is an
intermediate value between that in the solid phase (fs = 0.36) and that in an isolated
atom (fs = 1/2). Table 3.2 shows the weight of s orbitals among different elements
or phases. In the liquid phase, the average of the transfer energy should be smaller
than that in the solid phase, due to the disorder. From the above discussion, the
melting of silicon can be explained by ‘dehybridization’, in which an sp*-hybridized
insulator is changed into a p-band metal.

Si(001) surface and the comparison with C and Ge (001) surfaces

Now we turn to discuss the surface reconstruction. Though carbon, silicon and
germanium form the same (diamond) structure in the bulk phase, they may form
different structures on reconstructed surfaces. One example is seen on the dimer
geometry on the (001) surface. On the silicon case, a pair of surface atoms forms
an asymmetric dimer, which is observed by tight-binding calculations [65], ab initio
calculations [66], and experiments [67]. Figure 3.2(a) shows the geometry of the
asymmetric surface dimer. Here the surface atom near the vacuum region is called
‘up’ atom, while the other surface atom is called ‘down’ atom. Figure 3.3 shows ab
initio calculations for the carbon, silicon and germanium cases [70]. In results, a
symmetric dimer appears in the carbon case, while quite similar asymmetric dimers
appear in the silicon and germanium case.

The above chemical trend on the surface dimer geometry can be explained by
the dehybridization mechanism. A systematic investigation is carried out among
the elements with the metallicity parameter a,,. The metallicity parameter for
silicon is given as ay, = 0.78 in the present Hamiltonian [6]. Among other minimal
tight-binding Hamiltonians, the values of oy, are ay, = 0.35 for C [64], o, = 0.75
[68] for Si, and a,, = 0.77, for Ge [69]. Note that the metallicity parameters of

ideal sp? | C Si | 1-Si | isolated atom
[ 1/4 030036043 12
N, A 1 | 4 | 64 -

Table 3.2: The weight of s orbitals f; and the coordination number N, among
crystalline carbon, crystalline silicon, and liquid silicon. The calculations are done
using minimal tight-binding Hamiltonians for carbon [64] and silicon [6].
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silicon and germanium are indistinguishable within the above minimal tight-binding
Hamiltonians.

(a) - (b)

&

A //Q ~ ~

Figure 3.2: (a) A three-dimensional view of the calculated asymmetric dimer on the
Si(001) surface. The bonding ‘o’ state is drawn as a black rod, while the atomic ‘7’
state at the ‘up’ atom is drawn as a black ball. (b) The schematic picture of the
atomic ‘m’ orbital localized on the ‘up’ atom. The surface dimer atoms are drawn
as filled circle, which lie in the plane of the paper. The subsurface atoms are drawn
as open circle, which do not lie in the present plane.

C(001) Si(001) Ge (001)

Figure 3.3: The dimer geometry of the (001) surface by ab initio calculations [70]
[P. Kroger and J. Pollmann, Phys. Rev. Lett. 74, 1155 (1995)]. The valence charge
density is plotted within the (110) plane, in which the dimer bond lies. A black
circle denotes an atom that lies within the (110) plane. A open circle denotes the
projected position of an atom that does not lie in the (110) plane.

Before the discussion of the reconstructed surface, we explain the unreconstructed
(001) surface. If the system is assumed to be in an ideal sp® bonding system, a surface
atom has two dangling bond states in the ideal sp® hybridization. We denote the
two states as |hj), |he), which are defined as

hy)

S )+ [b2) + Ioy) + [p2)} (312

o) = 24l — Ipa) —Ipy) + o)) (313)
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The other two sp® orbitals are parts of two ‘back bonds’ between the surface atoms
and the subsurface atoms. From the two dangling bond states (|hy), |hs)), two atomic
states |a), |) can be defined as

|Oé> ’h1> + ’h2> — ‘S> + ’pz>
V2 V2
_|h1) = 1ha)  |pz) +py)
18) = 7 = 7 (3.15)

Figure 3.4 shows the schematic picture of the above two orbitals. The energies of
the orbitals are given as

(3.14)

(alH|a) = esJQrsp (3.16)

(BIH|B) = &p. (3.17)

Among the mixing states of the two orbitals {|h;), |ha)}, the state |a) has the lowest
energy, (€5 + €p)/2, due to the maximum weight of s orbital (fs = 1/2). On the
other hand, the state |3) has the highest energy, ¢, due to the minimum weight of
s orbital (f; = 0). In results, the two electrons in the (sp?) dangling bond states
(|h1), |hse)) should form the lone pair state of |«) with an energy gain of

Este €+ 3¢ €p — €
Hla) —g, =222 P=_P = 3.18
(ol Hla) — ey = =1 : : (315)
In other words, the unreconstructed surface is stabilized by the dehybridization mech-
anism (fs = 1/4 — 1/2). We will observe this dehybridization mechanism, directly,

as the elementary fracture process in Section 7.2.
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Figure 3.4: Schematic pictures of the surface states on the (001) surface of the
diamond structure; (a) |ic) and (b) |i3), where ¢ = 1,2, 3, 4 indicates the atom site,
respectively. The dimerization is also shown schematically.

The surface dimerization originates mainly from the hopping between ‘3’ orbitals
of surface atoms, as in Fig.3.4(b). In the Slater-Koster form, the interaction is
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written in

(iB1HjB) = Vipo, (3.19)

which can be interpreted as a ¢ bonding. For the reconstructed surface dimer, a
three-dimensional figure is given in Fig.3.2(a), in which localized states can be de-
fined as generalized Wannier states. One localized state is the ‘¢’ bonding state that
connects the asymmetric dimer. The origin of the bonding is mainly the interac-
tion in Eq. (3.19). Another state is localized on the ‘up’ atom, the dimerized atom
near the vacuum region. This localized state is sometimes called ‘7’ state, because
the direction of its p components is nearly perpendicular to the dimer bond. The
schematic picture of the atomic ‘m’ orbital is shown in Fig.3.2(b). The ‘n’ state
has a larger occupation on the vacuum region, like the ‘a’ state in Fig.3.4. The
corresponding ab initio wave function is seen, for example, in Fig.8(c) of Ref.[71],
as one of the occupied wave function of the surface ground state. Note that, for
the above ‘o’ and ‘m’ states, the unoccupied states, ‘c*’ and ‘m* states, can be also
defined. The ‘c*’ state is an antibonding state, while the ‘r* state is an atomic state
localized on the ‘down’ atom.

We found that such (a)symmetric dimers on the (001) surface can be directly
shown by the universal tight-binding theory. Figure 3.5 shows the calculated ge-
ometry of the (001) surface dimer, in which the tight-binding parameters are tuned
within its universality. The actual calculations are based on the silicon tight-binding
Hamiltonian, but we tune the atomic level difference (g, — &) so as to control
the metallicity parameter «,,. As details, the calculations are done with alter-
nately buckled asymmetric dimers as the initial structure, which will be seen in
Fig.6.2(a) (See Section 6.3). The result shows a symmetric dimer in the carbon
case (ay =~ 0.35) and shows an asymmetric dimer in the silicon or germanium case
(am = 0.75 — 0.78). In the latter case, the dimer bond is perpendicular to the
plane that includes the two back bonds on the ‘up’ atom (¢ ~ 90°). These results
reproduce satisfactory the ab initio results in Fig. 3.3.

For the energetic discussion, an energy quantity is defined as

Aef™) = (@il HIgi) — [fDes+ (1= f)ey]. (3.20)

A negative value of AsEC‘W’ corresponds to the energy gain of a covalent bonding.
The ‘o’ state has the gain of Ae\®") ~ —2eV, which mainly contributes to the dimer-
ization energy (about —2eV) [66]. The ‘7’ state has much smaller Ae!®", which is
comparable to the energy difference between the asymmetric and symmetric dimers
(the order of 0.1eV) [66]. As shown above, the lowest energy atomic state is ob-
tained by the ‘a’ state, due to the dehybridization mechanism and the orthogonality
from the back bond states. This mechanism is essential to the geometrical feature
of ¢ =~ 90°. In other words, the above geometrical feature is contributed mainly by
the dehybridization mechanism of the ‘7’ state.

On the other hand, the symmetric dimer, as in the carbon case, is characterized
by a m bond, instead of the non-bonding atomic state (|a)). This can be understood
as the fact that the energy gain of the dehybridization mechanism is relatively small
in carbon, due to the smallness of a,,. These features can be explained by the energy
competition between the m bonding state that is stabilized by the transfer energy
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and the partially ionic state that is stabilized by the dehybridization mechanism. In
short, the dimer geometry, symmetric or asymmetric, is determined by the energetic
competition between the transfer energy and the energy gain of the dehybridization
mechanism, that is, to gain the energy with increasing the weight of s orbitals. Since
the above energy competition is the property of the Hamiltonian matrix elements, it
may be inherent in all the structures among the group IV elements. Therefore, the
above chemical trend in the (001) surface dimer can be interpreted as one example
of the general picture in which a double bond, ¢ and 7 bonds, is easily formed in
the carbon case but is not in the silicon nor germanium cases.
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Figure 3.5: The dimer geometry of the (001) surface within the tight-binding Hamil-
tonians. The tilt angle 6 and the angle ¢ are plotted as the function of the metallicity
parameter «,,. The angle ¢ is defined as the angle between the surface dimer and

the plane of the two back bonds of the ‘up’ atom. We tune the value of (¢, — &),
so as to change the metallicity oy, continuously.
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3.3 Summary and discussion

Summary

In this chapter, several structures among the group IV elements were systematically
investigated using the universality of the tight-binding Hamiltonian. The univer-
sality of the tight-binding Hamiltonian was introduced, in Section 2.2, from the
ab initio theory. Among the elements, the universality is reduced to the fact that
the tight-binding Hamiltonians for the above materials can be described by a one-
parameter scaling theory, with the metallicity parameter «,,. The one-parameter
scaling theory can be interpreted as the energy competition between the bonding
mechanism and the dehybridization mechanism. The former mechanism is governed
by the gain of the transfer energy, while the latter mechanism is governed by the
energy gain due to the increase of the weight of s orbitals. For quantitative discus-
sions, we monitored the weight of s orbitals (fs) for the occupied wave functions.
The following points were discussed;

(I) Within the diamond structure solids (C, Si, Ge, a-Sn), the above one-parameter
scaling theory is reduced to the deviation from the ideal sp® hybridization. As
results, the sp3-hybridized bond is stable in a lighter element but will be un-
stable in a heavier element, due to the dehybridization mechanism.

(IT) The melting of silicon is understood by the dehybridization mechanism.

(III) The (a)symmetric dimer geometry on the (001) surface among C, Si and Ge is
understood by the dehybridization mechanism. Unlike the cases (I) and (II),
this dehybridization mechanism means a local mechanism within the surface
region.

Among these results, we can find that the dehybridization mechanism plays the
essential role in the quantum mechanical freedom of the electronic systems. Note
that we will see, later in this thesis, that the dehybridization mechanism is essential
also in the fracture process of silicon crystal.

Discussion

Hereafter, the topics for future works are discussed. Since the present theory is
limited to properties among the group IV elements, a generalization of the present
work may be a systematic investigation among the compounds in the ABE-")
type. Such approaches can be found in many references based on empirical methods.
For example, a phase diagram among this type of compounds is plotted in Ref.[72],
which is reviewed in Fig.8 of Ref.[59]. In the figure, the materials are systematically
classified into the two groups, the group in the fourfold coordination and that in the
sixfold coordination. The classification is carried out by two parameters, that is, (i)
the average of the principal quantum numbers of the elements (n = (na+ng)/2), and
(ii) the difference of the electronegativity between the elements (AX = X — Xp).
The above two-parameter theory corresponds to a direct theoretical extension of the
present one-parameter theory among the group IV elements.

The generalization of the theory can be discussed also from the viewpoint of the
energy functional form. The discussions in this chapter are based on the minimal
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tight-binding Hamiltonian form within s and p orbitals. There should be problems
that can not be solved within the present Hamiltonian form. The problems can
be clearly seen, when the present total energy functional is compared with that in
the ab initio one. Now we discuss such problems and several practical solutions
with applications to the Si(001) surface. One problem of the minimal tight-binding
Hamiltonian is the lack of d orbitals as bases. A practical solution for this problem
is the use of the extra ‘s*’ orbital [61], the spherical average of five d orbitals, as
explained in Section 3.1. As an application [73], the optical spectra of the Si(001)
surface was calculated and compared with experimental results. Another problem is
the lack of the electrostatic energy term. Since the asymmetric dimer of the Si(001)
surface is a partially ionic system, the electrostatic energy is not negligible, though
it was estimated to be not essential [65] for the conclusion of the asymmetric dimer
geometry. A direct correction is given by the on-site Coulomb term in the form of

atom

Econ=UY_ (nl - n§0>) , (3.21)
I

where n; is the calculated valence electron number of the /-th atom and n(lo) is that
in the neutral atom. For example, n§0) = 4 in silicon. U is a given energy parameter.
An application to the Si(001) surface seen in Ref.[74] with U = 3 eV.

Since these generalizations do not cause any fundamental problem in the numer-
ical algorithm, even with the order-N methods, their applications will be possible
future works. Such generalizations, however, increase the computational costs. In
general, it is crucial for large-scale calculations to find a simplest Hamiltonian or
energy functional, so as to reproduce a correct structure. Therefore, we should
continue to develop the theory for constructing simple and practical Hamiltonians.

Apart from the discussion of the computational costs, a fundamental theoretical
improvement should be a self-consistent construction of the tight-binding Hamil-
tonian during the molecular dynamics simulation. In this context, interesting ap-
proaches can be found in the new muffin-tin orbital (MTO) formulations that in-
cludes the total energy calculations. Among the MTO formulations, the one ex-
plained in Section 2.2 is usually called the second-generation MTO formulation.
The new formulations are called the third-generation MTO formulations and one of
them is called ‘NMTO’ method [75, 76, 77, 78]. Here the ‘NMTO’ method gives the
MTO’s with the N-th order in the energy, which is a generalization of the linear
(LMTO) method (N = 1). Based on the new methodology, a bonding muffin-tin
orbital was constructed in silicon crystal and the resultant wave function, Fig. 8 in
Ref. [78], is quite similar to the Wannier state in Fig. 2.2. They called the wave
function ‘Wannier-like’ MTO. As another example, a tight-binding Hamiltonian for
carbon was constructed [79].
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4.1 Quantum mechanics with one-body density
matrix

In this section, the quantum mechanical framework is reformulated with the density
matrix, as a foundation of the large-scale electronic structure theory.

Density matrix

As explained in Section 2.4, a common procedure for large-scale calculations is the
construction of the one-body density matrix without the matrix diagonalization.
The one-body density matrix is defined as

p= Z Fil ) (017 (4.1)

with eigen states {¢Z(-eig)} and occupation numbers {f;} (0 < f; < 1). The density
matrix should satisfy the commutation relation

0=Hp—pH (4.2)
and any physical quantity (X) is expressed as

X) = Zfi<¢i’X‘¢i> = Tr[pX]. (4.3)

The number of electronic states is defined by
N = Tr[p]. (4.4)

Hereafter we consider the subspace division of the occupied Hilbert space. The
division is done by decomposing the density matrix p into two subspaces of pp and
(p — pa). The division should be done within the orthogonality

palp —pa) = 0. (4.5)

We will derive a general equation for a subspace py within several conditions. Before
the construction of the general equation, we discuss the two cases of the subspace
division; the subspace division with eigen states or with Wannier states.

Case (1) : Subspace division with eigen states

When the eigen states {¢Z(-eig)} are classified into two groups A and B, the density
matrix is decomposed into the corresponding two parts

p=patps (4.6)

where

pa = Z fil ) (6, (4.7)

szzwﬁmg’ (6" = p — pa. (4.8)
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Here we call ps and pp ‘subsystems’. The number of states in the two subsystems
are given, respectively, by

N = Trlpal, (4.9)
The commutation relations
0= Hppr — paH, (4.11)

are satisfied for the subsystems. Any physical quantity (X) is decomposed into
(X) = TrlpaX] + Tr[ppX]. (4.13)
The two subsystems should be under the orthogonal constraint

paps =0, (4.14)

which is equivalent to the orthogonality relation

(il @;) = di- (4.15)
Here we define a Hamiltonian

A = H + 2npp, (4.16)

map,l =

with an energy parameter 7. This Hamiltonian satisfies the commutation relation

0=H% pa— paHSL (4.17)

m map,l»

due to Egs. (4.11) and (4.14). We call the Hamiltonian Hr(rf:)m the mapped ‘type I
(one)” Hamiltonian. We also call the parameter 7y ‘energy-shift parameter’. Equa-
tions (4.17) and (4.9) are in the same form as in Egs. (4.2) and (4.4). If the ‘B’
subsystem (pg) is given, the problem for the ‘A’ subsystem (pa) is mapped to a
standard quantum mechanical problem with the well defined Hamiltonian HI(n
and the electron number N,.

With a sufficiently large value of 75(ns — o00), the ‘A’ subsystem is the ground

state of the following energy functional

ap,I

A A
BX) (pa] = T[HD) pa]
= Tr[Hpa| + 2nsTr[paps]

A B
= Tr[HpA]+277sZZfifj|<¢i|¢j>‘2‘ (4.18)

The second term will be zero at its minimum, when the orthogonality (papg = 0) is
satisfied. The second term is similar to the ‘penalty functional’ in Ref. [36]. If the
orthogonality is not satisfied, this energy term gives an increasing positive value as
a ‘penalty’. Therefore, the minimization procedure of EI(QPJ with respect to pa is
mapped to the minimization within the subspace that is orthogonal to the subspace

of pg. This is the fundamental concept of dividing the occupied Hilbert space.
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Case (2) : Subspace division with Wannier states

Now we turn to the case in which the subsystems are concerned with Wannier
states, not eigen states. As explained in Section 2.3, Wannier states are defined by
the unitary transformation of the occupied eigen states;

6™y = 3 U0, (4.19)
J

Here we denote the Wannier states as |¢§WS)>, which is different from the notations
in Section 2.3. The density matrix is given by

occ.

WS WS
p= 160" )™, (4.20)
The subsystems are given by
A(occ.) (WS) (WS)
PA = Z 9 )i s (4.21)
B(occ.) (WS) (WS)
pr= Y loi )i I =p—pa (4.22)

%

The number of states in the two subsystems are given in the forms of Eqs. (4.9) and
(4.10), respectively.

Unlike eigen states, Wannier states do not form a subsystem pa that commutes
with the Hamiltonian :

0 7§ HpA - pAH. (423)
This inequality is shown, when Eq. (4.19) is substituted into Eq. (4.21);
A(occ.)

pa = z 6 (]

A(OCC occ. occ.

= Z ZZUzk o) (6|

_ ' (elg) (elg) 4.94
S35 I (4.24)
ko1

where
A(occ.) A(occ.)

Op = S Uil = > (U_l)liUik. (4.25)

% 1

The matrix dy; is not the unit matrix (gkl # O1), unless the ‘A’ subsystem contains
all the occupied Wannier states.
From Eq. (4.23), Eq. (4.17) is not satisfied

0 7é ap IPA — pAHr(na)pI (426)

In results, the formulation with H ( a)pl is not applicable to the subspace division

with Wannier states, though applicable to the subspace division with eigen states.
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General theory

Now we construct a general formulation that is applicable to both of the above two
cases in the subspace division. We generally divide the system p into the subsystems
pa and pp that satisfy

p=pa+ps (4.27)
pa p = 0. (4.28)

The density matrix satisfies the commutation relation
0=Hp—pH. (4.29)

It is useful to write down the following notation and relation

Here we propose another mapped Hamiltonian

Hin = H+ 20,05 — (Hpp + ppH) (4.32)

map,II =

which we call the mapped ‘type II (two)’” Hamiltonian. Using the energy shifted
Hamiltonian

Q=H —n,, (4.33)
the mapped Hamiltonian is written as

HY = H — Qpg — ppl. (4.34)

map,II =

We will investigate the condition of the following commutation relation
A A
0= Hypp 1P — paH i (4.35)
As a preparation, we obtain, from Eq. (4.28),

[Hpg + psH, pa] = (Hps+ psH)pa — pa (Hps + psH)
= peHpa — paHpsg. (4.36)

With the definition in Eq. (4.32), we calculate the commutator

[Hﬁﬁ)p,n, pA] = [H, pa] + 205 [p; pa]l — [Hps + psH, pa]
(Hpa — paH) 40— (pgHpa — paH pg)
= (1—pp)Hpa — paH (1 — pp)
(P + pa)Hpa — paH (5 + pa)
pHpax — paHp
Hppa — papH, (4.37)
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where the second, fourth or last equality is obtained by Eq. (4.36), Eq. (4.30) or
Eq. (4.31), respectively. The resultant quantity in Eq. (4.37), (Hppa — papH ), will
be zero, if the commutation relations

(9, pal =0 (4.39)
are satisfied or the orthogonality relation
ppa =0 (4.40)

is satisfied.
In the case of the subspace division with eigen states, in Eqs. (4.7),(4.8), the
operator p is given as

7= (1= fi)lo gl (4.41)

and Eqs. (4.38),(4.39) are satisfied. Therefore, Eq. (4.35) is satisfied. In this case,
we can directly prove Eq. (4.35), because Eq. (4.12) is satisfied and the commutation
relation with the ‘type II’ mapped Hamiltonian, Eq. (4.35), is reduced to that with
the ‘type I’ Hamiltonian, Eq. (4.17).

In the case of the subspace division with Wannier states, in Eqs. (4.21), (4.22),
the operator p is given as

unocc.

= 3 |01 (g (4.42)

and Eq. (4.40) is satisfied. Therefore, Eq. (4.35) is satisfied.

We have proved that Eq. (4.35) is satisfied in the two cases of the subspace
division with eigen states and Wannier states. The corresponding energy functional
to be minimized is given as

A A
ES) wlpal = Te[HD) 11pa]

= Te[Hpal + 20sTr[paps] — (Tr[ppH pa] + Tr[paH ps]) . (4.43)

The second term is the ‘penalty’ term explained in Eq. (4.18). The expression of
this term with eigen states is seen in Eq. (4.18). The expression with Wannier states
1s

A(occ.) B(occ.

)
2 Trlpaps] =20, D D2 16|02 (4.44)

As in Eq. (4.18), the minimization of this term results in the orthogonality relation
with a sufficiently large value of ;. When the orthogonality is satisfied (papp = 0),

the second term in Eq. (4.43) will vanish. The third term will also vanish, because
of

Tr[pgHpa| = Tr[papsH] = 0. (4.45)

Note that the present theory is applicable to the subspace division with three or
more subsystems pq, pg, py -

P=pPatpst+py - (4.46)
The density matrix of the ‘a’ subsystem p,, is determined by the above formulation
with setting pa = po and pp = p — po = pg +py +- - -
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Theories in this chapter

In the following sections, we construct several theories for large-scale calculations
using Eq. (4.35) as their foundation. In Section 4.2, the mean-field equation for a
Wannier state is derived from Eq. (4.35). The formulation corresponds to a par-
ticular case of the subspace division in which the ‘A’ subsystem contains only one
Wannier state. The derived mean-field equation will be solved approximately in the
variational and perturbative order-N methods, described in Section 4.3. In Section
4.4, a hybrid scheme is given as a direct application of the energy functional of
Eq. (4.43).
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4.2 Mean-field equation for generalized Wannier
states

Here a mean-field equation for the generalized Wannier states will be derived, using
the formulation developed in the previous section.
Reformulation of generalized Wannier states

As in Section 2.3, the generalized Wannier states are defined as localized one-electron
states that satisfy

N
Ho; = eijb;, (4.47)
i=1

where NNV is the number of occupied states. The parameters ¢;; are the Lagrange
multipliers for the orthogonality constraints

(9ils) = 045 (4.48)
and are given as
gji = (i H|9;)- (4.49)

Before deriving the mean-field equation, we re-formulate Eqs. (4.47),(4.48), with
the one-body density matrix

N
p=D_1di)(dil. (4.50)
i=1
The density matrix satisfies the commutation relation and the idempotency
pH = Hp, (4.51)
P =p. (4.52)

Now it is useful to define H,.. as
N . . .
pH = Hp = Hoee = 3_ |\ ®) ({79, (4.53)
j=1

which corresponds to the Hamiltonian projected on the occupied Hilbert space.
With p and Hogee, Eqgs. (4.47) and (4.48) are rewritten as

(H - Hocc) ’¢k> = Oa (454)
(p—1)|ox) =0, (4.55)

respectively. The former equation is derived, when Eq. (4.49) is substituted into
Eq. (4.47) :

N
0 = Hlgi) — > eijloy)
j=1

= H|di) = > o) {051 H| i)

=1

(H — pH)|é:)
(H - Hocc)‘¢i>' (456)
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Derivation of mean-field equation

In Section 4.1, an equation is given for a subsystem pa that is constructed from
several selected Wannier states. Here we construct a subsystem which contains only
one Wannier state |¢;);

pa = pi = |i) (i (4.57)
ps = pi= Y o) bl =p—pi (4.58)
J(#1)
7Y = 7Y =H - Qp; — p (4.59)
map,II WS — Pi Pi :
or
HY)s = H + 2nyp; — Hp; — pi H. (4.60)

Here some notations are redefined. The commutation relation in Eq. (4.35) is rewrit-
ten as

0= HYpi — piHY. (4.61)

Eq. (4.61) means that the selected Wannier state |¢;) is an eigen state of the mapped
Hamiltonian H\(,{,)S;

H\(zéf)sm') = 5%@5\@% (4.62)

This is the mean-field equation for the Wannier state |¢;) in the sense that the or-
thogonahty constraint with the other Wannier states is included in the Hamiltonian
HYs. The selected Wannier state is determined uniquely by Eq. (4.62) and the nor-
malization constraint ({¢;|¢;) = 1). For the solution of Eq. (4.62), the one-electron
energy is given by

e\ = (&l Hivslon) = (6l H|6), (4.63)
where the last equality is due to the orthogonality
piléi) = 0. (4.64)

Now we prove that the mean-field equation (4.62) is equivalent to Eqs. (4.54)
and (4.55);

0 = Hx(iys‘d)i) - 5ws‘¢i>
= Hygloi) — [6:) (6l H| 1)
(H\(NS H) |61)
= 2(H - Hocc) |0i) + 2ns(p — 1)[4), (4.65)
where the last equality is obtained by the operator equivalence
Hys—pH = H+2n0p;, — Hp; — 5iH — pH
= H+2n(p—pi) —H(p—pi) — piH — p;H
H+2ns(p—pi) —H(p—pi) — pH
(H + Hpi — 2pH) + 215 (p — pi)
= (H+ Hp; — 2Hoee) + 205 (p — pi) (4.66)
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and the fact

pi‘¢i> = |¢z><¢z‘¢z> = ‘¢z> (4'67)

In short, a Wannier state |¢;) is not an eigen state of the original Hamiltonian

H but an eigen state of the above mean-field Hamiltonian H\(,f,)s. It should be noted
that Eq. (4.62) is satisfied by Eqgs. (4.54),(4.55) with an arbitrary choice of ns. So
as to obtain the correct ground state with Eq. (4.62), the energy shift parameter 7
should be chosen as a sufficiently large value, which will be discussed below.

Another derivation of mean-field equation

The above mean-field equation (4.62) can be also derived in an alternative way [27];
The energy functional in Eq. (2.89) is rewritten, with the density matrix, as

Eowy = 2(2%’ — (B516:)){(9i| ;) (4.68)
= Ti[(2p - p*)9], (4.69)

where we denote the functional Eoyy, instead of the notation E,gg used in Section

2.5. The variation with respect to one Wannier state |¢;) is given by
(|
(2 — pQ2 = Qp) |¢5)
= (2H — pH — Hp)|d:) + 215 (p — 1) |93)
= 2(H — Hoc) |#1) + 205(p — 1)|3), (4.70)

which is equivalent to Eq. (4.65).

0 =

Analysis of mean-field Hamiltonian

Figure 4.1 shows an example of the density of state (DOS) of H and H\(f,)s for silicon
crystal [27]. Here the label i of a Wannier state |¢;) denote the bond site as its
localization center. The DOS profile of the original Hamiltonian is decomposed
into two parts, that is, the DOS profile of the valence band D, (¢) and that of the
conduction band Deonq(€)

D(e) = Dyui(€) + Deona (). (4.71)

For the mean-field Hamiltonian H\(f,)s, the DOS profile D\(;',)S(e) is decomposed into
three parts;

Diys(e) = 8(e — eWs) + Deona (€) + Drign €)- (472)

The first term is the isolated level shown in the figure. The second term is the same
DOS profile as the conduction band in H. The last term is the high energy band
located at € > 2n ~ 272 eV. Hereafter we explain the three parts; The first term
of Eq. (4.72) is the non-degenerate lowest eigen level of H\({,)S of which eigen state
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Figure 4.1: The DOS of Hamiltonians H and H%g for the Si case with 512 atoms
in the periodic cell [27]. The isolated level ewannierstate 18 broadened by a Gaussian
with a width 0.01eV and all the other levels are by that with a width of 0.1eV. The

two parallel arrows in H indicate eg\e}ig) and 55\9}2‘%)1.

is the correct Wannier state |¢;). The value of 5&,)5 is the weighted center of the
valence band, due to the following reason; Since all the bond sites are symmetrically
equivalent in the diamond structure, the one-electron energy of the corresponding
Wannier states should have a common value (5&,)5 = ews). Though the present
calculation is done within the tight-binding formulation, the one-electron energy of
Wannier state ewg is well defined, even within ab initio calculations, as the weighted
band center of the valence band. On the other hand, the band structure energy is
uniquely determined as the sum of the one-electron energies of the eigen states and
the Wannier states. From the above requirement, the one-electron energy of the
present Wannier state should be the weighted center of the valence band

(1) _ o i (eig) o vaa1(5)5d5
Ews = €EwWs = NEJ: j _7vaal(€)d5 .

(4.73)
The second term of Eq. (4.72) is contributed by the eigen states in the conduction
band of H, (¢§elg), N +1 <4 <2N). They are also the eigen states of H%g with the
same eigen energies

k ei ei ei ei
HL| o) = H|p{®)y = e[| p®)y. (4.74)

The third term of Eq. (4.72) is contributed by all the other (N—1) occupied Wannier
states ({¢;};7 = 1,2....,i — 1,i+ 1,..., N). Such Wannier states are equivalent to
|;) but their localization centers are different from the i-th bond site. They are not
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eigen states of H nor H\%)s but satisty

pld;) = 195) (4.75)

and

(05| Hslér) = 20 — (&5 Hoceldr), .1 # 1. (4.76)

Due to Eq. (4.76), the corresponding band Dy (e) has the property
Dhigh(€) = Dyai(2n — €) (4.77)

and is located at € > 2n — en = 272 eV. Due to the large energy shift of Dy;gn(e),
the Hilbert space of the other Wannier states ({¢;};7 = 1,2....;i — 1,i+1,..., N)
is automatically excluded in the variational freedom of ¢;, which results in the
orthogonality constraint between the occupied Wannier states ((¢;|¢;) = d;;).

Locality as virtual impurity state

The locality of the Wannier state can be quantitatively discussed with the mean-
field equation, as follows; Since the DOS profile of H\(NS has one localized eigen level
and a conduction band, the locality of the Wannier state ¢; is mapped formally to
a virtual impurity state. The ionization energy is defined, also formally, as

Als = €%, — els (4.78)

Using the general uncertainty relation in the quantum mechanics, a length scale of
the spatial spread is defined as

fx(zéf)s = S
\/ 2meA§§,)S

where mq(= la.u.) is the mass of electron. The above length should characterize
the locality of ¢; as a virtual impurity state.

Here we explain that the length f\({,)s explains quantitatively the locality of the
corresponding wave function |¢;). Before the practical silicon case, a simpler tight-
binding Hamiltonian in the diamond structure is defined as follows:

(4.79)

H() = Z (|bz>5b<bz‘ -+ \ai)€a<az-\) . (480)

=1

Here |b;) or |a;) is the ideally sp® bonding or antibonding orbitals at the i-th bond
site. The wave function |b;) and |a;) are completely localized on a pair of atoms
on thei-th bond site. The energy difference between the bonding and antibond-
ing orbitals is set to be €, — e, = 8.25eV, according to the present tight-binding
Hamiltonian of silicon , Since the Wannier state is reduced to the bonding or-
bital (|¢;) = |b;)) and the lowest occupied level is that of the antibonding state

( (eig) )

€Ny1 = €a) , the ionization energy as the virtual impurity state is reduced to
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Aws = g, — &p, = 8.25eV. Due to Eq. (4.79), the length scale for the spatial spread
is calculated as

h
& = = 0.29dy, (4.81)

2me(ea — €1)

where dy is the equilibrium bond length (dy = 2.4 A). The value of & = 0.29d; is
consistent to the fact that the spread of a bonding orbital should be less than or
about equal to the bond length dy. Now we turn to the practical silicon case, in
which Aws = 6.49eV is obtained from Fig. 4.1. Using &, as a reference, Eq. (4.79)
give the value

€0 — €
—=5 Tb =1.13&,. (4.82)
2meAvyg Aws

On the other hand, the spatial spread of the Wannier state can be directly estimated
from the calculated wave function as

Fas = (0l (7 — 7:)2|90), (4.83)

where r; = (¢;|7|¢;) is the localization center of the Wannier state. The actual
values are calculated with the assumption that all atomic orbitals are localized at
the atomic position. For a bonding orbital |b;), this length is the half of the bond
length (7, = dy/2) from its definition. For the practical Wannier state ¢;, we
obtained

s =1.27,. (4.84)
Here we can find that the ratio f\(,i,)s /T, = 1.2 agrees with the corresponding value
f\(i,)s /& = 1.13 estimated from the uncertainty relation. Since the two ratios are
calculated from different quantities, the agreement between them means that the
locality of Wannier states is explained quantitatively as a virtual impurity state. A
quantitative interpretation of the above results is that the Wannier state |¢;) has
a slightly wider spatial spread than that of the bonding orbital |b;), due to the
hoppings between bond sites.

It should be emphasized that the present discussion is based on an exact equa-
tion, Eq. (4.62). The locality of the Wannier state is derived from the eigen value
distribution of the Hamiltonian H\(,f,)s, which is independent on any explicit localiza-
tion constraint.
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4.3 Variational and perturbative order-\N meth-
ods

The formulation in Section 4.2 gives a mean-field equation (4.62). The formulation
is summarized here; The mean-field equation is given as

H{s|oi) = e\sléi) (4.85)
where
Q=H —n, (4.86)
pi =D 16:)(d5l (4.87)
J(#9)
HY = H — Qp; — piQ2 (4.88)

The corresponding energy functional to be minimized is given, by Eq. (4.69), as

Eony = Tr[(2p = p*)(H — 1) (4.89)

with the density matrix

occ.

p=>lo)el (4.90)

The mean-field equation (4.85) directly gives practical order-N algorithms within
variational or perturbative procedures.

Variational order-N method

From the mean-field equation, a variational procedure is constructed so as to gen-
erate approximate Wannier states. We call the above method ‘variational order-N
method’ in this thesis. As the practical procedure, Eq.(4.85) is solved iteratively
under the given localization constraint on each Wannier state

{6} — {HWs) — {6} — {Hws} — - - (4.91)

If the localization constraint is relaxed, the calculation will be exact. Even with a
given localization constraint, the variational order-N method has several choices for
constructing the iterative algorithm, which will be discussed in Section 5.2.

Here we discuss the localization constraint in our program code. For each Wan-
nier state ¢;, its localization center 7;

i = (0i|7|ds) (4.92)

is calculated. The localization region for the i-th Wannier state is defined as the
atoms within the cutoff radius from the localization center;

IR, — 7| < rl™Y, (4.93)
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where R; denotes the position of the J-th atom and ’I“Z(CUt) is the given cutoff radius.
Since the localization center 7; is automatically updated by Eq.(4.92) during the
molecular dynamics, we should control only the cutoff radii {rf“t)}. In our program
code, the cutoff radius rgcut) can be dynamically controlled for each Wannier state
during dynamical simulations, which will be discussed in Section 7.4.

A technical comment is added: Though the calculations in this thesis are done
by the spherical cutoff, there might be more sophisticated method to define the
localization region. For example, Wannier states at surface may have a wider spatial
spread within the surface plane than that within the direction perpendicular to
the surface, which is a suitable situation for a non-spherical localization region for
Wannier states. Such a non-spherical localization constraint is one of future works.

Perturbative order-N method

Using the mean field equation (4.62), we can also construct a perturbative method to
generate Wannier states. This method corresponds to a non-self-consistent solution
of the mean field equation and we call the method ‘perturbative order-N method’.
The silicon crystal case is picked out, for example. As discussed in the previous
section, the Wannier state of silicon crystal |¢;) is quite similar to the ideal sp?
bonding orbital (|¢;) ~ |b;)) and the Hamiltonian is quite similar to the simpler one
in Eq. (4.80) (H ~ Hp). Based on the above facts, a perturbative solution of the
mean-field equation (4.62) is given by

W)EPT)) = COb) + 3 CY]ay) (4.94)
3 ()

The coefficient CU) is given by the standard first-order perturbation

CY {ay|H|bi)
= . 4.95
c© £, — €a (4.95)

The coefficient C(© is determined by the normalization ((¢§PT)]¢§PT)> =1). In
the perturbation terms, bonding orbitals without the i-th bond site ( {|b;)};i)
are ‘excluded’, because they are in the high-energy band in Fig.4.1. In a physical
sense, a bonding orbital |b;) is occupied by the Wannier state |¢;), whose center
is located on the bond site, and can not be occupied by the other Wannier state
|p;) (i # 7). For the justification of the perturbative treatment, the contribution of
the unperturbed term (|C®|?) should be almost one. In the present case of bulk
silicon, the resultant value is |[C(@|? = 0.94. Equations (4.94) and (4.95) are the
foundation of the perturbative ‘order-N’ method. The details of the formulation
and the analysis of the resultant wave functions are explained in Section 5.5 for
silicon crystal and other diamond structure solids.

It is generally important that the formulation of Eqgs. (4.94) and (4.95) does
not include any explicit localization constraint on the wave functions. The locality
of the wave function \@(PT)} is given directly by the short-range property of the
Hamiltonian H.
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In the molecular dynamics simulations, we should calculate the total electronic
energy Fge. and the corresponding force on each atom Fj

occ.

Eaee = > (01 1Hlo{) (4.96)
F[(elec) = _ aEﬂelec _ Z ¢(PT ’ ‘¢ (PT) > (497)

where R; is the position of the I-th atom.

Unlike the variational method, the perturbative order-N method does not contain
any parameter to be controlled in dynamical simulations. Its technical details is
limited to those in computational techniques, such as saving the required memory
size, which will be discussed in Section 5.1. We will also discuss the parallelization of
the perturbative order-N method in Section 5.4. Since the above procedures between
different Wannier states are completely independent, the parallel computations can
be done with respect to Wannier states.

Example in silicon crystal

As an example, silicon crystal is calculated within the perturbative order-N method
using a standard work station. Examples with the variational order-N method will
be shown later in this thesis. As explained in Chapter 1, Fig. 1.1 shows the CPU
time per one MD step as the function of the number of atoms. The resultant CPU
time shows a clear order-N property among 10? — 10° atoms. In the program code,
Eqgs. (4.94), (4.95), (4.96), (4.97) are done explicitly, which dominates the total
CPU time. We will discuss this point, in Section 5.4, with the parallelization of the
program code. The electronic energy per one Wannier state ews = (¢;|H|¢;) was
calculated and its deviation from the correct value was about 0.054 eV. The deviation
corresponds to 1 % of the energy (ews) and to 10 % of the energy difference from
that of the ideal sp® bonding orbital (&, — ews). Here we can see that the present
tight-binding Hamiltonian is a short-range operator and the value of its matrix
element (¢;|H|¢;) is determined dominantly within a quite local area. Note that we
will discuss, in Section 5.5, how the perturbative order-N method reproduces the
energy systematically among the diamond structure solids.

The equilibrium lattice constant and elastic constants are also calculated using
the perturbative Wannier states. The calculated lattice constant has an error of 2 %
from the correct one [80]. The elastic constants are calculated within the deformed
crystals [80]. Since the elastic constants are given by the second order perturbation
of energy with respect to small deformations, they are expected to be reproduced
by the first-order perturbation of the wave functions. Table 4.1 shows the results
of the bulk modulus (B) and the shear moduli (Cy; — Cjy and Clyy). The results
of the present work are compared with those in the exact diagonalization [6], an
ab initio calculation [81], a classical model [82], and experiments. The error of the
present order-N method from the exact diagonalization result is also shown inside
the bracket, which is less than 10 %. The above discrepancy between the order-N
method and the exact tight-binding calculation is not important, when these values
are compared with ab initio or experimental values. Here a relatively large error is
found in Cyy, because the corresponding shear mode is inherently complicated due to
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a rehybridization and an internal strain [81, 62]. A theoretical quantity CY is often
defined as the shear modulus without relaxing the internal strain. See Appendix
B.2 for details. The value of Cﬁ) is larger than that of Cy from its definition
(C’fli) > (Cy4). The calculated values of Cﬂ) are 188.3, 198.5 or 111.0 GPa with the
present work [80], the exact tight-binding calculation [6] or the ab initio calculation
[81], respectively. Since a large discrepancy is found between the results of the
exact tight-binding calculation and the ab initio calculation, the methodological
problem originates mainly from the present tight-binding Hamiltonian, not from the
perturbative order-N method. From above all, we can conclude that the perturbative
order-N method gives satisfactory results of the elastic constants, at least, within
the present tight-binding Hamiltonian.

Discussion

Here several discussions are made. The variational order-N method and the pertur-
bative order-N method are based on the same mean-field equation. In the compu-
tational algorithm, the perturbative method is much simpler than the variational
method, because the perturbative method does not contain a self-consistent loop.
Now it may be interesting to derive classical models by further simplification of the
perturbative method. Since the perturbative formulation gives the Wannier state
{¢§PT)} as explicit functions of the atomic coordinates {R;}, the resultant total
energy in Eq. (4.96) gives a classical model, in the sense that the force on atoms

aE'elec
OR;

(4.98)

can be calculated analytically. Though the first order perturbation is the simplest
treatment within quantum mechanics, the resultant energy functional is still much
more complicated than standard classical models with two- or three-body potentials.
On the other hand, several physical quantities, such as elastic constants, can be well
reproduced by simple classical models (See Appendix B.2). The above fact implies
that further simplification of the present energy functional may be possible, if its
applicability is limited to specific purposes. Such a derivation of classical models
may be one of future works.

Present work (error) | Exact TB | ab initio | classical | Exp.

B 82.3 (6.05 %) 87.6 93.0 101.4 | 97.8
Ci1 - Cop 92.3 (1.70 %) 93.9 98.0 75.0 101.2
Cua 97.9 (10.0 %) 89.0 85.0 56.4 79.6

Table 4.1: The elastic constants in the unit of GPa. The results are calculated by
the following methods; (i) the present work with perturbative Wannier states [80],
(ii) the exact diagonalization of the tight-binding Hamiltonian [6], (iii) the ab initio
(LDA) calculation [81], (iv) the Stilinger-Weber potential [82], a standard classical
model. The experimental values are also plotted. The present experimental values
are from Ref. [6]. In the bracket of the present work shows the error from the value
of the exact diagonalization.
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4.4 Hybrid scheme by dividing Hilbert space

Based on the formulation in Section 4.1, another novel methodology, ‘hybrid scheme’,
is given in this section. The essence of the present hybrid scheme is to divide the
one-body density matrix into two parts, as in Section 4.1,

p=pa+ps (4.99)

and calculate py and pg by different methods. This method is important especially
in inhomogeneous systems.

In this thesis, practical hybrid schemes are done using the subspace division with
Wannier states. The density matrix is constructed from the occupied Wannier states

¢; as

occ.

P = Z |0i) (@il (4.100)

Now the occupied Wannier states {¢;} are decomposed into two groups ‘A’ and ‘B’.
The ‘subsystems’ pa or pg is constructed from the members of the group ‘A’ or ‘B’,
respectively;

A(occ.)

pa= 3 |da)(dil, (4.101)
B(occ.)

pp= 2 |6 (dil. (4.102)

2

It should be noted that, though the subsystems px and pg are formally given as the
sums of the Wannier states, it is not necessary to calculate all the Wannier states.
What we should calculate is the partial density matrices py and pg. In the example
shown in this section, pg will be explicitly constructed from the Wannier states, but
pa will not.

Practical procedures

We will demonstrate the formulation with a silicon crystal with surfaces. In this case,
the inhomogeneous property stems from the difference of electronic states between
the bulk and surface regions. In the bulk region, the Wannier states are characterized
by sp? hybridized bonds and can be described by the perturbative order-N method,
as explained in Section 4.3. These Wannier states {¢;} in the bulk region are chosen
as the members of the ‘B’ subsystem by Eq. (4.102). The other Wannier states
belong to the ‘A’ subsystem. The subsystem p, will should be given with the exact
diagonalization method of the mapped Hamiltonian HI;/;;, in Eq. (4.32). Since the
perturbative order-N methods is a non-selfconsistent method, the algorithm of the
hybrid scheme is a ‘one-way’ algorithm; We first generate pp using the perturbative
order-N method, without p4, and then we determine p, with the given pg. Such
‘one-way’ algorithm is of great advantage in saving the computational costs.

The present demonstration is done with a silicon crystal with an unreconstructed
(001) surface. Due to the unreconstructed surface, the system is unstable and the
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electronic energy gap almost vanishes (0.025 eV), as explained below. Therefore,
the present example is one of the severest tests for the present methodology.

The actual sample is a slab with 16 atomic layers. Each atomic layers contains
64 atoms. The total number of atoms is 8 x 8 x 16 = 1024 in the periodic cell.
The z coordinate is written in the length unit of the interval between atomic layers;
that is, the atoms lie in z = 0,1,2....15. The surface atoms are localized as z = 0
and have dangling bonds. In a physical sense, the value of z corresponds to the
depth from the surface. The atoms on the opposite boundary surface of the sample
(z = 15) do not have any dangling bond and is terminated by the Wannier states
in the ideally sp® bonding orbitals. The opposite surface does not form a surface
band and will be ignored in the below physical discussions. The electronic system
in the calculation code contains N = 1984 occupied states without the terminated
Wannier states. The corresponding number of electrons is 2N with the para-spin
factor (two). The center of Wannier state is denoted as

2= (3|20 ). (4.103)

Except the surface states, Wannier states shows bonding characters in the dia-
mond structure. Each bond is placed among successive two layers and the center
z; of the corresponding Wannier state is located at half integers in the present unit
(z; = 0.5,1.5,2.5....,14.5). The subsystem ‘B’ is constructed from the perturbative
Wannier states whose centers are located at atomic layers deeper than the z(9-th
layer (z; > (%))

zi>z(c)

pp= 3 (o)), (4.104)

1

The value of 29 = 8 is chosen. The other electronic states that correspond to
Wannier states near the surface regions (z; < 2(9), belong to the ‘A’ subsystem.
The divided subsystems ‘A’ and ‘B’ contain N4 = 1088 and Ng = N — N4 = 896
electronic states, respectively. The energy shift parameter is chosen as 27, = la.u.
(about 27.2 V). With the above preparations, the mapped Hamiltonian for the ‘A’
subsystem (pa) is well defined as

HR) = H+ 2nypp — (Hps + ppH) . (4.105)
The Hamiltonian ng;‘;;, corresponds to Hl(n‘z)p,ﬂ
the suffix ‘IT".

As an additional approximation, we ignore the third term (Hpg + pgH) in the
above formulation, due to the following reason; In the bulk region, the present
(perturbative) Wannier state |¢;) is quite similar to the ideal sp® bonding state |b;)
at one bond sites (|¢;) ~ |b;)), The Hamiltonian H, on the other hand, is quite
similar to that in Eq. (4.80) (H =~ H,), whose eigen states are |b;) (Ho|b;) = €p|bi))-
Within the above approximation,we obtain

in Section 4.1, that is, here we drop

HPB + PBH =~ 2€pr. (4106)
and Eq.(4.105) is reduced to
HN o~ H 4 2(ns — e,)pp. (4.107)

map
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When 17 is redefined, Eq. (4.107) is equivalent to Eq. (4.105) without the third
term. It is noteworthy that in the context of Section 4.1, the above simplification
means the reduction of the ‘type II’ Hamiltonian, given in Eq. (4.32), into the ‘type
I’ Hamiltonian, given in Eq. (4.16). Off course, the above simplification is not
necessary, in principle. In other words, we will demonstrate a simplest formulation
of the hybrid scheme.

HY (Ms=272eV)

map

Density of states [arb. unit]
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Figure 4.2: The density of states (DOS) in the hybrid method. Lower panel : DOS
of the original Hamiltonian H. Upper panel : DOS of the mapped Hamiltonian

Hr(rg)p. The system is a silicon crystal with an unreconstructed surface.

Result

Figure 4.2 shows the result of the hybrid scheme. Among the DOS profiles in the
present section, the energy origin (¢ = 0) is shifted downward by 0.642 eV for the eye
guide. The lower panel of Fig. 4.2 shows the DOS profile of the original Hamiltonian
H. The highest occupied level (eyo) and the lowest unoccupied level (e1y) are given
as ego = —0.0236 eV and e,y = 0.00048 eV, respectively. As already explained, the
calculated electronic energy gap, e,y — ego ~ 0.025 eV, is much smaller than that
of the bulk system (1.2 eV), due to the presence of the unreconstructed surface.
The upper panel of Fig. 4.2 shows the DOS profile of the ‘A’ subsystem (H})),

map

which is well decomposed by three bands: The lower band (¢ < 0) is that of pa

with N4 states. The exact value of its band top is egfg = —0.0539 eV. The middle
band (0eV < e < 7eV) is the unoccupied band. The exact value of its band bottom
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is 5&?2 = —0.00015 eV . The upper band (13eV < ¢ < 25eV) is that of pp with

Np states. From above observations, the Hilbert space of the ‘B’ subsystem (pp)
is separated in the eigen value distributions of H 4, since the corresponding band is
shifted in the energy domain near the value of 2n, = 27.2eV. As details, two points
are also discussed; First, the bottom of the unoccupied band in H (epy) is equal
to the bottom of the middle band in Hy4 (aﬁjﬁ ) with a negligible error (less than 1
meV). This property will be exactly satisfied, if pp is constructed from the exact
Wannier states. Second, the top of the lower band in Hy4 (5EOA3 = —0.054 eV) is
close to the top of the occupied band in H (egyo = —0.024 eV). This property is
expected, though not exactly satisfied, if pg is constructed from the exact Wannier
states, because the top of the occupied band in H should be contributed dominantly
by the Wannier states near the surface regions. The above two points imply that
the present hybrid scheme can describe the surface band, which is essential to the
reconstruction processes.

0.4 12
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Figure 4.3: The density of states (DOS) of the partial density matrix (pg) is plotted
with different ranges in (a) and (b). Note that the present DOS profile is given

by the Gaussian broadening of each eigenvalues x with the broadening width of
Azr =0.01

Fig. 4.3 shows the DOS of the density matrix pg. If the density matrix pp
is constructed by exact orthogonal wave functions, the density matrix will show
the exact idempotency (p% = pp) and their eigen values z will be one for the Np
states that contribute pg and zero for the other states. The calculated DOS using
the perturbative Wannier states deviates from the exact idempotency but we can
observe that the eigen values are well separated by the region of x ~ 0 and = ~ 1.
The band of z &~ 1 contains Np states. From the above facts, the present density
matrix pg shows a satisfactory property in the approximate idempotency. Here we
discuss the details of the observed DOS profile in Fig. 4.3(a). The DOS profile can
be decomposed by three parts; Two of them are the bands near the region of x ~ 0
and x ~ 1 that have finite band widths. The other one is the ideal delta function
at x = 0, which is clearly seen on Fig. 4.3 (b). The bands with finite band widths
originated from the fact that the perturbative Wannier states deviates from the exact
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orthogonality ((¢§PT)|¢§PT)> # 0;). The ideal delta function at x = 0 originates from
the fact that the perturbative Wannier states in the ‘B’ subsystem are located only
within the region of z; > 2(9. The resultant density matrix pg has its spatial spread
within the region of z > z(F) = 2(9 — 2 because each perturbative Wannier state
has its spatial spread within the second nearest neighbor bond sites. Within the
region of z < zP) layers near the surface, the corresponding matrix elements in
pp are exactly zero both in the diagonal and off-diagonal elements, which forms the
ideal delta functions on the DOS.
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Figure 4.4: The averaged valence charge per atom with the function of the depth
from the surface (z) in the unit of the atomic layer. The atoms at z = 0 correspond
to the surface atoms.

Discussion

The real space picture of the present hybrid scheme is discussed. In Fig. 4.4(a),
the averaged valence charge per atom n(z) is plotted as the function of the atomic
coordinate z in the length unit of the interval between atomic layers. The result
with the standard diagonalization method is plotted as nexact(2), which shows small
deviations from the neutrality (n = 4) near the surface regions. Note that the
surface atoms in the present sample are in the ideal crystalline geometry and will be
reconstructed to form asymmetric dimers of partially ionic atoms, as discussed later
in this thesis. The charge of the subsystems are also plotted as na(z) and ng(z) and
are defined by the diagonal elements of the density matrices p4 and pg, respectively.
In Fig. 4.4(a), we can observe that the total charge in the hybrid scheme (n4 + np)
reproduces well that of the exact calculations (Nexact). The maximum error is only 1
% at z = 2() = 8 and the error at the surface atom (z = 0) is less than 0.2 %. The
charge distributions of the two subsystems are overlapped in real space. For example,
the charge at z = 2(° = 8, is contributed by n4 and np with almost same weights.
This can be understood within the Wannier state picture as follows; Each Wannier
state, except the surface one, is quite similar to an sp® bonding state on a bond site.
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A Wannier state whose bond site is placed between the 8-th and 9-th atomic layers
belongs to the ‘B’ subsystem and has almost the half of the weight on the 8-th atomic
layer. On the other hand, a Wannier state whose bond site is placed between the
7-th and 8-th atomic layers belongs to the ‘A’ subsystem and has almost the half of
the weight on the 8-th atomic layer. Figure 4.4(b) shows that the charge distribution
of the ‘A’ subsystem n,4(2) decays quickly at z > 8, which corresponds to the ‘tail” of
the Wannier states that belong to the ‘A’ subsystem. Here we note the following two
issues; (i) The present hybrid scheme does not require any explicit constraint on the
charge distribution n(z) for its local charge neutrality (n(z) & 4) in the bulk regions.
(ii) Though the above explanations are done within the Wannier state picture, the
‘A’ subsystem (p4) is constructed from eigen states in the computational code. The
present hybrid scheme does not require any explicit constraint on eigen states so
as to decay in the region of z > 8. The above two properties are fulfilled only by
the orthogonality between the two subsystems. In results, the two subsystems are
overlapped in real space but orthogonal in the Hilbert space. This is the reason why
we call the present method as ‘division in Hilbert space’.

Hybrid scheme between order-N methods

Since the present hybrid scheme gives a well-defined mapped Hamiltonian Hﬁng},, we
can use, in principle, any quantum mechanical method for calculating the partial
density matrix pa. So far the hybrid scheme is done by the combination of the
exact diagonalization method and the perturbative order-N method. In Chapter 7,
several fracture simulations are done in the hybrid scheme of the variational order-N
method and the perturbative order-N method. Another example is seen in Fig. 4.5
[52], in which we use the hybrid scheme of the recursion method (See Section 2.5)
and the perturbative order-N method. The result in Fig. 4.5 should be compared

with that by the exact diagonalization method, in the upper panel of Fig. 4.2.
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Figure 4.5: The density of states (DOS) in the hybrid method [52]. DOS for Hj,
is calculated by the recursion method with the recursion order of Ng = 2,8,20. The
system 1is a silicon crystal with an unreconstructed surface. The exact diagonaliza-
tion result is given in the upper panel of Fig. 4.2 for the same mapped Hamiltonian

H(A)
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4.5 Summary and future aspects

In this chapter, we constructed the theories of large-scale electronic structure calcu-
lations. The overview is shown in Fig. 4.6.

We derived a general equation of the partial density matrix, Eq. (4.35), in the
form of a commutation relation (Section 4.1). As a specific case of the above equa-
tion, we derived the mean-field equation, Eq. (4.62) , of the generalized Wannier
states (Section 4.2). These are the exact equations. As practical order-N methods,
the variational and perturbative methods were constructed as approximate solutions
of the above mean-field equation (Section 4.3). From Eq. (4.35), we also constructed
the hybrid scheme by dividing the occupied Hilbert space. In the hybrid scheme,
the electron system is divided into several subsystems in the Hilbert space and the
subsystems are solved by different methods (Section 4.4). We prepared the program
code of the hybrid scheme between the following methods; (i) the exact diagonal-
ization method and the perturbative order-N method, (ii) the variational order-N
method and the perturbative order-N method, (iii) the recursion method and the
perturbative order-N method. The cases (i) and (iii) were demonstrated in Section
4.4. The case (ii) will be used in the practical large-scale fracture simulations in
Chapter 7.

For the above theories, several details and applications will be discussed in the
next chapter (Chapter 5). Particularly, the perturbative order-N method will be
parallelized in Section 5.4. In Section 7.4, we will discuss several technical details
related to the dynamical simulations.

Hereafter we discuss the future aspects of the theories. Since all the theories
are well defined in quantum mechanics, the future aspect should be discussed in
practical points;

(I) The first point is the parallelization of the variational order-N method. This
point will be discussed in Section 7.7.

(IT) The second point is the further application of the perturbative order-N method.
In this thesis, the application is limited to the sp3-hybridized bond. Since the
mean-field equation of the Wannier state is a general equation, the perturba-
tive Wannier states can be always constructed, if reliable unperturbed wave
functions are prepared.

(III) The third point is the further application of the hybrid scheme. In the present
thesis, the practical large-scale application is done by the hybrid scheme be-
tween the variational and perturbative order-N methods. Since the hybrid
scheme is based on a general division principle in the Hilbert space, appli-
cations with other methods are straightforward. Now we are developing the
program code of the recursion method, which was tested in a hybrid scheme
(See Fig. 4.5).

It should be noted that, since the perturbative or variational order-N method is
based on the Wannier state, their success is limited to covalent bonding materials.
The recursion method, on the other hand, is not based on the generalized Wannier
states and will be applied, especially, to metals.
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Equation for partial density matrix
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Figure 4.6: Overview of the present theories for large-scale electronic structure cal-
culations.
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5.1 Perturbative order-N method

In this section, we discuss several technical details of our program code. Within
the perturbative order-N method, the required operation number to generate the
Wannier state is uniquely determined. In the practical computations, however, the
optimal program code may differ among the hardware environments.

Limitation in memory size

A crucial problem is the size limitation of the built-in memory. For example, the
present calculation is done by a standard work station with 2 GB built-in memory.
In the perturbative order-N method, the calculation of the non-zero Hamiltonian
matrix elements ({Harss}) is inevitable. For a system with N, atoms, the number
of the non-zero matrix elements is estimated to be v? Nj; Na, where v is the number
of orbitals per atom and Ny, is the number of neighbor atoms within the interaction
range. In the present Hamiltonian, v = 4 and N;, ~ 20. If a matrix element is
stored in the memory as a real value with the double precision, it costs eight byte
(8B) in the memory. In the system with one million atoms (Ny = 10°), the total
requirement of the memory size is

8[B] x v* X Niy X Na ~ 8[B] x 16 x 20 x 10° ~ 2.5[GB], (5.1)

which will exceed the limitation of the present work station (2 GB). One simple
solution for the memory size saving is not to store the Hamiltonian matrix in the
memory. Since the present tight-binding Hamiltonian is an explicit function of the
atomic coordinates (Ha,73 = Ho3(Rr—Ry)), their values can be always calculated
when the atomic coordinates { R} are given. The data size of the atomic coordinates
{R;} ={X,,Yr,Z;} is given as

8[B] x 3 x Na ~ 8[B] x 3 x 10° ~ 24|MB], (5.2)

which is quite smaller than that in Eq. (5.1). So as to generate one Wannier state

]¢§-PT)>, only a partial Hamiltonian matrix is required as a work array. The size
of the work array is determined by the spatial spread of the perturbative Wannier
states \¢>§PT)> in Eq. (4.94). Since the perturbative Wannier state contains about
Niy¢ atoms in its spatial spread, the work array for the partial Hamiltonian matrix
requires the memory size of

8[B] x v* X Nin¢ X Nine ~ 8[B] x 16 x 20 x 20 ~ 50[KB], (5.3)

which is negligible in the present hardware environment. The resultant Wannier
state \¢§PT)> should be also stored in another work array, because the total memory
requirement for storing all the perturbative Wannier states is

8[B] x v X Nipg X 2 X Ny ~ 8[B] x 4 x 20 x 2 x 10° ~ 1.3[GB]| (5.4)

with 2N, (doubly occupied) Wannier states in silicon. A work array for a Wannier
state \@(PT)), on the other hand, requires only a negligible memory size of

8[B] x v x Niy =~ 8[B] x 4 x 20 ~ 0.6]KB]. (5.5)
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The use of work arrays does not cause any numerical error, because the procedures
among the different Wannier states are independent, as Eqgs. (4.96),(4.97).

Here we note that the reduction of the memory requirement from Egs. (5.1),(5.4)
into Egs. (5.3),(5.5) means the reduction from the memory size in an O(N) system-
size scaling into that in an O(N?) = O(1) scaling. The memory size in an O(N)
scaling is required with classical freedoms, say the atomic coordinates, as in the
classical molecular dynamics.

‘Domain’ method as an optimal algorithm

In the above algorithm with work arrays, however, each Hamiltonian matrix element
should be multiply calculated among the procedures of different Wannier states,
because the localization regions for Wannier states are fairly overlapped in real
space. Such multiple calculations of the same quantities cause an extra overhead in
the CPU time. In short, the above algorithm saves the memory size but wastes the
CPU time.

Fortunately, we can construct an algorithm that is advantageous for saving both
in the CPU time and the memory size. In essence, we divided the system into some
‘domains’ in real space. We call the method as ‘domain method’. We explain the
algorithm, for simplicity, in the case of a one-dimensional (chain) system, in which
the +-th Wannier state has its localization center on the ¢-th bond site. The i-th bond
site lies between the ¢ — 1-th and the ¢ + 1-th bond sites. We classify the Wannier
states into some real space ‘domains’; the first domain contains the Wannier states
of {1, 2, P3, ....010} and the second domain contains those of {¢11, P12, P13, ....020 },
and so on. The Hamiltonian matrix is stored as a work array for each domain.
The work array should store all the Hamiltonian matrix elements that are required
to generate all the Wannier states in the domain. The data in the work array are
commonly used among all the Wannier states in the domain. In this domain method,
a Hamiltonian matrix element will be multiply calculated, when it is included in
several domains. For example, some of the atoms that are contained in ¢y may
be included in the first and second domains. The corresponding matrix elements
should be calculated both in the procedures of the first and second domains, which
will results only in a small additional cost in the CPU time. In the view point of
the memory size, the number of elements in the work array is VQNimN/gdom), with
the number of atoms per domain (Nngm)). In the present case with silicon crystal,
the domains are defined in the three dimensional space and each domain contains

about N/gdom) ~ 4000 atoms. The requirement in the memory size is estimated to
be
8B] x 12Ny N\™ & 8[B] x 16 x 20 x 4000 ~ 10[MB], (5.6)

which consumes only a small part of the built-in memory (2 GB) in the present work
station. In the above example, the ‘domain’ method saves about 50 % of the actual
computational time. For the optimal performance, the value of foc’m) should be
chosen to be as large as possible within the built-in memory size. The use of the
‘domain’ method dose not cause any numerical error.

Several comments are added on the domain method; (i) Though the domain
method requires an additional memory cost of the size with Eq. (5.6), the size is
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still in a O(N®) = O(1) system-size scaling. (ii) The efficiency of the ‘domain’
method may depend on details of the hardware environments, such as the access
speed of the memory, the size of the cache memory, the compiler options, and so on.
(iii) In the domain method, the procedures between different domains are completely
independent, which is the foundation of parallel computations.
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5.2 Variational order-N method

The variational order-N method was explained in Section 4.3. This section gives
its technical details. Particularly, we explain the algorithm for generating the wave
functions with given atomic coordinates, which corresponds to the algorithm within
one time step in molecular dynamics simulation. The technical details in dynamical
simulations will be discussed in Section 7.4.

Iterative algorithm for self-consistent loop

Since the Wannier states should satisfy the mean-field equation of Eq. (4.85), the
variational order-N method needs an iterative procedure for the self-consistency. The
iterative loop was schematically shown in Eq. (4.91) and its details are described
here. The deviation from the correct solution, Eq. (4.70), is given by

o 5E0(N)
=
(20— o2 - Qp)l6), (5.7)

which will decrease iteratively. We monitor the norm of the vector (|d¢;|) as a mea-

sure of the convergence to the correct solution. Due to the localization constraint,

the deviation |d¢;| can not reach to the exact zero. In the program code, we will

quit the iterative loop, when the deviation |d¢;| stops the exponential decrease.
Here we explain one of the iterative loop for updating the wave functions:

{16°N} = {|o" )} (5.8)

(i) The one-body density matrix is constructed

p= Z ‘¢z><¢z| (5'9)

(ii) The following matrix is constructed as a preparation
Hys = H — pQ — Qp. (5.10)

(iii) For each Wannier state ¢;, the mean-field Hamiltonian H\(,z,)s is constructed
within its localization region

Hys = Hws + 16:) (01l + Q16:) (] (5.11)
(iv) For each mean-field Hamiltonian H\(,f,)s, Eq. (4.85) is solved numerically. The
lowest eigen state is obtained by the Lanczos method, which is reviewed in Appendix
D.3. The initial vector for the Lanczos series is chosen as the old wave function
\¢§°ld)). The number of the Lanczos series np, is chosen, typically, n;, = 10;

HY, |°') = (Lanczos method for Eq. (4.85)) = |¢"™). (5.12)
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(v) For the updated wave functions {¢;}, the additional Léwdin orthogonalization
is imposed:

p= Z |i) (] (5.13)

60 = 160) — 5 (0 — Do) (514

In the program code, the second term of Eq. (5.14) is truncated within the localiza-
tion region of |¢;). This orthogonalization procedure is repeated as an inner loop,
until the converge :

{(5.13) = (5.14)} — {(5.13) — (5.14)} — {(5.13) — (5.14)} —

Within the above orthogonalization procedure, the quantity
V—Z| —1)]¢i)] (5.15)

is monitored. This quantity decreases in course of the above iterative orthogonal-
ization procedure and will be zero, if no localization constraint is imposed. In the
program code, the iterative loop is stopped, when the quantity v stops the expo-
nential decrease. A typical iterative number is two.

The procedures (i)-(v) are shown in Fig. 5.1 as a chart. The above iterative loop
is carried out iteratively for the self-consistency.

1 \ H H(l) — 2
V- /
> > - 5 (2) E— —>
P2 / P—a Hws \ Hyyg P2 158 P2
®3 / Hx(z?/)s—’ ®3 ®3
+ S0 (i) N . .
. v Gy e .

Figure 5.1: Chart of the procedures within one iterative loop for the update of wave
functions.

Optimal algorithm in inhomogeneous systems

In some practical simulations, the values of the deviations |d¢;| are quite different
among the Wannier states, due to the inhomogeneous property of the system. A
typical example is seen in the brittle fracture simulations (See Chapter 7). The
Wannier states in bond breaking processes change their character significantly from
the bulk (sp?) bonding states into surface ones. The other Wannier states keep
their character of the bulk (sp®) bonding states. For an optimal algorithm, the
corresponding algorithm should be treated inhomogeneously among the Wannier
states. Here we discuss such inhomogeneous treatments among the Wannier states.
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As an inhomogeneous treatment, we can prepare the different localization regions
among the Wannier states. This treatment will be discussed in Section 7.4. As
another inhomogeneous treatment, we explain a choice in the algorithm between
the two methods called ‘band-by-band’ method and ‘all-band” method. These names
are often used in the standard ab initio calculations, when one discusses the similar
problem. In the present program code, the wave functions are updated successively.
For example, the first Wannier state is updated (|¢\") — [6{"**)}) and then the
second Wannier state is updated (\¢501d)> — \d)é“ew)))- When the i-th Wannier state
is updated, the updated Wannier states for j = 1,2,3...i — 1 ({\¢§n€w)}j:1,27“i,1)
are already obtained. The choice is whether the mean-field Hamiltonian for ¢;
(H\(g,)s) should be constructed with the old wave functions ({|¢§°Id)}j:1,2“"i_1) or the

updated wave functions ({]¢§new) biz12..i-1). If we construct the Hamiltonian with
the old wave functions, we call the method ‘all-band method’. If we construct the
Hamiltonian with the updated wave functions, we call the method ‘band-by-band
method’. In the band-by-band method, the order among the successive updates is
meaningful, while it is meaningless in the all-band method. In our experiences, an
optimal choice of the order in the band-by-band method is the order sorted by the
values of the deviations {|d¢;|}. That is, the Wannier states are sorted so as to
satisfy the relation |0¢1| > [0¢s| > |0¢s] - --. In most cases of practical molecular
dynamics, the band-by-band method seems to be better than the all-band method.
Among the results of the present thesis, the all-band method is used only in the
perfect crystal case, in which all the Wannier states are symmetrically equivalent.
Here we add a comment on the band-by-band method; Since the Wannier states are
locally determined, two Wannier states that are well separated in real space do not
affect with each other. Therefore, a global sorting procedure is not necessary in the
above sorting procedure.

Preparation of initial states

Finally, the preparation of the initial Wannier states is discussed. In general, the
iteration number for convergence depends on the initial states. During the molecular
dynamics simulations, the initial wave functions can be chosen as the final wave
functions of the previous time step. In results, a typical iterative number is only
one, two or three. Therefore, the main problem is the preparation of the initial
states at the first time step of the molecular dynamics simulations. In the present
simulation of silicon, the initial Wannier states in bulk regions is the perturbative
Wannier states based on the sp® bonding orbital. For several surface states, a lone
pair state on a surface atom is chosen to be the initial Wannier state. These initial
states are clearly good candidates, because a bonding state and a lone pair state are
typical examples of the Wannier states. For a general case, however, good candidates
for the initial Wannier states are not clear. In principle, the Wannier states can be
generated rigorously from the eigen states, as explain in Chapter 2.3, using the
unitary transformations. Though such a calculation with eigen states is applicable
only to small systems, the resultant Wannier states may give an insight for Wannier
states in large systems.
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5.3 Hybrid scheme

This section is devoted to several technical details in the hybrid scheme introduced
in Section 4.4. In this section, the notations and the calculated systems are the
same in Section 4.4, except where indicated. The following discussions are done in
the hybrid scheme between the diagonalization method for the ‘A’ subsystem and
the perturbative method for the ‘B’ subsystem.

Comparison with different settings in subspace division

Here we compare the results with different settings in the subspace division. In
Section 4.4, the setting of the subspace division was determined by choosing the
controlling parameter z(¢ and its value was fixed to be 29 = 8 The Hamilto-
nian matrix Hr(ng)p was prepared among all the basis set with 1024 atoms, which
requires the same computational costs as in the exact diagonalization. As a practi-
cal method applicable to large-scale calculations, we prepare the Hamiltonian matrix
HI;/;;, among a partial basis set. The partial basis set is constructed from the atoms
that lie only within 0 < z < 2 = 12. In other words, we ignore the contribution
of p4 among the region of deeper layers (z > z(4)). This approximation is justified,
due to the decay property of the charge distribution na(z), as shown in Fig. 4.4(b).
The choice of 24 is independent from that of 2(9)| if they satisfy z(9) < 2(4). The
distance (24 — 2(9)) corresponds to the cutoff distance for Wannier states. The re-
sultant Hamiltonian H{}) is an explicit matrix among 64 x (21 +1) = 64x 13 = 832
atoms, which is slightly smaller than the total number of atoms (1024). The num-
ber of the occupied states for the subsystems ‘A’ and ‘B’ are unchanged (N, and
Ng). The results are almost unchanged; For the band of pa in Fig. 4.2, the band
top and bottom are numerically unchanged. The charge distribution n(z) is also
almost unchanged from that in Fig. 4.4(a). For example, the value of na(z = 8) is

unchanged within a numerical error of 107°.

Now the setting of the subspace division is determined by the two indepen-
dent controlling parameters z(¢ and z(*). Figure 5.2 demonstrates the results with
different values of the parameters, among which the parameters z(4) is given as
24 = 200 4 4. All the results reproduce the charge transfers in the surface region,
but quantitative errors are included. When the value of z(®) increases, the size of
the ‘A’ subsystem will increase and the error will decrease. Here we should recall
that the present system is unstable due to the unreconstructed surface and is one of
the severest test cases for the methodology.

The present discussion was done just for showing the controlling parameters z(°)
and 2 in the present hybrid scheme, which does not make any conclusive remark on
how the parameters z(© and 2 should be chosen in practical molecular dynamics.
Moreover, the present discussion is limited, for simplicity, to a one-dimensional
discussion for a slab system. In Chapter 7, we will discuss the hybrid scheme between
the variational order-N method and the perturbative order-N method. We will
explain that the hybrid scheme contains several controlling parameters and discuss
how they are chosen in practical large-scale calculations.
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Figure 5.2: The comparison of the results with the different values of the controlling
parameter z(© and z(4). The averaged valence charge per atom with the function
of the depth from the surface (2) in the unit of the atomic layer. The system is
a silicon crystal with an unreconstructed surface at z = 0. The parameters 24 is
given as z(4) = 2(9 4+ 4. The result with the exact diagonalization is also plotted.

The choice of the energy shift parameter

Now we discuss the another important controlling parameter in the hybrid scheme,
that is, the energy shift parameter ns. As discussed in Section 4.4, the parameter 7
should be large enough to separate the band of pg from ps among the eigen value
distribution of Hr(rf;)p, as in Fig. 4.2. The value of ny is upper unbounded, if the
density matrix pp is constructed from the ezact Wannier states. In several practical
cases, however, the parameter 7, may be upper bounded. We show such a case
with a too large value of n,. Figure 5.3 shows the DOS of the mapped Hamiltonian
Hr(rf;)p, in which the parameter 7 is chosen as a too large value (17, = 5a.u.) and
all the other controlling parameters are the same as in Fig. 4.2. The band of pg
is placed in the energy range of ¢ =~ 29y, = 272 eV and is not plotted in the figure.
The result is completely unphysical. For example, several eigen levels of Hl(nfz)p are
lower than the bottom of the correct valence band (¢ = —14 eV). We pick out the
five lowest eigen states of Hﬁng},, as examples of the unphysical low energy states.
They are unphysical not only in the energy level but also in the character of wave
functions. Their weights of s orbitals (f(?), defined in Eq. (3.9), are quite small
(0.1 < £ < 0.3), though the correct wave function at the valence band bottom
should be a pure s orbital ( fs(i) = 1). The highest occupied level for the subsystem

pa, determined by Eq. (4.9), is also unphysically low (¢ = —2.287 V), because the
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Figure 5.3: The density of states (DOS) of the mapped Hamiltonian Hg;}, with a
too large value of 1, (ns = ba.u.).

above unphysical wave functions are included in the occupied states of p4.

The origin of the unphysical solutions is the finite band width of pg at the domain
r ~ 0 in Fig. 4.3. The finite band width is estimated as Az = 0.2. The mapped
Hamiltonian Hr(n‘;)p contains the term of 2nspp and the corresponding band width is
estimated as 21y x Ax = 2a.u. &~ 54.4eV, which is comparable to the band width
in the observed DOS in Fig. 5.3. Figure 5.4 shows the density distribution of the
unphysical wave functions. They are extended states in the region of z > 6, a region
of deeper layers. This property can be understood as follows; The finite bandwidth
in the DOS profile of pp originates from the error of the orthogonality among the
perturbative Wannier states ((¢§PT)|¢§PT)> # 0,;) and such Wannier states lie in the
region of z > 6, as discussed above. The off-diagonal elements of the overlap matrix
(¢iPT)|¢§PT)> works formally as a transfer matrix in the Hamiltonian H{%). With a
large value of 7, the contribution of 2nspp is dominant in the Hamiltonian Hl(nﬁi),
and its lowest eigen state should be an extended state among the region of z > 6,
so as to gain the transfer energy due to the non-zero overlap matrix.

Fortunately, the above unphysical solutions are automatically excluded, when
the ‘A’ subsystem is determined by the variational order-N method with an explicit
localization constraint on Wannier states. For the Wannier states in the ‘A’ subsys-
tem, their localization centers are placed in the region near the surface (z < z(¢))
and several localization constraints are imposed with a cutoff radius. The explicit
localization constraint on Wannier states is equivalent to the situation with the addi-
tional potential wall in the infinite hight (V(r) = 00). Such localization constraints
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Figure 5.4: The charge distribution of the lowest five eigen states of Hr(n?p with a too
large value of 7, (ns = Ha.u.). The system is a silicon crystal with an unreconstructed

surface at z = 0.

prohibit the solutions from the unphysical extended wave functions in Fig. 5.4. In
other words, the localization constraint is an additional mechanism for the exclusion
of the ‘B’ subsystem from the ‘A’ subsystem.
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5.4 Parallelization of perturbative order-\N method

Now the parallelization algorithm is discussed within the perturbative order-N method.
Since the procedures among Wannier states or among the ‘domains’ are completely
independent, as explained in Section 4.3 and 5.1, their parallelization is straightfor-
ward, at least, logically.

The Message Passing Interface (MPI) technique [83] and the OpenMP technique
[84] are the standard techniques in present parallel computations. We implement,
experimentally, both techniques and test them using a workstation cluster (SGI
Origin 3800). Here the result with the OpenMP technique is discussed. The result
with the MPI technique is discussed in Ref. [80]. The computational costs depend
on various factors in parallel computers, such as the data communication between
processors. We have not yet settled the details of the program code, which may
affect on the resultant elapse time by a factor, say, two or three. Figure 5.5 shows
a result using the OpenMP technique with up to Np = 256 processors. The sample
is a silicon cluster with about 1.4 million atoms. The solid line indicates the elapse
time for ‘electronic’ part, that is, the procedures of the perturbative order-N method.
The dashed line indicates the ideal parallel efficiency that is inversely proportional
to the number of processors (Np). The dashed line is plotted so as to cross the result
with Np = 4. Note that the result with the single processor (Np = 1) is obtained by
the non-parallelized code, in which no parallel directive is included. The resultant
elapse time at Np = 1 is slightly, by about 15 %, deviated from the ideally parallel
(dashed) line. The elapse time for ‘other part’ indicates the elapse time without
the above ‘electronic’ part. This part is equivalent, in the computational costs,
to a program code of a classical molecular dynamics with a two-body short-range
potential. The latter part is implemented in an order-N computational cost but
have not yet been parallelized.

From the elapse times in the single processor (Np = 1), we can find that the
elapse time of the ‘electronic’ part is more than 200 times larger than that of the
‘other’ part. This ratio is based on the quantum mechanical prefactor v? = 16
discussed in Section 2.4. Since the value of 16 is the minimal prefactor, the observed
prefactor of 200 is a reasonable value for the practical code. Due to the above large
prefactor, we do not need to parallelize the ‘other’ part, the routines for classical
molecular dynamics, at least, using less than 100 processors.
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Figure 5.5: The elapse time of the perturbative order-N calculations in the parallel
computations The OpenMP technique is used with up to Np = 256 processors. The
system is a silicon cluster with 1,423,909 atoms. We measure the elapse time per
one time step in the molecular dynamics simulation. The ‘electronic’ part indicates
the procedures with the wave functions. The ‘other’ part indicates the procedures
that are not related to the wave functions. The ‘other’ part is not parallelized.



82 CHAPTER 5. DETAILS AND APPLICATIONS

5.5 Wannier states in diamond structure solids

In this section, the Wannier states in the diamond structure solids are systematically
investigated [27, 85]. The present investigation is based on the universal tight-
binding theory (See Section 3.1). Particularly, we focus on the following points; (i)
The structure of the Wannier state, especially the approximate wave function using
the perturbative formulation (See Section 4.3). (ii) How the density matrix or the
electronic structure energy is reproduced, quantitatively, by approximate Wannier
states. (iii) The difference of the Wannier states among the group IV elements.

Among the above points, we will see the crucial importance of the mixing freedom
between the s and p bands. In general, the mixing or hybridization freedom between
bands is characteristic to the generalized or composite-band Wannier states (See
Section 2.3). In Appendix D.1, on the other hand, a conventional or isolated-band
Wannier state is constructed using the unitary transforms of eigen states without
mizing bands.

Hamiltonian matrix elements with sp® orbitals

First, the nearest neighbor tight-binding Hamiltonian is described as the explicit
matrix with sp? hybridized atomic orbitals. Within an atom pair of the diamond
structure, the eight sp® hybridized atomic orbitals are defined, which lie on the
bond sites ({|hi)},i = 1,2,---8). The geometry of the eight orbitals are shown
in Fig. 5.6. Figure 5.6(a) indicates the definition of the orbitals with respect to
the sign freedom. Hereafter the above sp? orbitals are used as the basis set of the
tight-binding Hamiltonian matrix H. The diagonal element is denoted as ey;

o= S 5% (5.16)

4

The off-diagonal elements within the same atom, or the intraatomic hoppings, have
the unique value of

fo=—— (5.17)
The interatomic hoppings, on the other hand, are classified into four values;

1

b= {View = 2V3Vipo — 3Vipo | (5.18)
1 2

62 = Z ‘/SSO' - ﬁ‘/spa + Vppcr (519)
1 2 1 8

ﬂS = Z {‘/sso' + ﬁ‘fspa - g‘/;)pa - gvppﬂ'} (520)
1 2 1 4

The values are shown in Table 5.1. Among the interatomic hoppings, the dominant
one is [y, that is, the hopping along the bond. For example, (h1|H|h5) = [ in
Fig. 5.6.
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Figure 5.6: The geometry of the eight sp? hybridized atomic orbitals ({|hi)},i =
1,2,---8), in the diamond structure. In (a), the four orbitals |h2), |h1), |h5), |h6),
forms a part of the zigzag chain within the (110) plane. The sign freedom of sp?
orbitals are shown in (a), which is essential to determine the orbital uniquely.

hl h2 h3 h4 h5 h6 h7 h8
hl|eyn Bo Bo fo hi| B B2 B fo
h2 | Gy en Bo Bo h2 | By B3 Ba [Ba
h3 | B0 Bo en fo h3 | B, By B3 [Ba
hd | Gy Bo Lo en hd | By By Bs B3

Es Ep — &g €h Bo B B2 B3 B4
C|-2.99 6.70 2.04 | -1.68|-9.45 | -1.23 | 0.68 | -0.87

Si|-5.25| 645 |-041]-1.61]-4.08|-0.33|0.48 | -0.59

Table 5.1: Upper tables: the classification of the non-zero elements in the minimal
tight-binding Hamiltonian with the basis set of sp® orbitals. The geometry of each
sp® orbitals are shown in Fig. 5.6. Lower table: the value of the matrix elements in
the carbon [64] and silicon [6] case in the energy unit of eV.

As already discussed in Section 3.1, a simple bonding and antibonding orbitals
are defined as

_ [hd) + |hy)
b = =5
_ [hd) — |hy)

with a pair of the sp® orbitals on a bond site (|hi), |hj)). The corresponding energy
levels are obtained by

eb = (blHb) =en+
ea = (a|H|a) =¢e, — [, (5.23)

where the value ) is negative () < 0).
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Wannier state in silicon

As explained in Section 4.3, the first-order perturbation of Eq.(4.94) gives an ap-
proximate Wannier state. Here we rewrite the formulation

") = COb) + 3 CCDlay) (5.24)
J(F#)
Here the suffix 7 indicates a bond site in diamond structure, which is the localization
center of the i-th Wannier state. The suffix v specifies the inequivalent bond sites.
The coefficients will be given explicitly below.

The central region of the Wannier state is shown in Fig. 5.7, which includes
up to the second nearest neighbor bond sites. The inequivalent bond sites are
indicated as v = 1,(2|)or (2 L). The central bond site is marked as (0). The six
first nearest neighbor bond sites are symmetrically equivalent and are marked as (1).
The eighteen second nearest neighbor bond sites are classified into two symmetrically
inequivalent sites, which are marked as (2||) and (2_L). Among them, the six bonds
site, marked (2 ||), are parallel to the central bond. The other twelve bond sites,
marked (2_L), are nearly perpendicular to the central bond. Now the (anti)bonding
orbitals should be uniquely defined with respect to the sign freedom. The definition
is given in Fig. 5.8, which determines the sign of the perturbative coefficients C'*())
uniquely.

Figure 5.7: The central region of the Wannier state in the diamond structure [85].
The size of ball distinguishes the inequivalent atom sites. The central bond site is
marked as (0) and one of the first nearest-neighbor bond site is marked as (1). Some
of the two inequivalent second nearest-neighbor bond sites are marked as (2 ||) and
(2 1).

In the perturbative formulation, the spatial spread of the Wannier states is deter-
mined by the hopping range of the Hamiltonian. In the case of a Hamiltonian with
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Figure 5.8: Definition of (anti)bonding orbitals with respect to the sign freedom of
wave function, which is essential to determine uniquely the values of the coefficients
in Eq. 5.25 and Eq. 5.26. The central bonding orbital and the first and second nearest
neighbor antibonding orbitals are denoted as |b), |al)) and |a(?), respectively.

only the nearest neighbor hoppings between atoms, it turns to be the second nearest
neighbor hoppings between bond sites. For the first nearest neighbor antibonding
orbitals, the perturbative coefficients are given [62] by

CO (aWHlb) _ Bo/2 _ (ep—es)/8 _ om

cO T g —e, 26, 2B 8

(5.25)

For the second nearest neighbor anti-bonding orbitals, we propose the following
coefficients

C(2>\) (a(Q’\)\H]bi) o 2
cO T g —e, +(§> ’

where (2)) indicates (2 ||) or (2 L). The first term is the direct hopping term. The
second term is responsible for the successive hopping of the first nearest neighbor
hoppings, where C(®©) = 1 is assumed. Note that the second term does not appear
in the standard perturbation theory of Eq. (4.95). The value of the first term is
different among the two inequivalent bond sites;
(@D H[b;) _ Bs/2 1

€h — E€a 231 T34

(5.26)

(5.27)

or

€1, — €a 253 28° ’
Here the opposite signs between (3 and 4 results in the opposite signs between the
above coefficients. The resultant values of the perturbation coefficients are given as
cw oam  0.78
oeh (a@ID|H |b;) g\ 2
C(O) Eh — €a + (?)
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1 2
31 + (0.0975)* ~ 0.0389 (5.30)
C(QL) <&(2i)‘H’bi> o 2
co Eb — Ea + (?)
1
Nt (0.0975)? ~ —0.0262. (5.31)
The total weight within the second nearest neighbor bond sites is defined as
No = |CO2 +6|CW)2 + 6|CCN 2 4+ 12|CCH)2, (5.32)
The normalization condition
Ny =1 (5.33)

is imposed so as to determine the value of C©). In results, the Wannier state |¢§PT))
in Eq. (5.24) is determined uniquely by Egs. (5.25), (5.26), (5.33).

The resultant values of the coefficients are shown in Table 5.2 with the cor-
responding values of the exact Wannier state. Here the exact Wannier state is
calculated in the periodic cell of 512 atoms, without any localization constraint.
The resultant one-electron energy (¢;|H|¢;) has an error of 0.054 eV from the exact
value. Other physical quantities have been already discussed in Section 4.3.

|CORTICcW/cOR | |cCh/cO)2 [ |cCY/COR ] N,
Perturbative | 0.934 0.00904 0.00151 0.000686 1
Exact 0.938 0.00670 0.00250 0.000499 0.995

Table 5.2: Values of the perturbative coefficients in silicon, given by Egs. (5.25),
(5.26), (5.33) and the corresponding values that is by the exact calculation with 512
atoms. The total weight within the second nearest neighbor bond sites N5 is also
shown.

Density matrix

Now we demonstrate how the density matrix is constructed, quantitatively, from
the Wannier states. For simplicity, we consider only two successive bond sites, as in
Fig. 5.9, with the four sp*® atomic orbitals, |hy), |hn), [hm), [hrv).

Two approximate Wannier states are given by

1 oW
ﬁ(\hﬁ + |hir)) + —= (ha) — [hrv))

’¢1> ~ \/5

+(terms on other basis) (5.34)
! h h o h h
~ —=(Jhm) + + —=(|hn) —
|62) \/5(\ m) + [hrv)) 7 (Iha) — [hy))
+(terms on other basis), (5.35)

whose centers are located on the two bond sites. These forms are simpler ones
from Eq. (5.24) in the sense that we ignore the normalization factor (C®)) and
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Ihyr) 2\~

|hirr)
[hy) !‘ hrv)

Figure 5.9: Schematic pictures of the sp® atomic orbitals |hy), |hr), [hm), |hrv).

(hil H|hy) (eV) | (hilp/h)exace | (hilplhy)est
(i,7) = (LI) | -4.08 (=43) 0.439 0.45
(i,7) = (ILI) | -1.61 (=f) 0.078 0.09
(i,7) = (LIID) | -0.33 (=0,) -0.008 0
(i,7) = (I, IV) 0 -0.071 -0.09

Table 5.3: Elements of the Hamiltonian matrix and the density matrix on sp® or-
bitals bases shown in Fig. 5.9. The values of (h;|p|h;)exact are the results of the
diagonalization with 512 atoms. The values of (h;|p|h;)es are the estimated one in
Egs. (5.37)-(5.40) with a normalization coefficient of |C(®|? ~ 0.9.

the contributions of the second nearest neighbor bond sites (C?). The one-body
density matrix is given by

p = [p1)(P1] + [P2) (92| (5.36)

on the present four sp? orbitals. The other Wannier states ({¢;}i+12) do not con-
tribute the density matrix on the present orbitals, within the linear order of the
perturbation coefficient (C")). The matrix elements on the sp® orbitals are calcu-
lated as

(hi|plhir) = (hi|@1){(¢1|hm) + (hi|d2) (P2|hm)

11 —cWhWcol

NV ARG W’V% (5.37)

<hH‘p‘hIH> = <hH‘¢1><¢1‘hIH>+<h11’¢2><¢2‘h111>

1 chH ¢ q

V2VE V2R

(hilplhir) = (halor) (@1 |hum) + (hilda) (P2 hum)
1 c  —cW 1

~ 0.1 (5.38)

- St s~ (5.39)
(hilplhrv) = (hil¢1){(¢1|hrv) + (hilpa) (@2 |hrv)
_ —c0Y ¢ 1 ~ —0.1 (5.40)

N _l’_ N
V2 V2 V2 V2
within the linear order of C") ~ 0.1. Table 5.3 shows the estimated values of
the density matrix (h;|p|h;)est that are determined by the above expressions with
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multiplying the normalization factor of [C®|? 2 0.9. The table also shows the cor-
responding exact values of the density matrix (h;|p|h;)exact and those of the Hamil-
tonian matrix (h;|H|h;). Though the above estimation is quite simple, the resultant
values reproduce satisfactory the exact values.

Among the resultant density matrix elements, the comparison of (h|p|hyy) and
(hi|p|hry) is interesting. In the former case, the matrix element is quite small
((hi|plh) = —0.007), though the corresponding hopping integral is finite (532).
In the latter case, the density matrix is non negligible ((hy|p|hry) = —0.069), though
the corresponding hopping integral is zero. The above facts are explained by the
quantum mechanical interference of the two Wannier states, as in Egs. (5.39) and
(5.40).

Energy

Due to the symmetry in diamond structure, the one-electron energy of the Wannier
state ews = (¢s|H|p;) gives the average of the occupied eigen levels (Eq. (4.73)).
Here the energy ewg is estimated by the perturbative formulation without the nor-
malization condition and the second nearest neighbor terms;
2 2
EWS R €p — 6M (541)
€a — &b
The factor six is the number of the first nearest neighbor bond sites. The second
term can be written by

2)2 2 \?
6(60/ ) = 6 ( b/ ) X (g4 — €p)
€a — &b €a —Eb
m\ 2
= 6(Im) x2
(S2) x218
= a1 (5.42)
= 16Odm 1]- .
Using oy, = 0.78 and |1 = 4.08 eV, the numerical result is obtained as
S 0213 = S(0.78)% x 4.08 [eV]
T T '
— 0.114 x 4.08[eV]
0.465 [eV], (5.43)

which explains about 80 % of the exact value of ewg — e, & 0.59 eV. Since the
energy ¢y, is that of an ideal sp® bonding orbital on a bond site, the energy difference
ews —¢€p corresponds to the energy gain of the Wannier state for its spatial extension
in condensed matters.

As an overview of the cohesive mechanism, Fig. 5.10 shows several energy levels
of silicon. From Fig. 5.10, we find that the energy gain for the sp*® bonding (&, —
ep) is much larger than the energy gain for its spatial extension (e, — ews). We
also find that the sp® bonding is governed by the energy competition between the
bonding energy, scaled by €, — ¢}, and the dehybridization energy, scaled by e, — &,
as is discussed in Section 3.1. This competitive situation is characterized by the
metallicity parameter o, = (e, —€5)/(€a — 1) = 0.78.
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Figure 5.10: Several energy levels of the silicon crystal within the tight-binding
Hamiltonian; The atomic s, p and sp® levels are denoted as g, €, and 43, re-
spectively. The energy levels of the ideal sp® hybridized bonding and antibonding
orbitals are denoted as €}, and ¢,, respectively. The energy level of the Wannier
states is denoted as ews, which is the weighted center of the occupied (valence)
band.

Wannier states in conduction band

Here we introduce an interesting concept, that is, the Wannier state in the conduc-
tion band. We discussed that the Wannier state in the valence band is quite similar
to an sp3-hybridized bonding orbital, as in Eq. (5.24). Here we propose an wave
function for the Wannier state in the conduction band
(PT (i
[Sieonay) = Clas) + 30 C¢hy), (5.44)
J(#9)

where the coefficients are the same values as in Eq. (5.24). The resultant wave
function is orthogonal to the corresponding Wannier state in the valence band

(Do) = (5.45)

i(cond)

Between Eq. (5.24) and Eq. (5.44), the role of the bonding and antibonding orbitals
({|b:), |a;)}) exchange with each other. One may think that the relation of ]¢Z(Cond))

and ]¢Z(-PT)> is analogous to the electron-hole symmetry. It should be noted, however,
that the present Hamiltonian H does not have the electron-hole symmetry.

The above concept of the Wannier states in the conduction band can be also
defined by the variational method, because the present tight-binding Hamiltonian
is upper bounded. The Wannier states in the conduction band can be obtained
by the energy maximization procedure of the energy functional that is used for the
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Wannier state in the valence band. As the iterative procedure, the initial state is
chosen as the antibonding orbitals {|a;)};—1 n and the energy shift parameter 7,
is chosen to be sufficiently low (g, — —o0). The resultant Wannier states satisfy
Eq.(4.47), if the N Wannier states are interpreted as those in the conduction band.
It is noteworthy that the Wannier states in the valence and conduction bands form
a complete orthogonal basis set for the present Hamiltonian.

Construction of Wannier states by projection methods

We also introduce several methods to construct Wannier states, which are different
from the variational or perturbative procedure. They were used for the calculation
of the ezact Wannier state within small systems [85]. The sample contains 512 atoms
and no localization constraint is imposed on Wannier states. To construct the exact
Wannier states, a projection method is used with a ‘reference’ density matrix pyes.

The practical procedure is as follows; (i) Diagonalizing the Hamiltonian H to
obtain the eigen states {gf),(fig)}. The exact ground-state density matrix is calculated
as the reference density matrix pef

occ.

fret = Pas = Z |6179) (6. (5.46)

(i) Preparing proper initial states {¢§0)} for Wannier states which covers the set of
the correct ground state wave functions. In the present cases of diamond structure
solids, we use a set of ‘simple’ bonding orbitals {b;} on each bond site

0
[657) = [by). (5.47)
(iii) Projecting the ‘reference’ density matrix pgs on the initial states
0 1 . 0
657) = 165) = pretl ). (5.48)

(iv) Using the Lowdin orthogonalization, Eq. (5.14), iteratively.

The resultant Wannier states satisfy the mean-field equation (4.62) exactly,
which corresponds to the variational order-N method without any localization con-
straint. Note that this method was used for construction of initial states in an iter-
ative order-N procedure with the approximate density matrix [86]. Wannier states
in the conduction band can be also constructed by a similar projection method. As
the ‘reference’ density matrix, we use that in the conduction band

unocc.

Pret = pe Z |6:78) (619, (5.49)

instead of pgs in Eq. (5.46). In the iterative procedure, antibonding orbitals {a;}
are prepared as the initial states {¢§0)}.

Moreover, it may be also interesting to apply the above procedure formally
to metallic systems. Instead of the ground state density matrix, we use a finite-
temperature formulation

Fr(e0) |07 (01| (5.50)

Mg

ﬁref = ﬁT =

k=1
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where f;(¢) is a Fermi-Dirac function with a temperature parameter 7. The resultant
one-electron states satisfy the correct orthogonality and give a generalized feature
of the present Wannier states, though the sum of the one-electron energy of the
Wannier states

occ.

> _(651H|;) (5.51)
J
is no more equal to the energy of the reference density matrix

Tr[pret H] = Z Fr(e®)e,. (5.52)

The Wannier states constructed from the above projection methods will appear
later in this section.

Wannier states among different elements (1)

So far, in this section, we focused on the silicon case. Hereafter, we will investigate
systematically the Wannier states among the diamond structure solids (C, Si, Ge
and a-Sn). Due to the universal tight-binding theory, the Wannier states among
the above elements can be described by the difference of the metallicity parameter
. Typical values of the metallicity parameter a,, are a,,, = 0.35 for C and a,, =
0.75—0.78 for Si or Ge (See Section 3.2). For a systematic investigation, we tune the
bond length d in the Hamiltonian for silicon [6], while the atomic energy difference
(ep —es) is fixed. The above tuning corresponds to the tuning of the metallicity ou,.
By definition, the silicon case corresponds to the case with d = dy = 2.35 A and
oy = 0.78. The case with d = 0.8dy gives the value of a,, = 0.47, which will be
referred as the carbon case in the sense of a low metallicity case.

Figure 5.11 demonstrates the spatial spread of the Wannier state calculated by
the variational or perturbative order-N method [27]. In the variational method,
the periodic cubic cell with Ny = 4096 atoms is used and each Wannier state
contains about 150 atoms in its localization constraint. In the perturbative method,
the wave functions are analytically determined by Egs. (5.25),(5.26),(5.33), which
is independent from the simulation cell. The case (a) is the carbon case (d =
0.8dp) and the case (b) is the silicon case (d = dy). The Wannier state is the
conduction band is also plotted in Fig.5.11(c) in the silicon case (d = dp). The wave
function is constructed in the variational procedure by the energy mazimization
procedure, as explained above. The resultant wave function shows the similar decay
property as in the valence Wannier state (b), and the role of bonding and antibonding
orbitals seems to exchange with each other approximately. The Wannier state is the
conduction band is constructed also from the perturbative method using Eq. (5.44).
In all the cases, the variational method results in well-localized wave functions.
The weight of the central bond is about 96 % in (a) or 94 % in (b) and (c). The
summation of the weight up to the bond step of n = 2 is more than 99.7 % in all
the cases.

Figure 5.12 also shows the spatial spread of the calculated Wannier state [85].
In Fig. 5.12, the closed circle and open square are plotted by the same plotting
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Figure 5.11: Weight distributions of Wannier states on each (anti)bonding orbital,
as a function of the bond step from the central bond [27]. The closed circles and the
open squares denote the weights on bonding and anti-bonding orbitals, respectively.
(a) the Wannier state in the carbon (d = 0.8dy), (b) the Wannier state in the silicon
case (d = dp), (c) the Wannier state in the conduction band in the silicon case. The
crosses denote the values from the perturbation theory. Note that, in (a), the two
values |C®D |2 and |C®Y)|? from the perturbation theory are almost identical.

manner as in Fig. 5.11. The difference from Fig. 5.11 is the fact that Fig. 5.12 shows
the exact Wannier state with a smaller periodic cubic cell that contains Ny = 512
atoms. The above difference of the simulation cell will give no significant difference
in the following analysis of the resultant Wannier states. Note that the present exact
Wannier state is constructed by the projection method explained above.

Figure 5.12(a)-(c) shows the Wannier states with different values of d; The case
(a) is the carbon case (d = 0.8dy), as in Fig. 5.11(a), and the case (b) is the silicon
case (d = dp) as in Fig. 5.11(b). The case (c) is a case with a high metallicity
(d = 1.07dy), where the band gap is almost vanished (0.15 eV). The case (d) is
the silicon case (d = dy), but only two large hoppings (fy and (3;) are considered
and the other hoppings (/32, Fs, B4) are ignored. This simpler Hamiltonian is called
‘Weaire-Thorpe model’ [87, 88]. The case (e) is the Wannier state for the conduction
band with the silicon case (d = 1.0), as in Fig. 5.11(c). As a total decay profile,
Fig. 5.12 also shows the weight of the ‘tail’

v(x)=n

T(n)= > KXol (5.53)

o

where the summation is done over the (anti)bonding orbitals outside the cutoff bond
step n. Note that 7(0) = 1 and 7 (o0) = 0, from its definition. As a measure of the
total locality, the typical value of (1 —7(3)) is about 99.5 %, which corresponds to
the weight of the local region shown in Fig. 5.7.
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Figure 5.12: Weight distributions of Wannier states on each (anti)bonding orbital
and the weight parameter 7 (n), as a function of the bond step from the central
bond. The closed circles and the open squares denote the weights on bonding and
anti-bonding orbitals, respectively. The solid line is 7 (n) and the dashed line is the
line connecting the two points 7 (1) and 7 (3). The cases (a)-(c) are the Wannier
states of the valence band with (a)d = 0.80dy, a, = 0.47, (b)d = dy, y = 0.78,
(c)d = 1.07dy, oy, = 0.93. The case (d) is the one with d = dy, using only By and
B1. The case (e) is the Wannier states in the conduction band with d = dp.

Apart from the decay property, Fig. 5.11 and Fig. 5.12 show the following two
properties of the Wannier states, except Fig. 5.12(d); (i) The values of the coefficients
of the second nearest neighbor bond sites, C?I) and C?1) are split. (ii) The weight
distributions show zigzag lines as the function of the bond steps. This is because the
spatial extension of the Wannier states is contributed by two hopping mechanisms,
that is, the nearest neighbor hopping and the second nearest neighbor hopping. The
two hopping mechanisms are seen directly in the perturbative formulation, as the
first and second terms of Eq. (5.26). Here we recall that the ratio between the inter-
atomic hopping integrals (01, (52, 85, f4) are almost unchanged among the elements,
due to the universality. Within the above tendency, the two hopping mechanisms are
quite different in the dependence of the metallicity «,,. The nearest neighbor hop-
ping is dependent on the metallicity, which appears as (a.,/8) in Egs. (5.25),(5.26),
because it is determined by the ratio between the interatomic hopping (3; and the
intraatomic hopping 3y (See Eq. (5.25)). The second nearest neighbor hopping, on
the other hand, is independent on the metallicity a,,, because it is determined by
the ratio between two interatomic hoppings (See Egs. (5.27),(5.28)). Therefore, the
perturbative coefficients of Eqs. (5.25),(5.26) are reduced to

c® Qg

ol 1 Qi \ 2

co ¥ g’ (?) (5:55)
@) 1 p \ 2

o~ —%+(§) (5.56)

The above two hopping mechanisms explain the properties (i) and (ii); (i) The sum



94 CHAPTER 5. DETAILS AND APPLICATIONS

of the two terms in Eq. (5.55) or Eq. (5.56) directly gives the splitting in the second
nearest neighbor coefficients. (ii) The existence of the two hopping mechanisms
explains the zigzag line of the weight distribution.

In Fig. 5.12(d), the hopping integrals f33, 3, are ignored, which means the lack
of the second nearest neighbor hopping. In the perturbative formulation, the first
term of Eq. (5.55) or Eq. (5.56) should be replaced by zero. The resultant Wannier
state does not show the above two properties (i) (ii). It should be noted that the
parametrization in Fig. 5.12(d) does not satisfy the universal tight-binding theory.

Wannier states among different elements (2)

Now we discuss the relation between the band gap A and the structure of the
Wannier state. In Section 3.1, we explained that the band gap can be estimated as
Eq. (3.11). Here the result of the estimation is rewritten;

Awst = 261 (1 — ap). (5.57)

A negative value of A means the band overlap between the valence and conduction
bands. In Fig.5.13, several results are plotted as the function of the estimated band
gap Agi. The plotted quantities are the band gap A, the metallicity «,, and the
first nearest neighbor coefficient |CV|/|C®)|. In the cases with A = 0, the wave
functions are generated by the above-discussed projection method with Eq. (5.50).
These results shows an extrapolation of the cases with nonzero band gaps (A > 0).

As an entire tendency in Fig. 5.13, we observe that the band gap A decreases
with the increase of ay, (am — 1), as is expected from Eq. (5.57). We also observe
a good agreement between ay, and 8|C™M/C©)| as is expected from Eq. (5.54).
Particularly, the band gap vanishes at |C(1)/C®| ~ 1/11, which is close to the
expected value 1/8.

It is important that, even if the band gap almost vanishes, the dominant weight
of the Wannier state is still localized within the central bond, which justifies the
perturbative treatment. This can be explained by the two hopping mechanisms;
The nearest neighbor hopping contributes the nearest neighbor coefficient C(V) as
0 /8. The sum of the weight among the six nearest neighbor bond sites (W) can
be estimated as

2
Wi = 6 (%“) . (5.58)

Due to the presence of the factor 1/8, the weight W in Eq. (5.58) is still small, even
if the band gap becomes small (o, < 1). The second nearest neighbor hopping is
almost unchanged among elements, which is seen as 1/34 or —1/28, in Eq. (5.55) or
Eq. (5.56), respectively. In results, the coefficients of the second nearest neighbor
bond sites are not significantly changed with the change of the band gap, which is
seen in Fig. 5.12(a)-(c).

The above explanation shows that the factor 1/8 in Eqs. (5.54), (5.55), (5.56),
plays a crucial role of the locality of Wannier states. The origin of the factor 1/8 is
given by the factor 1/4 in Eq. (5.17). The origin can be clarified as follows; If two
hybridized orbitals are formed in one atom with the sp hybridization

[s) +[p2)

by = P
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Figure 5.13: The quantities A, 8|C™" /C©| and «,, are plotted as a the function
of the estimated band gap A [85]. The exact calculation is carried out using the
periodic cell with 512 atoms. The characters (a)-(c) indicate the the cases in Figs.
5.12 (a)-(c), respectively.

o 18— Ip:)
by = PP (5.59)

the corresponding intraatomic hopping is reduced to

Ep — Es

(| ) = 5 sl + (o} B {Js) — Ipa)) = — 2= (5.60)

When we compare the above result and Eq. (5.17), we can find that the factor 1/4 in
Eq. (5.17) is directly related to the sp® hybridization. In other words, the factor 1/4
is directly related to the four-fold coordination or a three-dimensional effect. The
above discussion shows that the locality of the present composite band Wannier
states is directly related to the mixing freedom of the bands. We have discussed
that the locality of the composite band Wannier states can be explained, generally
and quantitatively, as the virtual impurity state (See Section 4.2). We should say
that it may not be fruitful to try to understand their locality within the analogy to
that of the conventional (isolated band) Wannier states.

Finally, we comment on the the long-distance, or ‘tail’, behavior of the Wannier
state. In the present context, the locality is discussed in the sense that the dominant
weight is occupied at a few bond sites. The long-distance behavior seems to be
sensitive to the value of the band gap. See, for example, the weight distribution at
the bond step n = 8 in Fig. 5.12 (a)-(c). Such long-distance behavior, however, does
not explicitly contribute to the energy, which is the fundamental justification of the
order-N methods, as discussed in Section 2.4.
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6.1 Fracture theory and silicon

For the present understanding of fracture mechanism, a pioneering work was given,
in the 1920’s, by Griffith [89] within a continuum theory. Nowadays, many industrial
manufacturing processes involve some fracture processes and many material designs
are based on the techniques against fracture. There are a huge number of the related
investigations on various materials with various purposes. See Refs. [90, 91, 92, 93]
for an overview. Appendix C.2 is prepared as a brief review of the fundamental
continuum theory of brittle fracture.

Silicon is an ideally brittle material and is studied intensively, because we can
obtain essentially dislocation-free single crystals. Several fundamental mechanisms,
such as the brittle-ductile transition [94, 95, 96], are investigated in silicon as an
ideal material. In macroscale samples, the easiest cleavage plane is the (111) plane,
in which the surface structure forms the 2x1 structure [97, 98, 99, 100]. The 2x 1
structure is stable at room temperature but will be transformed irreversibly into the
famous 7x7 structure at high temperatures. In other words, the 2x1 structure is a
metastable structure.

Here we summarize the Griffith theory [89] (See Appendix C.2 for details). As
an ideal situation, suppose a two-dimensional case shown in Fig. 6.1, in which the
macroscale sample has an initial crack with the length of 2¢ and is under the uniaxial
external load o. The total energy is described by the energy competition between
the energy gain of the strain relaxation and the loss of the surface formation energy.
The former energy is a volume term that is proportional to (length)®, while the
latter energy is a surface term that is proportional to (length)?. The dimensional
analysis gives a typical length scale, which is analogous to the theory of nucleation,
(See textbooks of statistical mechanics, such as Ref.[101]). In the present case, the
critical length is given as

C:CGEEE. (61)

T o

The derivation is given in Appendix C.2. The quantity 7 is the loss of the surface
formation energy per unit surface area. The quantity E is the Young modulus
within the two-dimensional cases; F = Fsp in plane stress (‘thin’ plates) or F =
E3p/(1 — v?) in plane strain (‘thick’ plates), with the ordinary Young modulus Ej3p
and the Poisson ratio v. Equation (6.1) gives the critical crack length cg for the
spontaneous fracture propagation. In other word, if the sample contains a crack with
the length of ¢, the critical stress for fracture o will be determined by Eq. (6.1).

The above Griffith theory gives a consistent and quantitative picture for the
fracture mode of the Si(111) plane with the surface formation energy of v & 1[J/m?]
[102]. Here the surface formation energy was estimated from several experimental
results and electronic structure calculations [102] (See Appendix C.2). The (110)
plane, another possible cleavage plane in macroscale samples, was also investigated
[103, 104], in which the corresponding surface energy + is obtained on the same
order. To convert physical quantities into an atomistic scale, a typical atomistic
length is introduced

dy = ¥/ve ~ 3[A], (6.2)
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Figure 6.1: Schematic picture of a sample with a crack under the external load o.
The length of the crack is defined as 2c.

where vy is the volume per atom in bulk silicon. The length dy is comparable to
the bond length (2.35 A). The above surface formation energy (y ~ 1[J/m?]) is
interpreted as a ‘chemical’ energy per atom, which is on the order of

Echem = Yd5 = 1 [eV]. (6.3)

The above energy scale can be reduced to the bond breaking energy. A comparable
energy quantity is the heat of fusion (50 kJ/mol ~ 0.5 eV/atom). On the other
hand, an external load of

o~ 1 [GPal (6.4)

can be transformed into the averaged strain energy per atom, which is on the order
of

Estrain = 0dg ~ 107" [eV]. (6.5)

For fracture phenomena, the above two energy quantities should satisfy the inequal-
ity

Estrain <K Echem - (66)
If the above inequality were in the reverse order (grain > Echem ), the energy increase
due to the external load would exceed the total binding energy and all the chemical

bond would be broken. With the above quantities, Eq. (6.1) is rewritten as the
product of dimensionless quantities;

«w _ 2 E qds

d 7 o odl
= 2,5 Ecm (6.7)

™ 9 Estrain
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For a silicon case, the critical length cg is estimated. The Young modulus E is
on the order of 10> GPa. The critical crack length with o = 1[GPa] is given as

_E vy _ 10*|GPa] 1 [J/m?] N
6N XS N TIGPa]  T[GPa = 100 my] ~ 00 lml o (68)

2

Since the critical length cg is proportional to 672 (cg o< 072), the critical length

with ¢ = 10[MPa] will be a macroscale length
cg ~ 1[mm). (6.9)

To see a typical scale of the macroscale fracture experiment, we pick out a recent
fracture experiment [105], in which the sample size is 150 mm x 100 mm x 0.75 mm
and the critical stress is given by o = 5 — 15 MPa.

In short, the above case of the Si(111) cleavage plane is an case that the theo-
retical and experimental results give a consistent picture within the Griffith theory.
One unsettled issue is how and why the cleaved surface is formed in the (111) surface
with the metastable (2x 1) reconstructed structure. As well as the above issue, we

focus on the fracture of nanocrystals, which gives the purpose of the simulations in
Chapter 7.
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6.2 Requirement on atomistic theory for fracture

In this section, the requirement for atomistic theory is discussed in the context of the
fracture simulation of silicon (nano)crystals. Especially, we will compare classical
models and electronic structure calculations. As discussed in the previous section
(Section 6.1), the total (static) energy for fracture phenomena should be written as

total energy)
energy for strain relaxation in bulk region)

(
=
+ (energy for structural changes in surface and/or crack tip region),(6.10)

where we describe the energy contributions from the crack tip region and the other
surface region as one energy term (the second term). In the continuum theory, the
crack tip region is distinguished from the other surface region, due to the singularity
of the stress fields (See Appendix C.2). In the atomistic theory, on the other hand,
there is no reason to distinguish the crack tip region from the other surface region.
In Eq. (6.10), the first energy term originates from small deformation in the bulk
region, which can be described by the theory of linear elasticity. The second energy
term originates from bond breaking and rebonding, which is beyond linear elasticity.
Therefore, the essential requirement for the atomistic theory is to reproduces the
two energy terms in Eq. (6.10).

There are several popular classical potentials for silicon, such as the Stillinger-
Weber potential [82] and the Tersoff potentials [106, 107]. See Ref.[108] for the
comparison between classical potentials. Using classical potentials, several molecular
dynamics simulations have been performed for fracture simulation of silicon crystals.
As a recent one, we pick out a study with 10° atoms [109, 110]. A more recent
work, however, pointed out the limited applicability of classical modelings and the
importance of the electronic structure calculations [103, 104]. As a fundamental
point, it is difficult to construct an unique classical model that can reproduce the
atomic structures for various ‘environments’ of bulk and non-bulk phases. One of the
major difference for the ‘environment’ is the difference of the coordination number
of atoms, which is the crucial difference between the first and second energy terms
in Eq. (6.10). The above difficulty was pointed out, for instance, in the original
paper of the Tersoff potential [107], in which two parameter sets, called ‘Si(B)’ and
‘Si(C)’, were prepared for different environments. In the above context, a dynamical
fracture simulation is one of the severest application, because the environment of
atoms is dynamically changed from the bulk one to non-bulk ones.

As explained in Chapter 3, the difference of ‘environments’ is directly related to
the quantum mechanical freedoms of electronic structures. In Chapter 3, we have
explained how the quantum mechanical freedoms govern the atomistic structures
among solid, liquid and surface phases. These structures are systematically under-
stood by the universal tight-binding theory. For example, the asymmetric dimer of
the Si(001) surface is governed by the following quantum mechanical freedoms; (i)
the hybridization freedom between s and p orbitals, (ii) the orthogonality relation
between wave functions. In the present order-N method, the above two freedoms
are included, which is the main reason why our order-N calculation reproduces the
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asymmetric dimer of the Si(001) surface. We will see, in the next chapter (Chapter
7), these quantum mechanical freedoms are essential in the fracture processes.

Now we discuss possible theoretical connections between the electronic structure
calculation and the classical models. In Section 4.3, we discussed the perturbative
formulation with non sp® wave functions as a key for classical models in non-bulk
phases. Such perturbative formulations will be possible, if reliable unperturbed
wave functions are prepared. For example, the different models will be prepared
in bulk and surface regions, by preparing different unperturbed wave functions.
The applicability of the models is justified, when the calculated perturbative terms
are much smaller than the unperturbed term, which can be checked during the
simulation. The application of the above theoretical approach may be useful for
fracture simulations, but is beyond the present thesis.

Finally, we should say that the atomistic simulation with macroscale number
of atoms (10?* atoms) is impractical, even with the present large-scale electronic
structure calculations and with parallel computers. Therefore, the atomistic theory
of fracture should be reasonably connected to the continuum theory, when we would
like to discuss the fracture phenomena from nanoscale to macroscale. We will discuss
this point later, in the summary of our simulation results (Section 7.7).
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6.3 Energetics of Si(001) surface

The Si(001) surface is important in the general context of the nanoscale material
theory, since it is used as the standard template in the present semiconductor tech-
nology. Here we review the energetics of the related structures, because the Si(001)
surface will appear in the fracture simulation in Chapter 7. As already explained in
Section 3.2, the asymmetric dimers are formed as the basic structure in the Si(001)
surface. In this section, we will discuss (i) flipping freedoms of the asymmetric
dimers and (ii) step structures.

Flipping freedoms of the asymmetric dimers

In experimentally observed Si(001) surfaces, the dimer alignment forms rows, as in
Fig. 6.2. Here the figure (a) shows the dimer rows of the asymmetric dimer in the
alternately buckled configuration, which is denoted as the ‘(4 x 2)’ configuration.
The figure (b) shows, on the other hand, the dimer row of the symmetric dimers,
which is denoted as the ‘(2x1)sym’ configuration. Now the ‘intra-row’ direction is
denoted as the [110] direction in Fig. 6.2, while the ‘inter-row’ direction as the [110]
direction.

Figure 6.2: Geometry of the Si(001) surface with asymmetric dimers (a) and sym-
metric dimers (b). In (a), a black rod shows the reconstructed bond and a red ball
shows the upper atom of the asymmetric dimer. In (b), a bold black rod shows
the reconstructed double bond. The former one is in the (4 x 2) configuration with
respect to the flipping freedom. The geometries are obtained in the calculation of
Fig. 3.2.

Now the fundamentals of the electronic structure are explained for the Si(001)
surface. One surface dimer has, formally, four dangling bond orbitals, as explained
in Section 3.2. Among them, two orbitals are transformed into the o bonding state
and the o* antibonding states, which lie among the two atoms of a surface dimer.
The energy levels of the bonding and antibonding states lie within the energy region
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of the valence and conduction bands, respectively. The other two dangling bond
orbitals are transformed into the two surface states, which are denoted as the ‘n’
and ‘7*’ states. The ‘7’ state, the lower energy state, is occupied and its physical
picture has been explained in Section 3.2. If the ‘7’ state is a m-bonding state in a
symmetric dimer, the ‘r*’ state is the corresponding antibonding state. If the ‘a’
state is an atomic state of the ‘up’ atom in an asymmetric dimer, the ‘7*’ state is
another atomic state of the ‘down’ atom. The corresponding energy levels forms the
surface band that appear within the energy gap between the valence and conduction
bands. As a common feature in Fig. 6.2(a) and (b), the numbers of bond steps
between two nearest neighbor surface dimers are different among the intra- and
inter-row directions. In the intra-row direction, two nearest neighbor dimers lies
with three bond steps, while, in the inter-row direction, two nearest neighbor dimers
lies with five bond steps. From the viewpoint of the nearest neighbor tight-binding
Hamiltonian, two nearest neighbor dimers are coupled with the successive hopping
along three bond steps in the intra-row direction, but along five bond steps in the
intra-row direction. This explanation should result in an anisotropic dispersion of
the surface band along the intra- and inter-row directions. The electronic structure
calculation with a tight-binding Hamiltonian can be seen, for example, as Fig.1 of
Ref. [73], which shows the expected anisotropic dispersion of the surface band; The
surface band shows a large energy dispersion in the intra-row direction, such as
J — K, but shows a small dispersion in the inter-row direction, such as K — J'.
This tendency can be also found in ab initio calculations, such as Fig.19 in Ref. [66].
This fact is consistent to the above explanation with the number of bond steps. Here
two technical comments are added; (i) The electronic structure figures in Ref. [73]
and Ref. [66] are drawn in different definitions of the unit cell. See these papers for
details. (ii) Ab initio electronic structure calculations may be carefully discussed for
surface bands, because the LDA usually underestimates the band gap. See the last
paragraph of Appendix A.1.

With respect to the flipping freedom of the asymmetric dimers, there are several
possible configurations, which are schematically shown in Fig. 6.3. Here an arrow
indicate the buckling of the dimer. In other words, an arrow is a projected vector
from the ‘down’ atom into ‘up’ atom in a dimer. The figure(a) shows the ‘(4 x2)’
configuration, the same structure as that in Fig. 6.2(a). The figure (b) and (c) are
denoted as the (2x2)” and ¢(2x1)’ configuration, respectively. Sometimes the flipping
of the asymmetric dimers is formally mapped to the flipping of virtual ‘spins’. In
terms of the spin structure, the ‘(4x2)’ configuration is the anti-ferro configuration
both in the inter- and intra-row directions. The ‘(2x2) is the anti-ferro configuration
in the intra-row direction but the ferro configuration in the inter-row direction. The
‘(2x 1)’ configuration is the ferro configuration both in the inter- and intra-row
direction. The results of electronic structure calculations are summarized in Table
6.1, which shows the ‘(4 x2)’ configuration is the ground state of the perfect (001)
surface. The energy differences in the table can be understood by the difference
of the coupling constants between the flipping freedoms among dimers. From the
table, we observe the following properties; (i) the energy difference between the
(4x2) and (2x2) configurations is smaller than that between the (2x2) and (2x1)
configurations. This fact is consistent to the above explained fact that the inter-row
coupling is described by the hopping in larger number of bond steps (five bond steps)
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Figure 6.3: Schematic pictures of the reconstructed Si(001) surfaces. The flipping
freedom of an asymmetric dimer are indicated as an arrow from the lower atom to
the upper atom; (a) (4 x 2) configuration, (b) (2 x 2) configuration and (c) (2 x 1)
configuration.

(meV/Dimer) | order-N | exact TB | ab initio
E) — By | 942 624 | 48 + 18
Eiro) — Ewa) | 18.0 1.2 3+ 13

Table 6.1: Calculated energy difference among the different configuration of the
flipping freedom on Si(001) surface. The energies are calculated by the variational
order-N method (present work), an exact tight-binding (TB) calculation [111] and
an ab initio calculation [66].

than the intra-row coupling (three bond steps). (ii) The order-N method results in a
large error from the exact ( diagonalization ) results. The methodological problem,
however, is not only within the order-N method, since Table 6.1 contains the energy
difference in a quite fine scale (meV/atom). Such an energetically delicate structure
should be carefully discussed, generally, in the total energy methods, which is implied
by the large error bars of the ab initio result in Table 6.1.

Here we discuss the dynamics of the flipping freedoms. At room temperature,
the flipping freedoms is not frozen and an STM image is obtained with symmetric
dimers, due to the time average of the flipping motions. Low temperature STM
observations give images with the asymmetric dimers [67]. The above experimental
fact is consistent to the results in Table 6.1, which contains the energy scale smaller
than the kinetic energy of room temperature (300 K &~ 1/40eV). A direct theoretical
approach was done with a model ‘spin’ Hamiltonian [112, 113], which maps the
flipping motion, formally, to that of a two-dimensional ‘spin’ system. The ‘spin’
Hamiltonian contains the spin-spin interaction parameters and the parameters are
determined so as to reproduce the calculated total energies among different ‘spin’
or flipping configurations. As another experimental feature, the atomic scale local
environment, such as surrounding defects or steps, seriously influences the flipping
motion of the dimers. See, for example, the introduction part of a related theoretical
paper [111]. In the paper, the flipping motion on perfect or defective Si (001)
surfaces is studied by tight-binding molecular dynamics with 10 atoms. The flipping
motion was observed experimentally [114], by the time trace of the STM tunneling
current at an atom of flipping dimer with T" = 70 K. The sampling rate is 16.7
kHz (=~ (0.06 ms)~!) and the observed frequency of the flipping motion is 0.81 kHz
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(~ (1.2ms)™'). In short, the flipping freedom of the asymmetric Si(001) surface
dimers can be thermally driven and is sensitive to local atomic scale environments.
Its dynamics is important, at least, for its influence on various processes, such as
epitaxial growth, etching, and chemical reaction.

Step structures and surface strain energy

Experimentally observed Si(001) surfaces contain several step structures and now
their energetics is focused. See a review [115]. The four types of step structures
can be defined in the Si (001) surface. They are denoted as Sx, Sg, Da and Dg
[116], and are shown schematically in Fig. 6.4. Here the letter ‘S’ or ‘D’ indicates
the single (S) or double (D) step structure. The corresponding atomistic pictures
can be seen in Refs.[116, 115] or textbooks.

=3 'y’
A A

=3 A

DA Dp

Figure 6.4: Schematic pictures of step structures on the (001) surface. The four
types of step structures are denoted Sa, Sg, Da and Dg, respectively, according to
Ref. [116]. A red spring indicates the bond of the surface dimer. The asymmetry of
the dimer is ignored in the picture. The actual dimers are asymmetric within the
alternating flipping geometry.

Within a perfect Si(001) surface, the asymmetric dimers are formed in the one
direction , such as the [110] direction in Fig. 6.2. The resultant structure shows
the (2x 1) symmetry, if the flipping freedoms are ignored. Across the single step
structures Sp or Sg, the dimer directions are perpendicular between the upper and
lower atomic layers. In other words, the single step structures is a boundary between
a (2x1) domain and a (1x2) domain. In the Sa structure, the step lies in the parallel
direction to the dimers of the lower atomic layer, while, in the Sy structure, the
step lies in the parallel direction to the dimers of the upper atomic layer. Across a
double step structure, Dy or Dy, the dimer directions are parallel between the upper
and lower atomic layers. In other words, the double step structures is a boundary
between a (2x1) domain and another (2x1) domain on a different atom layer. In
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the Dy structure, the step lies in the perpendicular direction to the dimers, while,
in the Dg structure, the step lies in the parallel direction to the dimers.

The step formation energies for the four types of steps are summarized in Table
6.2. Among electronic structure calculations in the table, the step formation energy
is defined as the loss of the total energy to form the step in the clean surface. An
important consequence from the electronic structure calculations is that, within the
single steps, the S step can be formed easier, or at a smaller energy cost, than the
Sg step

A(Sa) < A(Sp). (6.11)

This result predicts that the Sg step should have many thermally excited kinks that
consists of segments of the Sp steps, due to the small energy cost of the S step.
The Sp step, on the other hand, should not have such kink structures. The above
tendency is seen in STM images. As a reverse problem, the step formation energies
can be estimated, quantitatively, from the STM images [117]. The results are also
shown in Table 6.2. Similar analysis of the STM images is reviewed in Ref.[115].

(eV/2d) A(Sa) | A(Ss) | A(Da) | A(Ds)

Tight-binding [116] | 0.02 | 0.30 | 1.08 | 0.10

Ab initio [118] | 0.18 | 0.24 | 0.6 | 0.34
Experiment [117] | 0.056 | 0.18 - -

Table 6.2: Step formation energies of the Si(001) surface. The upper and middle
columns give theoretical values from the electronic structure calculations. The lower

column gives the estimated values from the analysis of experimental STM images.
d=3.84A.

Now we discuss that the anisotropic surface strain energy is also important in
determination of step structures [119]. The formation of surface dimers causes the
anisotropic surface strain in the dimer direction and the perpendicular direction. If
double steps appear dominantly, the resultant (001) surface are covered only with
the (2 x 1) domains, which accumulates the anisotropic strain energy. The situation
can be schematically shown as

x|l @xn | @x1 [ - (6.12)

where the symbol ‘|| * denotes a double step. The presence of a single step flips
the anisotropic direction between the lower and upper layers. The resultant surface
is covered with (2 x 1) and (1 x 2) domains in the alternately phases between the
single steps, which will reduce the anisotropic strain energy. The situation can be
schematically shown as

| 2x1) | 1x2) | @x1) | - (6.13)

where the symbol ‘| ” denotes a single step. See Refs.[120, 121] for the quantitative
discussion with ab initio calculations. The above discussion predicts that two single
steps (Sa+Sg) should be energetically favorable than a double step (Da or Dg),
from the viewpoint of the relaxing the anisotropic surface strain energy.
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The energy data in Table 6.2 are calculated without the above strain relaxation
mechanism. Table 6.2 gives an inequality

A(Dg) < A(Sa) + A(Sp) < A(Dy), (6.14)

which predicts that the Dy step can be formed easier than the two single steps
(Sa+Sg). The present prediction from Eq. (6.14) contradicts the previous prediction
from the strain relaxation mechanism. In results, the step formations are determined
by the competitive mechanism between the relaxation of surface strain energy and
the step formation energy. If the step interval, denoted as [, is infinitely long (I —
o0), the energetics will be governed by the surface strain and the two single step
should appear. In the opposite limit (I — 0), the energetics is governed by the step
formation energy and the double step should appear. Here we can expect a crossover
between the step interval [. Experimentally, the step interval can correspond to the
misoriented angle 6 in the [110] direction from the ideal (001) surface. A theoretical
estimation gave the prediction of the crossover at § ~ 1.2° — 2.5° [119, 122]. In
experiments, with the miscut angle larger than about 1.5°, double steps begin to
form and their fraction increases with increasing miscut angle toward a maximum
of nearly 100 % at 5-6° [115]. The corresponding STM images of the single-stepped
and/or double-stepped surfaces can be seen in many papers, such as Refs. [117, 122,
115].

Here we would like to point out the analogy between the present theory of step
structures and the Griffith theory of fracture explained in Section 6.1. The crossover
in this section can be expected from the dimensional analysis, because the step
formation energy is scaled as (length)! and the surface strain energy is scaled as
(length)?. The corresponding critical length is that of the step interval. In the
Griffith theory, on the other hand, the critical crack length cg is obtained by the
energy competition between the surface formation energy, scaled as (length)?, and
the bulk strain energy, scaled as (length)®. The analogy is summarized in Table 6.3.
Within the atomistic picture, step formation and surface formation processes can be
commonly classified into ‘chemical” processes in the sense that they are formed with
bond breaking and rebonding processes. The characteristic energy scale is written
as Echem, as in Section 6.1, of which values should be in the same order. On the other
hand, the energy scale of the strain energy egtain should be much smaller than the
chemical energy (strain < Echem), though its actual values may be different among
the two cases. The dimensional analysis gives a critical length scale as

Echem

(6.15)

n=
Estrain

in the unit of the number of atomic layers. As a common feature, the chemical
energy is contributed by a small number of atoms with a large energy scale, while
the strain energy is contributed by a large number of atoms with a small energy
scale. In results, they are competitive in the total energy. For describing the above
competition, the atomistic simulation should be done with a sufficiently large system
size to contain the critical length of Eq. (6.15). We will discuss this point again in
the final chapter of the present thesis (Chapter 8).
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fracture step formation
Chemical energy (&chem) surface (2D) step (1D)
Strain energy (Egtrain) bulk (3D,isotropic) | surface (2D, anisotropic)
Critical length (n = €mem/Estrain) crack length step interval

Table 6.3: The dimensional analysis of the energetics in fracture and step formation.
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Fracture of nanocrystalline silicon
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7.1 Purpose

In this section, we describe the purpose of the present fracture simulations of silicon.
Here the same notations are used as in Section 6.1. We will focus on the dynamical
brittle fracture of nanocrystalline silicon under the external load in the [001] direc-
tion. The (001) surface is focused, because of its general importance in the nano
technology, as explained in Section 6.3. The results will be analyzed with quantum
mechanical freedoms. Especially, we will focus on the following issues;

(I) Dynamical fracture process; how and why the fracture path is formed and
propagate in the crystalline geometry. This issue should include the surface
reconstruction process.

(IT) Fracture behavior of nanoscale samples; its possible difference from the macroscale
samples.

Hereafter we discuss the above two issues more clearly. First, the issue (I) is
discussed. Since fracture is a thermal non-equilibrium process, the atomic struc-
ture on a cleavage surface can be different from that on equilibrium clean surfaces,
which was discussed in Section 6.1. Moreover, when we try to construct a dynami-
cal description, two limiting pictures can be considered, as shown schematically in
Fig. 7.1. In the figure, the surface reconstruction is schematically drawn as surface
dimer formations. One limiting picture is the process of (A)—(B)—(C) and the
other is the process of (A)—(D)—(E)—(C). In the former process, the bond break-
ing processes and the surface reconstruction processes occur simultaneously. In the
latter process, the bond breaking processes ((A)—(D)—(E)) occur first, and, then,
the surface reconstruction processes ((E)—(C)) occur. In other words, the bond
breaking processes and the surface reconstruction process are separated in the time
scale.

Now we turn to discuss the second issue, the issue for the fracture of nanocrys-
talline silicon. As explained in Section 6.1, the Griffith theory is a kind of a dimen-
sional analysis and gives the critical crack length for fracture (cg). In the above
picture, the sample size (L) is larger than the above crack length cq (L > cg), as
in Fig. 6.1. Since the length ¢ is not dependent on the sample size L, the fracture
behavior can be expected to be different from the above picture in case that the
sample size L is smaller than the critical length c¢q (L < ¢g). In this chapter, we
will see such a situation in nanocrystalline silicon, in which the numbers of atomic
layers for these lengths (= cq/do, L/dy) are not macroscale numbers. For example
(see the next chapter), the critical length is given by c¢g ~ 100nm, while the sample
sizes are smaller than 20 nm (L < 20nm). From the analogy with the theory of
nucleation, one can map the above nanoscale situation to the nucleation within a
confined space. Now one can expect a crossover among the system sizes between
the macroscale and nanoscale sample. Such a crossover has been already discussed
in Section 6.3 with the similar dimensional analysis of the theory of step structure
in the Si(001) surface.

The difference between nanoscale and macroscale samples can be discussed also
from a different viewpoint. In the continuum theory of fracture (See Appendix C.2),
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the effect of the crack tip is characterized by the singular stress field

0ij X 3 (r<c), (7.1)
where r = v/x? + y?. The point r = 0 corresponds to the crack tip. The singular
area is given by the assumption of r» < ¢. The assumption of r < ¢ is practical,
only when the crack length is much larger than the atomistic length scale (¢ > dy),
which may not be expected in nanoscale samples.

Finally, we discuss the initial structure and the boundary condition in the frac-
ture simulations. The choice of these conditions is important, because it will severely
restrict the resultant dynamics. In most atomistic simulations [109, 110, 103, 104],
simulations are done in ‘two-dimensional’ samples, in the sense that the simulation
cell is periodic in one direction. Moreover, samples have initial well-defined cleavage
planes. Unlike these works, we do not impose any periodicity and do not prepare
any initial crack plane, so as to discuss the above two issues (I) and (II). We will
investigate the fracture of clusters in different sizes, among 10%-10° atoms, with an
external load in the [001] direction. We will compare the results among different
sample sizes. Though the (001) surface is not the easiest cleavage plane of macroscale
samples, macroscale fracture behaviors will appear, as a crossover, if the sample is
enough large. The present system sizes, up to 10° atoms, seem to be not enough
large for the observation of macroscale fracture behaviors, but the present result
contains a phenomena that is understood as the beginning of the crossover between
nanoscale and macroscale samples. The crossover will be discussed in Section 7.6.
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Figure 7.1: Schematic picture of the two possible fracture processes that contains
bond breakings and surface reconstructions; (A) initial (crystalline) structure, (B)
intermediate structure with reconstructed surface, (C) the final (reconstructed)
structure, (D) intermediate structure with unreconstructed surface, (E) the ideal

(unreconstructed) structure. The surface reconstruction is schematically shown as
dimer formations.
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7.2 Basic properties of fracture simulation

Hereafter, in this chapter, we will present fracture simulations of nanocrystalline
silicon and will discuss the results. In this section, first, we discuss the conditions
of the simulation. Then, the fracture behaviors with a small sample is analyzed.
These fracture behaviors are seen almost commonly among all the samples in this
chapter.

Conditions of simulations

All the samples are isolated tetragonal clusters, whose geometries are labeled with
the number of atomic layers in three axes, such as n199Xng10X7ngp1 OF M110X71170XM001 -
For fracture propagations, external loads in the [001] direction are imposed. Figure
7.2 shows the schematic picture of a sample. Here we define ‘top’, ‘bottom’ and
‘side’ surfaces of the sample as shown in Fig. 7.2. Note that the sample does not
contain an initial crack.

"Top' surface

'Side' surface

[001]

NN

'Bottom' surface

Figure 7.2: Schematic picture of a sample. The external load is shown as red arrows.

The Wannier states at all the sample surfaces are terminated by fixed sp® bond-
ing states and are not reconstructed. The time step of the molecular dynamics is
3 fs. During the simulations, the external loads can be dynamically controlled by
the atoms on the ‘top’ and ‘bottom’ surfaces of the sample. The velocity is chosen,
typically, to be 1072 km/s, which is much slower than that of observed fracture
propagation velocities (on the order of km/s). The total kinetic energy is controlled
to be that with 300 K by the Nosé thermostat method [123, 124]. Note that the
thermostat does not affect the essentials of the fracture dynamics, because the ther-
mostat controls the averaged kinetic energy among all the atoms in the sample (See
Appendix D.4), while the fracture occurs locally. Most of the simulations, a defect
bond is initially prepared, as a seed of fractures, in a central region of the samples.
The origin of the initial defect bond is a short range repulsive potential imposed on
one particular pair of atoms
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Fracture simulation with 91 atoms

We demonstrate the properties with a small sample, with 91 atoms, and the result
is shown in Fig. 7.3. The simulation is done by the exact diagonalization method.
Here two simulation details are explained; (i) The bonds in the figure are drawn
according to the atomic distance, only for an eye guide. Note that, later in this
chapter, we will draw the bonds, due to a quantum mechanical analysis of Wannier
states. (ii) Though the sample is quite small, the tetrahedral structure is well
preserved, even at the surfaces of the sample This is because the surfaces of the
sample are terminated by the Wannier states in sp® bonding states. The present
boundary condition corresponds to the case in which the system is embedded in a
bulk crystal or a tetrahedral sp3-bonded network. If the surfaces of the sample were
terminated by hydrogen atoms, as usually done, the surfaces of the sample would
be deformed, due to the deviation from the sp3-bonded network.
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Figure 7.3: Fracture simulation with 91 atoms using the exact diagonalization
method. Here the bonds are drawn, just for an eye guide, according to the in-
teratomic distance. The direction of the external load is set as the z axis.

Global property of fracture

Here we discuss the global properties of the fracture. The upper panel of Fig. 7.4
shows the stress at the ‘top’ or ‘bottom’ sample surface. The stress is measured
as the averaged force among the atoms on the sample surfaces. The lower panel
of Fig. 7.4 shows several eigen levels that lie near the highest occupied or lowest
unoccupied levels. At the time t = 0, we start imposing the external load. First
we discuss the stress, the upper panel of Fig. 7.4. The fracture begins at ¢t ~ 1.5
ps, when the stress is at its maximum value, and ends at ¢ = 2 ps, when the stress
becomes zero. A small non-zero stress is also seen at ¢t < 0, because the equilibrium
lattice constant in the present small sample is deviated from that in the bulk sample.
In the final state, as in the last snapshot of Fig. 7.3, the sample is completely divided
into two peaces.

Several important physical quantities appear in the upper panel of Fig. 7.4. (i)
The linear region of the stress, 0 <t < 1.5ps, should give the Young modulus FE’q,
since the ‘top’ or ‘bottom’ surface of the sample is controlled by the constant velocity
motion vy. Though the figure shows a large fluctuation in the stress, we estimated
the Young modulus to be Figg = 100GPa, where the estimated value may include
an error on the order of 10 %. This value is comparable with the experimental value
FE190 = 130 GPa (See B.1), Note that the calculated values of the elastic constants
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were discussed in Section 4.3 and the present calculated value should be deviated
from the bulk one, due to the small sample size. (ii) The critical stress of o ~ 2
GPa gives the critical length cq as c¢g &~ 100 nm, from the discussion in Section 6.1.
Within the fracture simulation in this chapter, the fracture begins with the above
order of the stress, in which the averaged bond length is about 10 % longer than
the equillbrium value. As discussed in Section 6.1, the corresponding strain energy
(Estrain) is the order of odj ~ 10~! eV, which is smaller than the bond breaking energy
(Echem ~ 1€V). Since the sample length L of the largest sample in this thesis will be
L =~ 20 nm, the situation in this thesis is that of the nanoscale sample (L < cg),
as discussed in the previous section (Section 7.1). (iii) The period of the fracture
is estimated by 7'~ 2.0 — 1.5 = 0.5 ps. The present sample with 91 atoms gives
the sample length of L ~ 10 A. From the above quantities, the crack-propagating
velocity verack 18 estimated as

L 10[A] 10 x 107°[m]
Ucrack ~ = ~ ~

T~ 05[ps] ~ 0.5 x 10~12[g]

Q

2[km/s], (7.2)

which is almost unchanged among the fracture simulations in this chapter. The
above value is reasonable, because, as explained in Chapter 6, the experimental
value is less than but on the same order of the Rayleigh wave speed (cg = 4.5 km/s).
The above estimation of the physical quantities shows that the present simulation
gives reasonable results.

Here we discuss the electronic structure in the lower panel of Fig. 7.4. In the
figure, the highest occupied and lowest unoccupied levels are plotted as the red and
blue lines, respectively. They are isolated levels in the band gap and their physical
origin is the bonding and antibonding states of the initial defect bond. Hereafter
we define ‘defect’ states, generally, as the electronic states that do not appear in the
crystalline structure. The present definition of ‘defect’ states includes surface states,
as well as states in a point defect. During the fracture (1.5ps < ¢ < 2ps), the level
crossings are seen among several ‘defect’ levels within the band gap. Especially,
the level crossing between the highest occupied and lowest unoccupied levels, red
and blue lines in Fig. 7.4, corresponds to the vanishing of the electronic energy
gap. This is quite understandable, because the covalent bonding is stabilized by the
energy gap between bonding and antibonding states. If the energy gap vanishes,
there is no reason to form a bonding state. The above level crossing mechanism
should be distinguished from the band overlap between the continuum (valence and
conduction) bands. In the final structure, these ‘defect’ states are transformed into
the surface band. Due to the presence of the surface band, the electronic energy gap
in the final structure is less than that of the initial crystalline structure. In short, the
change of electronic structure in Fig. 7.4(b) is interpreted as the change of ‘defect’
states, from two isolated states into a surface band. The change in the electronic
structure directly corresponds to the fracture from the initial defect bond into an
cleaved surface. One may be interested in the simulation without the initial defect
bond. Such simulation will be discussed in the next section with larger samples.
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Stress [GPa]

Energy level [eV]

Figure 7.4: Fracture simulation using the exact diagonalization method. The sample
contains 91 atoms, of whose geometry is given in Fig. 7.3. The surface stress (upper
panel) and several eigen levels (lower panel) are plotted as a function of the time.
In the eigen levels, the highest occupied or lowest unoccupied levels are plotted as
the red and blue lines, respectively.
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Elementary process

Here we describe the elementary fracture process that includes the bond breaking
and surface reconstruction processes. Figure 7.5 shows a typical elementary process
of a Wannier state |¢;), in which we monitor the one-electron energy ¢; = (¢;|H|®;)
and the weight of s orbitals () defined in Eq. (3.9). The origin of the time (¢ = 0)
is chosen as the time when the energy ¢; has its peak. The time £ = 0 corresponds
to the time of bond breaking, as discussed below. A schematic picture of the pro-
cess is shown in Fig. 7.6; (a) bulk structure — (b) unreconstructed surface — (c)
reconstructed surface. Small filled circles or solid lines are atoms or bonds that lie
in this plane. Small open circles or dashed lines are atoms or bonds that do not lie
in this plane. Large open circles are atomic lone pair states. Figure 7.6(d) shows the
related energy levels, which is almost the same as in Fig. 5.10. Only one difference
between Figs 7.6(d) and 5.10 is the fact that, in Fig. 7.6(d), the sp® bonding level
indicates the energy of the bulk Wannier state (ews = —5.08¢V). Before the bond
breaking (¢ < Ops), the wave function |¢;) is a bonding state in the bulk region,
deformed due to the external load. At ¢ &~ 0ps, a bond breaking occurs; the wave
function |¢;) loses the bonding character with rapid increase of the bond length.
Then (0 ps<t<0.2ps), the wave function is transformed into a lone pair state local-
ized on one atom, since another bond is broken almost simultaneously at one of the
nearest neighbor bond sites. In result, a two-fold coordinated atom appears, as in
unreconstructed surfaces, which is shown schematically in Fig. 7.6(a)—(b). Within
the above process (0 ps<t<0.2ps), the increase of f!) (0.6—0.8) causes the energy
gain estimated to be —0.2x (¢, —¢s) &~ —1.3eV, which explains the energy gain in
the figure (g, = —2.7¢V — —3.8eV). This can be classified into a dehybridization
process, as explained in Section 3.2. Finally, after the thermal motions with a fi-
nite time (£ ~ 0.4ps), a pair of two-fold coordinated atoms forms an asymmetric
dimer with a ¢ bonding state |¢;), which is shown schematically in Fig. 7.6(b)—(c).
The resultant asymmetric dimer was discussed in Section 3.2. The corresponding
covalent-bonding energy, defined in Eq. (3.20), is AgEC"V) ~ —1.9 eV. This energy
explains the gain in the figure (¢;=—3.8eV — —4.8eV) and the energy loss (about
1.3eV) due to the decrease of fs(i) (0.8 — 0.6). This asymmetric dimer is preserved
until the end of the simulation, during a couple of pico seconds. In conclusion, the
reconstruction process is decomposed into two stages; (i) the formation of two-fold
coordinated atoms or an unreconstructed surface, (ii) the formation of a reconstructed
surface dimer. The above two-stage reconstruction process is commonly observed in
the present fracture simulations.
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Figure 7.5: Wannier state in the elementary bond breaking and surface reconstruc-
tion process; The one-electron energy ; = (¢;|H|#;) and the weight of s orbitals f(
are plotted as functions of time.
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Figure 7.6: (a) (b) (c¢) The schematic pictures in the elementary bond breaking and
surface reconstruction processes; (a) crystal structure, (b) unreconstructed surface

and (c) reconstructed surface. (d) Several energy levels of the Wannier state (See
Fig. 5.10).
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Figure 7.7 shows the calculation of the total density of state (DOS) Dy (¢) and
the partial density of states D;(e) for the above-discussed Wannier state |¢;). In
Fig. 7.7, the snapshot (a) is that before the bond breaking (¢ = —0.1ps) and (b) is
that just on the bond breaking time (¢ = 0). The total and partial DOS are defined
as

L.
Dioi(e) = - schano Im Tr [ n ieo} (7.3)
1 1
DZ((?) = —; EIOIQO Im(gf)z\ o+ @'50 |¢z> (74)

The practical calculations are done by the explicit matrix inversion with a finite
value of €y. In result, the total DOS profile changes its character with the creation
of a ‘pseudo gap’ in the energy region slightly higher than the chemical potential.
This corresponds to the formation of surface dimers, which stabilized the electronic
structure energy. Such a stabilization mechanism is commonly observed in covalent
materials, as explained above. Except the creation of the ‘pseudo gap’, however,
the total DOS is not significantly changed between the two snapshots, since the
fracture occurs locally and the rest part of the system keep the character of the bulk
electronic structure. A drastic change is seen in the partial DOS D;(g) between the
two snapshots. In the snapshot (a), the partial DOS is distributed among almost
all the energy range of the occupied levels, which is a typical character of the bulk
Wannier state. In an ideal diamond crystal, all the bond sites are symmetrically
equivalent and the partial DOS of a Wannier state is proportional to the DOS of the
valence band. In the snapshot (b), on the other hand, the partial DOS has the main
sharp peak near the atomic sp? level (e,=-0.4eV). The sharpness of the peak implies
that this wave function should be similar to the eigen state of an sp? dangling bond
orbital. The partial DOS has also a sharp peak at a low energy region near the
atomic s level (e,=-5.45¢V). The contribution of such a low energy atomic level is
essential for the dehybridization mechanism in the present elementary process, as
discussed above.

(a) Before (t=-0.1ps) (b) Just (t= 0.0ps)
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Figure 7.7: Total DOS D(¢e) and Partial DOS for the Wannier state D;(¢) in the
course of the bond breaking process described in Fig. 7.5. The snapshot (a) is a
snapshot before the bond breaking (¢ = —0.1ps) and (b) is that just on the bond
breaking time (¢ = 0). The chemical potential is indicated as the red arrows.
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Here we emphasis the crucial importance of the quantum mechanical freedoms in
the above process. The importance can be seen in the fact that the bond breaking
do not occur at a single bond site, but occur at two successive bond sites. The
bond breaking at a single bond site is quite difficult to occur, because the resultant
single dangling bond state would be quite instable. The bond breaking at successive
two bond sites, on the other hand, is easy to occur, because the resultant two-fold
coordinated atom can have a atomic lone pair state and can be stabilized by the
dehybridization mechanism. The importance can be also seen in the fact that the
peak value of ¢;, the value at ¢t = 0 in Fig. 7.5 is not unique among the Wannier
states in the fracture process. The peak value is affected by the other Wannier
states |¢;) under the orthogonality constraint. The importance of the orthogonality
between the Wannier states can be seen in the following fact of Fig.7.6(d); the atomic
slevel (e = —5.45eV) is lower than the energy level of the bulk Wannier state (eyws =
—5.08eV). This fact means that the bulk Wannier state |¢;) at € = ews would occupy
immediately the atomic s orbital, if it was vacant. In summary, the elementary
fracture process is described by the energy competition among several Wannier states
and the essential quantum mechanical freedoms are the dehybridization mechanism
and the orthogonality constraint.
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7.3 Effect of dehybridization mechanism

From the analysis in the previous section (Section 7.2), we found that the dehy-
bridization mechanism is essential for the elementary fracture process. In this sec-
tion, we will clarify the importance of the dehybridization mechanism using the
comparison with an artificial material.

Preparation of artificial material

The artificial material is given by a modified tight-binding Hamiltonian of silicon.
The modification is done by tuning the difference of the atomic p and s levels to be
zero (e, — s = 0). The corresponding metallicity parameter is given by oy, = 0.
All the other parameters in the tight-binding Hamiltonian are the same as that in
the silicon case. We have discussed, in Chapter 3, that such a parameter tuning
reproduces the variety among the group IV elements within the universal tight-
binding theory. The artificial material is a semiconductor with sp® bonding states.
The values of the band gap and the band width are comparable to those in silicon,
as is seen below. The weight of s orbital is f; = 0.247 in the bulk state, which means
an almost ideal sp® hybridization. The crucial difference of the artificial material
from silicon is the lack of the dehybridization mechanism. Since the dehybridization
mechanism originates from the energy gain due to the increase of s component, such
mechanism can not be seen in the artificial material because of e, —e5 = 0. We
will see that the lack of the dehybridization mechanism is crucial for the simulation
result.

Silicon case (‘617A’ sample)

Before the comparison, we discuss the silicon case. So as to eliminate the numerical
error of the order-N method, the exact diagonalization is used here. The sample is
cubic with 617 atoms, which is a larger sample than that in the previous section.
Unlike in the previous section, the present sample does not contain the initial defect
bond. The present sample is referred to ‘617A’ sample. The results of the fracture
simulation are shown in Fig. 7.8 and Fig. 7.9. The time £ = 0 corresponds to the
beginning of imposing the external load. The fracture begins at t ~ 4.5ps and the
sample is divided into two peaces. The final structure will be shown later in this
section. Figure 7.8 shows the eigen energies near the highest occupied or lowest
unoccupied levels. Figure 7.9 shows the surface stress and the eigen energies as the
function of time. Unlike the figures in the previous section, here we plot all the eigen
levels in the lower panel of Fig. 7.9. At the initial structure, the highest occupied
and lowest unoccupied levels locate at by € &~ 0eV and € ~ 1.3eV, respectively.

Now several comments are added; One may find another energy ‘gap’, in a lower
energy region (—8eV < e < —7eV). This ‘gap’, however, is due to the finite size
effect and is not essential. One may observe a global property of the sample in
Fig. 7.9; the band widths of the valence and band bands decrease with increasing
the external load before the fracture (¢ < 4.5ps) but turn to increase after the
fracture This is understandable as follows; In general, a band width is determined
by the transfer integral. If a lattice is deformed with a longer lattice constant, the
transfer integral and the band width will decrease.
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Here we discuss the electronic structure in the present fracture simulation. Though
the initial defect bond is not prepared in this sample, several ‘defect’ levels within
the band gap can be found in the initial structure. They are separated from the
continuum valence or conduction band. These ‘defect states’ should originate from
the sample surfaces. When the fracture begins at the critical external load, on the
order of GPa, the electronic energy gap vanishes. After the fracture, an electronic
energy gap appears again with a smaller value than that of the initial structure. The
energy gap of the final structure corresponds to that in the surface band. Since the
microscopic pictures are the same in the previous section, we do not repeat them
here.

Energy level [eV]

Time [ps]

Figure 7.8: Selected eigen energies in the ‘617A’ sample as the function of time. The
highest occupied and the lowest unoccupied levels is plotted as the red and blue lines,
respectively. Several levels near the highest occupied and lowest unoccupied levels
are plotted as (colored) lines. The other levels are plotted as dots.

Comparison with artificial material (‘617B’ sample)

The fracture simulation of the artificial material, or the modified Hamiltonian, is
done with the same sample geometry as the silicon case (‘617A’ sample). This
sample of the modified Hamiltonian is referred to ‘617B’ sample. The simulations
of the ‘617A’ (silicon) and ‘617B’ (artificial material) samples are done with the
same conditions except the modification of the tight-binding parameters. Figure
7.10 shows the resultant final structures of the silicon case (a) and the modified
Hamiltonian case (b). Unlike the silicon case, the artificial material is not divided
into two peaces, but shows a formation of a disordered or amorphous region. Figure
7.11 shows the dynamics of forming an amorphous region. The results in the ‘617B’
sample are shown in Fig. 7.12 and Fig. 7.13, which are compared with those in the
‘617A’ sample, Fig. 7.8 and Fig. 7.9, respectively. One may find a difference between
the two materials, as the fact that the stress values at ¢ = 0 in the ‘617B’ sample
is deviated from zero. This is because the equilibrium bond length is different from
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the silicon case, which is not essential for the fracture behavior. Figure 7.13 shows
the surface stress and the eigen energies, as the functions of time. The artificial
material has a finite energy gap that is comparable to that of the silicon case. When
the fracture begins, the surface stress is given on the order of GPa, and the electronic
energy gap almost vanishes. In the final structure, an electronic energy gap appears
but is smaller than that of the initial structure. All the above features in the eigen
energy levels is quite similar to those in the silicon case, in Fig. 7.9.

Hereafter we will discuss why the two cases differ in the final structures, though
they are similar in the stress and the eigen-value distribution. The creation of a
cleaved surface and a local amorphous region can be understood by the dynamical
structural changes so as to release the bulk strain energy. The releasing the bulk
strain energy can be seen commonly in the lower panel of Fig. 7.9 and Fig. 7.13, as
recovering the band width after the stress has its peak. The difference of the two
cases is the presence or the absence of the stability mechanism of a cleaved surface.
In the silicon case, as explained in Fig. 7.5, an two-fold coordinated atom appears
after the bond breaking. The two-fold coordinated atom is stabilized by the dehy-
bridization mechanism, or the increase of s components (f;). This dehybridization
mechanism is essential, because the atomic level difference (g, — ¢5) is so large to
be comparable with the bond breaking energy (2|3|). In the present artificial ma-
terial, on the other hand, the atomic level difference is zero (¢, — &5 = 0) and an
unreconstructed surface cannot be stabilized by the dehybridization mechanism.

The present comparison shows the essential role of the dehybridization mech-
anism in the present brittle fracture of silicon, which is seen as the fact that the
brittle fracture does not occur in a system without the dehybridization mechanism.
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Figure 7.9: The stress and all the eigen energies in the ‘617A’ sample as the function
of time. All the energy levels are plotted as dots.
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(a) Silicon case

Figure 7.10: The final structures of (a) the silicon case (‘617A’ sample) and (b) the
modified Hamiltonian (‘617B’ sample). Here the bonds are drawn, just for an eye
guide, according to the interatomic distance.
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(d)

Figure 7.11: Snapshots of the dynamical fracture simulation of the ‘617B’ sample
with 617 Si atoms. The time interval between successive two snapshots is At = 0.3
ps. Here the bonds are drawn, just for an eye guide, according to the interatomic
distance.
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Energy level [eV]

Time [ps]

Figure 7.12: Selected eigen energies in the ‘617B’ sample as the function of time.
The plotting manner is the same as in Fig. 7.8.
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Figure 7.13: The stress and all the eigen energies in the ‘617B’ sample as the function
of time. The plotting manner is the same as in Fig. 7.9.



130 CHAPTER 7. FRACTURE OF NANOCRYSTALLINE SILICON

7.4 'Technical details of the dynamical simulation

Here we discuss several technical details of the large-scale simulations that will be
done in the rest of this chapter. The fundamental theory for large-scale simulations
was discussed in Chapter 4 and 5. This section explains additional details, especially,
details for dynamical simulations. Two points are mainly discussed.

Dynamical control of localization region for Wannier state

The first point is how the localization region for each Wannier state is determined in
the variational order-N method, which governs the balance of the accuracy and the
computational costs. As a test calculation, we calculate fracture simulations of a
small system size (91 atoms) using different controlling methods. Figure 7.14, show
the stress value, so as to monitor the accuracy of the simulation methods.

3.5 '
Exact Diag. (1)
IR Exact Diag. (2)
—— Order-N (FC1)
—— Order-N (FC2)
2.5 | ——Order-N (CC)
‘<
ol 2
O,
7 1.5
]
=
N 1
0.5
0 |
-0.5

Figure 7.14: The stress value in the fracture simulations with different methods;
Exact diagonalization methods with different temperature parameters in the Fermi-
Dirac form are denoted as ‘Exact Diag. (1)’ and ‘Exact Diag. (2)’ . The variational
order-N method with the constant cutoff radius for the localization constraint is
denoted as ‘Order-N (CC)’. The variational order-N methods with the flexible cutoff
radius are denoted as ‘Order-N (FC1)’ and ‘Order-N (FC2)’, whose difference is

discussed in the text.

We calculate the exact matrix diagonalization method as reference data. When
the fracture occurs, the electronic energy gap vanishes, as seen in the previous
sections. In the exact diagonalization method, the density matrix is given by the
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fractional occupation with a finite temperature form

p =168 fulen) (0177, (7.5)
k

where the wave functions {¢\"®} are eigen states with eigen energies £\™®. The

occupation number fk(s,(fig)) is given by a Fermi-Dirac function with the chemical
potential 1 and a temperature parameter Tepec

1

filew) = 1 Pty

(7.6)

The temperature parameter 7y is usually chosen for the numerical stability and
is not necessarily equal to the temperature of the system. We achieve the exact
diagonalization calculations with the different electronic temperatures; the case with
Telee = 0.1[€V] is denoted as ‘Exact Diag. (1)’ in the figure, while that with 7. =
0.01[eV] is denoted as ‘Exact Diag. (2) .

We also calculate using the variational order-N method with different localization
constraints. As explained in Section 4.3, we should control only the cutoff radius
rgcut) for each Wannier state |¢;). We calculate with several controlling methods of
the cutoff; the constant cutoff (CC), the flexible homogeneous cutoff (FC1) and the
flexible inhomogeneous cutoff (FC2), which will be explained below. The resultant

stress values are shown in Fig. 7.14 with the symbols ‘(CC)’ , {(FC1)’ and ‘(FC2)’.

0.1 ‘
—— WS's with 'medium' radius
——WS's with 'large' radius
0.08 -
0.06 | I .

0.04 84

‘ ’ |'{ ‘ ‘ 1

Time [ps]

Fraction of number of WS's
[ 1/ (total number)]

Nllt \ ‘

Figure 7.15: The fraction of the Wannier states with the ‘middle’ or ‘large’ cutoff
radius. This quantity is used in the ‘flexible inhomogeneous cutoff” method, which
is denoted as ‘(FC2)’ in Fig. 7.14.
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Here we explain the above three cutoff methods in the variational order-N meth-
ods. In the initial sample without deformations, we choose the perturbative Wannier
state as the initial state of the variational order-N method. Since the perturbative
Wannier state extends over 20 atoms, as shown in Fig. 5.7, the cutoff radius should
be, at least, enough large to contain these atoms. In the above case of the constant
cutoff (CC), we choose the cutoff radius as the constant value of r§cut) = 2.5dp,

where do(= 2.35A) is the equilibrium bond length. This value is chosen for all
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Wannier states through the simulation. Without an external load, this cutoff sets
the localization region of the Wannier states to about N, = 40 atoms. We should
say, however, that the choice of the constant cutoff method is not appropriate in
the present fracture simulation. In the present fracture simulation, the sample will
be stretched by the external load. In other words, the system will be somewhat
dilute and the number of atoms within a Wannier state will decrease, if a constant
cutoff is used. A better way is to control the number of atoms in the localization
region, not the radius in the distance rgcut). Since the computational cost in the
present tight-binding calculation is determined by the number of atoms, not the
spatial volume, the computational cost will be not significantly changed with the
above controlling method. We call such methods as ‘flexible homogeneous cutoft’
method, referred as ‘(FC1)’ in Fig. 7.14. In this method, the cutoff radius rl(cut) is
chosen so that the localization radius contains, at least, a finite number of atoms
(Nl(c)). We choose the value Nl((fc) = 40 in the ‘(FC1)’ case in Fig. 7.14. The word

ocC
‘homogeneous’ is used, because the unique minimal number of atoms (lefg

among all Wannier states. In results, the cutoff radii ™" may be different among
the Wannier states but the number of atoms within the localization region (N[ )

) is used

always satisty lef(): > lefg = 40. Now we explain the third method. In the present
fracture simulation, the Wannier states only near the cleavage area are significantly
changed. Especially at the beginning of the fracture, the electronic band gap is
vanished and the localization constraint should be relaxed so as to reproduce the
physical quantities. We can monitor the error (|0¢;|) of a Wannier state from its
exact solution, as explained in Section 5.2. Using the above values, we can set dif-
ferent minimal atom numbers Nl(occ) among different Wannier states. We call such

methods as ‘flexible inhomogeneous cutoft’, which is denoted as ‘(FC2)’ in Fig. 7.14.
Here we prepare three minimal atom numbers, that is, lefcl ) = 40 for ‘small radius’
2 = 60 for ‘middle radius’ , (3 = 80 for ‘large radius’. We also define the

’ loc — loc
average of the errors among the Wannier states;

Sbur = 2 1064 (7)

If the error of a Wannier state (|0¢;|) is almost the same as its averaged value (|d¢;| <

1.20¢4y ), we require the minimal atom number for ‘small radius’ (Nl(oiz = lefcl ) = 40)

to the Wannier state . If the error of a Wannier state (|0¢;|) is slightly larger than
its averaged value (1.20¢., < [0¢;| < 1.5d¢,y), we require the minimal atom number

for ‘middle radius’ (NI(OZ) = Nl(;f) = 60) to the Wannier state. If the error of a

C

Wannier state (|0¢;]) is larger than 150 % of its averaged value (1.50¢., < [0¢|),

we require the minimal atom number for ‘large radius’ (N = 1(;3 ) = 80) to the
Wannier state. Fig. (7.15) shows the fraction of the number of Wannier states that
are required the minimal atom numbers for ‘middle’ or ‘large’ radii. We plot the
period 9ps < t < 12ps, in which the fracture begins. From the figure, we observe

that the ‘middle’ cutoff (N\?) is required to less than 10 % among all Wannier

ocC
states and the ‘large’ cutoff (Nl(‘fg’ )) is required to less than 3 % among all Wannier
states. The increase of the computational cost due to the requirement of the ‘middle’
or ‘large’ radius is not serious in the total cost.
Here we compare the resultant stress by these five methods, shown in Fig. 7.14.
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In Section 7.2, we derived three important physical quantities; (i) the Young mod-
ulus, from the gradient in the linear (small load) region, (ii) the critical stress for
fracture, from the peak value, (iii) the fracture propagation speed, from the be-
ginning and the end of the fracture. If one estimate these values from the graphs
of the different methods, no significant difference is obtained. Though the above
agreement is satisfactory for the discussion of the fracture mechanism, we exam-
ine here the difference extensively. We replot Fig. 7.14 with finer scales, which are
shown in Figs.7.16 and 7.17. Figure 7.16 shows the stress within a region of small
external load, Here we can see that, if we delete the data of the constant cutoff
(CC) method, in (b), the trajectories among the other four methods will be in a
better agreement. In other words, the flexible cutoff methods, denoted ‘FC(1)’ and
‘FC(2)’, are better controlling methods than the constant cutoff method. Moreover
we can see in Fig.7.16(b) that the two flexible cutoff methods are indistinguishable
in the trajectories. The two diagonalization methods are also indistinguishable in
the trajectories. Figure 7.17. shows the stress in a region of small external load. We
compare the four method except the constant cutoff method. We can see that no
significant difference is found in the trajectories of the two diagonalization methods,
as in Fig.7.16(b). The difference of the critical external load or the time for the
beginning of fracture is due to the local fluctuation, which is not essential for the
fracture theory. The same conclusion can be applied to the two order-N methods.

In summary, we have tested three controlling methods for localization constraints
in the variational order-N method; the constant cutoff (CC) method, the homoge-
neous flexible cutoff (FC1) method and the inhomogeneous flexible cutoff (FC2)
method. The latter two methods are slightly better than the former one, though it
is not significant in the results of the present fracture simulation. Since this test is
only one example, we do not make a general conclusion for the controlling methods.
The important point is that we provide the practical methods for controlling the
accuracy and the computational costs.

Exact Diag. (1)
fffff Exact Diag. (2)
Order-N (FC1)
—— Order-N (FC2)
H ——Order-N (CC)

— Exact Diag. (1)
fffff Exact Diag. (2)
——Order-N (FC1)
—— Order-N (FC2)

Stress [GPa]

Time [ps] Time [ps]

Figure 7.16: The stress value in the fracture simulations with different methods; All
the data are the same as in Fig. 7.14 but are plotted with different scales on the
axes. The two graphs are plotted with (a) and without (b) the constant cutoff (CC)
method.
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Figure 7.17: The stress value in the fracture simulations with different methods; All
the data are the same as in Fig. 7.14 but are plotted with different scales on the
axes. The graph is plotted without the constant cutoff (CC) method.
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Dynamically-controlled hybrid scheme

The second point is the hybrid scheme in the dynamical simulation. In the fracture
simulations with 10% atoms or more (Section 7.6), we use the hybrid scheme between
the variational and perturbative order-N methods. In systems smaller than the
above size (Section 7.5), the variational procedure is used in the whole region. As
explained in section 4.4, the hybrid scheme works well by dividing Hilbert space. One
technical point in the practical molecular dynamics is how to define the subsystem
or how to select the member of the Wannier states treated in the variational method.
In the fracture simulation, the variational method should be used only for selected
Wannier states near fracture regions. During the fracture simulation, some of the
variational Wannier states change their character dynamically from the bulk (sp?
bonding) states to surface ones, as discussed before. The other wave functions, in
bulk regions, keep the character of the bulk bonding state and can be obtained by
the perturbative method.

In our program code, the member of the selected Wannier states can be dynam-
ically controlled. We call the method ‘dynamically-controlled hybrid scheme’. In
the dynamical scheme, the treatment of one Wannier state can be switched from
the perturbative method into the variational method. This switching is a ‘one-way’
algorithm. The present program code does not contain the ‘reverse’ switching, the
switching from the variational method into the perturbative method. The ‘reverse’
switching will be discussed later. Now we restrict the switching to the switching
from the perturbative method into the variational method. The switching is simply
done by setting the perturbative wave function as the initial wave function for the
iterative procedure in the variational method. Such a switching means the redef-
inition of the subsystems py and pg = p — pa, which is well-defined in quantum
mechanics and is automatically done in the program code. The algorithm is con-
trolled by the criterion of the switching. The switching of a Wannier state ¢; should
be done, when the perturbative treatment is broken down. A good quantity for the
criteria is the weight of the non perturbative term, |C°|? in Eq. (5.24). This value
should be nearly equal to one (|Cy|* = 1) for the justification of the perturbative
treatment. In the bulk crystal, the value of |C°|? is |C°|> = 0.94. Here we denote
the weight as w; = |C°]? for the i-th Wannier state ¢;. During the simulation with
an external load, the value will decrease, due to the deformations. For the switching
into the variational treatment, we can set a critical value w, for the weight w; as the
lower limit for the perturbative treatment (w; > w.). In general, an universal value
for the criteria is not a good choice, because the value in the bulk case, w; = 0.94 in
the present silicon case, varies among the materials. A good reference for the critical
value is the averaged value w,, among the weights of the perturbative Wannier states
{w;};. The critical value can be set, for example, as w. = 0.95w,,. Such a choice is
reasonable, because the variational treatment should be done on the Wannier states
in a local region with large deformations. The fracture will begin at such a local
region.

Figure 7.18 shows an example of the dynamically-controlled hybrid scheme, in
which selected Wannier states are plotted as atomic pairs of red balls. The sample
contains 4501 Si atoms and one initial defect bond. The external load is imposed,
but the fracture has not yet occurred. The figure is plotted in the following manner;
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In the initial structure, or in the ideal crystalline geometry, all the Wannier states
are treated in the perturbative method. The corresponding figure should contain
no red ball. During the simulation with the [001] external load, a pair of red balls
should appear in the figure, if one Wannier state is switched into the variational
treatment. In Fig. 7.18, we observe a region of many red balls inside the sample,
which is a region near the initial defect bond. This is because a large deformation
is introduced in this region, due to the presence of the initial defect bond. The
corresponding Wannier states are fairly deviated from bulk ones. We also observe a
region of many red balls near the sample edges. This is because the corresponding
Wannier states, those near the sample edges, are deviated from bulk ones, due to
the difference of the environment. The above selection of the variationally treated
Wannier states is quite reasonable, because the regions near the initial defect bond
and near the sample edges are the candidates for the fracture seed. We will see
the fracture simulation of this sample, in Section 7.5, using the variational method
for all Wannier states. In results, the fracture begins at the initial defect bond,
if it is contained. If not, the fracture begins at bond sites at the sample edge. In
short, the dynamically-controlled hybrid scheme is done with the switching from the
perturbative treatment into the variational one. The switching procedure is done
automatically with a reliable threshold for each Wannier state.

S

L“L*L"‘A’*

Figure 7.18: Top (a) and three-dimensional (b) views of selected Wannier states for
the variational treatment in the dynamically-controlled hybrid scheme. The sample
contains 4501 atoms and the sample edges are plotted as lines. A selected Wannier
states is plotted as an atomic pair of red balls. Other atoms are invisible. The
figures are plotted in the ideal crystalline geometry for an eye guide, though the
actual sample is deformed with an external load in the [001] direction.

Though the dynamically-controlled hybrid scheme works fine in the above ex-
ample, we do not use the scheme in the practical fracture simulations in this thesis,
One practical problem for large-scale simulations is the limitation of the built-in
memory size. In the variational method, unlike the perturbative method, the wave
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function of the Wannier state should be stored in the memory. If one Wannier
state is switched into the variational treatment, the required memory size will in-
crease so as to store the Wannier states. In fracture simulation, as explained above,
the number of the variationally treated Wannier states will increase with fracture
propagation. If the built-in memory size is not enough large, the simulation has
a possibility to exceed the limitation of the built-in memory size. Of course, the
possibility depends on the balance of the sample size and the hardware environment.
The dynamically-controlled hybrid scheme will be used in different systems and/or
different hardwares. Another problem in the present dynamically-controlled hybrid
scheme is the lack of the ‘reverse’ switching, the switching from the variational
method into the perturbative method. The ‘reverse’ switching may be important,
for example, in the simulation of crystal growth, because the number of Wannier
states in the bulk (sp?) bonding character will increase due to the crystal growth.
It is also noteworthy that the switching from the variational method into the per-
turbative method will save the required memory size. A practical algorithm for the
‘reverse’ switching is one of future works.

Other technical details

Finally, we explain several tips that are used in the present hybrid scheme for better
numerical results; One is the correction of the absolute value of the total energy.
The one-electron energies of the perturbative wave function ¢} T are slightly different
from those of the variational wave function ¢}®. Its typical values is less than 0.1
eV, as explained in Section 5.5. The above difference

Ac, = (6FTHIOTT) — 0V H|o™) (7.9

may cause a discontinuity of the absolute value of the total energy, when the wave
function is switched from the perturbative treatment into the variational one. To
avoid the discontinuity, we correct the absolute value of the total energy Aeg;, when
the switching occurs. This correction is made only for the absolute value of the
total energy, which does not affect any atomic or electronic structure. Another tip
is the correction of the equilibrium bond length. As discussed in Section 4.3, the
equilibrium bond length in the perturbative method is slightly deviated, by about
2 % from the correct value. If the hybrid scheme, the above difference may cause
an artificial lattice mismatching between the regions of variational and perturbative
Wannier states. We correct this problem by introducing an additional (classical)
potential on the atomic pairs that are the centers of the perturbative Wannier states.
If the switching occurs for one Wannier state, the corresponding additional potential
will be vanished, which is automatically done in the program code. The above
correction is reasonable, though no detailed investigation is made for the actual effect
on the present fracture theory. From a general viewpoint, the lattice mismatching
of 2 % is not negligible in some cases. For example, the lattice constants between
silicon and germanium differ only by 4 %. The above difference is crucial, when one
discuss the Si/Ge interfaces.
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7.5 Fracture simulation with thousands of atoms

In the present and next sections, we present and analyze fracture simulations with
larger samples. We will focus on the reconstructed structures on the cleaved surface,
which can not be discussed in smaller samples. This section describe the sample with
4501 atoms. The sample is a cubic cluster that is labeled, by the number of atomic
layers, as ny Xxny, xn, = 33x33x33. The sample size in the length scale is given
as Ly x Ly x L, = 4.344nm x 4.344nm x 4.344nm. Simulations are done by the
following conditions. Within the atoms on the ‘top’ or ‘bottom’ sample surfaces,
the z component of their motion is under the constraint of the constant-velocity
motion, as in Fig. 7.3. No other constraint is imposed on atomic motions. Two
samples with 4501 atoms are simulated. One is the sample with the initial defect
bond, which is denoted as ‘4501A’ sample. The other is the sample without the
initial defect bond, which is denoted as ‘4501B’ sample.

Here a quantum mechanical analysis will be done in the simulation results. As
discussed in Section 7.2, the elementary fracture process accompanies the two-stage
reconstruction process of Wannier states. To observe such elementary processes, all
the Wannier states are classified into bonding orbitals or atomic orbitals, according
to the weight distribution among atoms. The bonding orbital is shown as a rod,
while the atomic orbital is shown as a ball. Moreover, we use the color for the
further analysis. For bonding states, the black rods are the reconstructed bonds
that are not seen in the initial (crystalline) structure, while the white rods are the
bulk bonds that are seen in the initial structure. For atomic states, the colors of the
ball correspond to the weight of the s orbitals (f®); ()0 < f& < 0.2 for the blue
ball, (ii)0.2 < f® < 0.3 for the cyan ball, (iii)0.3 < f® < 0.4 for the white ball,
(iv)0.4 < £ < 0.5 for the green ball, (v)0.5 < f < 0.6 for the yellow ball and
(vi)0.6 < £ < 1 for the red ball, respectively. Note that the bulk bonding state
gives the value of f{) = 0.36.

Sample the initial defect bond (‘4501 A’sample)

Figures 7.19, 7.20, 7.21, 7.22 show the result of the ‘4501A’ sample, the sample with
the initial defect bond. In the final structure, the sample contains a (001) cleavage
plane atomistically flat except the area near the sample surfaces. We also observe,
in Figs.7.21 and 7.22, that the atomic layer with the initial defect bond has grown
as the cleavage plane.

The resultant cleavage surface contains many asymmetric surface dimers that
have red or yellow balls, which corresponds to Fig. 3.2 in Section 3.2. Such a ball
corresponds to the atomic ‘7’ state localized on the ‘upper’ atom with a high value
of f5, as explained in Section 7.2. The resultant cleavage surface also contains many
two-fold coordinated atoms that have two back bonds (white rods) and a lone pair
atomic state (ball). This is because the two-fold coordinated atoms are metastable,
as explained in Section 7.2. Since the present fracture simulation is a thermally
non-equilibrium dynamics within a few pico seconds, such a metastable atom can
be preserved until the end of the simulation.
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Sample without the initial defect bond (‘4501B’sample)

Figures 7.23, 7.24, 7.25, 7.26 show the result of the ‘4501B’ sample, the sample
without the initial defect bond. As we see in Fig. 7.23, the fractured sample contains
two cleavage planes. In Fig.7.25, we observe, as in the ‘4501A’ sample, the formation
of an atomistically flat (001) surface with many asymmetric dimers except the areas
near the sample boundary surfaces. Figures 7.25, 7.26 show the fracture dynamics.

As a crucial difference from the sample with the initial defect bond (the ‘4501A’
sample), the fracture begins at two points on the sample edges in the present sample
(the ‘4501B’ sample). This is reasonable, when we think, as a general tendency, that
a sample edge region should be mechanically weaker than a bulk region. Within the
present simulation, the above tendency can be understood as follows; As discussed
in Section 5.5, the Wannier states are stabilized by the transfer energy due to its
spatial extension. For the bulk state, the corresponding energy gain is given by
ep — ews =~ 0.6 eV from Fig. 5.10. A bonding Wannier state near the sample edges
does not have all the neighboring bond sites that the Wannier states in the bulk
region have. Such a Wannier state has a smaller gain of the transfer energy than
that in the bulk region. In results, a bond near the sample edges is weaker than a
bond in the bulk region.
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s-rich ( fs >0.6)

[ *] W *1T ~

p-rich ( fs <0.2) | Color sample of atomic orbitals

— [010]

Figure 7.19: Top view of the cleaved plane in the fractured ‘4501A’ sample with
4501 Si atoms. The black rods indicate the reconstructed bonding Wannier states,
while the white rods indicate the bonding Wannier states that are contained in the
initial crystalline structure. The atomic Wannier states are plotted as colored balls.
The color of balls is determined by the weight of s orbitals (fs). See the text for

details.
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s-rich ( s >0.6)

[ *] *TW{ [N/ *

p-rich ( fs <0.2) | Color sample of atomic orbitals

Figure 7.20: A ‘semi-infinite’ view of the fractured ‘4501A’ sample with 4501 Si
atoms. Only the atoms in the semi-infinite region (y < x) are visible and the other
atoms are invisible. The present figure shows the same snapshot as in Fig. 7.19
but is plotted in the different view method. See the caption of Fig. 7.19 for the
descriptions of the rods and the balls.
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Figure 7.21: Snapshots of the dynamical fracture simulation of the ‘4501A’ sample
with 4501 Si atoms. The present figures are plotted in the same view method as
in Fig. 7.19. The time interval between successive two snapshots is At = 0.18 ps.
Figure 7.19 corresponds to the snapshot with a delay of 1.74 ps from the snapshot

(h).
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p-rich ( fs <0.2) | Color sample of atomic orbitals

Figure 7.24: Top view of the cleaved plane in the fractured ‘4501B’ sample with
4501 Si atoms. This plane corresponds to the lower cleavage plane in Fig. 7.23.
The right-down corner has not yet fractured. See the caption of Fig. 7.19 for the
descriptions of the rods and the balls. The arrows with ‘«@’ and ‘3’ indicates the
view directions in Fig.7.23 («) and (), respectively.
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Figure 7.25: Snapshots of the dynamical fracture simulation of the ‘4501B’ sample
with 4501 Si atoms. The present figures are plotted in the same view method as
in Fig. 7.24. The time interval between successive two snapshots is At = 0.375 ps.
Figure 7.24 corresponds to the snapshot with a delay of 0.375 ps from the snapshot

(h).
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Figure 7.26: Snapshots of the dynamical fracture simulation of the ‘4501B’ sample
with 4501 Si atoms. The present figures (a) ,(b)... (h) show, in the view method of
Fig. 7.24(), the same snapshots in Fig. 7.25 (a) ,(b)... (h), respectively,
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Anisotropic fracture propagation mechanism

Now we discuss the anisotropic fracture propagation mechanism on a flat (001)
surface. The anisotropy is seen in the ‘4501’ sample, especially within the early
snapshots of the Fig. 7.21. The bond-breaking propagation is anisotropic among
the [110] and [110] directions.

This anisotropy is due to the quantitative difference of the successive bond break-
ing mechanism between the two directions, as explained below. A schematic picture
is shown in Fig. 7.27. In the [110] direction, the successive bond breakings prop-
agate along the nearest neighbor bond sites, which forms a connected zigzag path,
as in Fig. 7.27(a). Since the stability of the sp? bonding state is strictly limited to
the four-fold coordination, a bond breaking process significantly weakens the nearest
neighbor bond sites. Therefore, the bond-breakings tend to occur at successive bond
sites simultaneously and the resultant two-fold coordinated atoms are stabilized by
the dehybridization mechanism, as explained in Fig. 7.6(a)-(c). This mechanism
means a local electronic instability and we call this fracture mode ‘electronic’ mode.
In the [110] direction, on the other hand, the bond-breaking paths are not connected
as in Fig. 7.27(b). In this direction, the bond breakings are propagated through the
local strain relaxation, as in the Griffith theory (See Section 6.1). We call this mode
‘elastic’ mode.

In the ‘elastic’ mode, the strain relaxation mechanism requires the atomic mo-
tion, while, in the ‘electronic’ mode, the electronic instability can propagate without
atomic motions. As results, the bond breaking propagation along the nearest neigh-
bor bond sites (in the [110] direction of the present surface) can be faster than that
in the perpendicular direction (in the [110] direction). Moreover, in Section 7.3,
we discussed that the formation of a cleaved surface does not occur without the
dehybridization mechanism, which is equivalent to the crucial role of the ‘electronic’
mode at the early stages of the present fracture phenomena.

Comment on other features

Now we make comments on other features seen in the results of the ‘4501A” and
‘4501B’ samples; (i) In the ‘4501A’ sample, another fracture region seems to be
created from the crack tip, which is seen among the snapshots of Fig. 7.22(d)-(h).
In the continuum theory of fracture, the crack tip shows the singularity in the stress
field (See Appendix C.2). Several related topics, such as dislocation emissions, are
focused in the atomistic theory. The above feature might be interesting in the above
context. Moreover, one may think that the cleaved plane is bended into the (111)
plane at the left-down corner of the above snapshots. We should say, however, that
these features are seen on the region near a sample edge. Further investigations
should be done with different sample geometries or sizes, which are possible future
works. (ii) In the ‘4501B’ sample, a domain with several dimer rows seems to be
formed, which is seen in Fig. 7.24. From the classification in Section 6.3, the flipping
freedoms of the asymmetric dimers in the domain are in the (2x 1) configuration,
which shows the anisotropy between the [110] and [110] directions. This anisotropy
is consistent to the anisotropy due to the fracture propagation direction; the fracture
propagates in the [110] direction and the [110] and [110] directions are inequivalent
due to the presence or the absence of the crack tip. We discussed in Section 6.3
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(a)
[001]

Figure 7.27: The anisotropic fracture propagation mechanism within a (001) plane;
(a) ‘electronic’ fracture mode, in which the fracture path forms a connected (zigzag)
line. (b) ‘elastic’ fracture mode, in which the fracture path does not forms a con-
nected line. In (a), a broken bond site is labeled by the single cross, which indicates
a single bond site. In (b), a broken bond site is labeled by the double cross, which
indicates successive zigzag bond sites that lies perpendicular to the paper.

that the local environment may affect the flipping motions. This feature may be
interesting in this context and further investigations should be done as one of possible
future works. We should be careful, however, to discuss the flipping motions of the

asymmetric dimers, because such motions can be activated in fine energy scales, as
shown Table 6.1.
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7.6 Fracture simulation with 10*10° atoms

In this section, the fracture simulations are done with 10* — 10° atoms, which are
larger samples than those in the previous section (Section 7.5). As a characteristic
feature of the present large samples, several step structures will be discussed.

Two samples are prepared, which contains the initial defect bond as the fracture
seed. One sample has the size labeled by nq19 X 1119 X ngo1 = 49 X 50 x 49, in the
unit of the number of atomic layers. Here nq19 = 50 corresponds to about 10 nm.
The sample contains 30025 atoms and is denoted as ‘30025A” sample. The other
sample has the size labeled by n119xn179Xng01 = 97 X 100 x 49. The sample contains
118850 atoms and is denoted as ‘118850A sample. Within the atoms on the ‘top’ or
‘bottom’ sample surfaces, the z component of their motion is under the constraint
of the constant-velocity motion, and the z and y components are frozen. Within
the atoms on the ‘side’ sample surfaces, the x and y components of their motion
are frozen. Note that the above condition is just one of reasonable ones. The effect
of different conditions on the fracture behavior might be one of the possible future
works. The main purpose of the present simulations is the sample size dependence
of the fracture behavior. Therefore, the important point is the fact that, in the two
cases, all the conditions are the same, except the sample size.

We use the hybrid scheme between the variational and perturbative order-N
methods. The variational method is used only for selected Wannier states whose
localization centers are located near the fracture region. Some of such wave functions
change their character dynamically from the bulk (sp® bonding) states to surface
ones, as discussed in Section 7.2. We choose the Wannier states for the variational
method, if the z coordinate of its localization center locates within +4 atomic (bond)
layers from that of the initial defect bond site. In results, the Wannier states whose
localization centers lie among the nine bond layers are treated in the variational
method. The above region is sufficient for the fracture simulation, because the
fracture will occur only within £2 atomic (bond) layers from that of the initial
defect bond site, as discussed below. In our program code, the member of the
selected Wannier states can be dynamically controlled, as explained in Section 7.4.
In the present simulations, however, the above member of the selected Wannier
states is unchanged during the simulation. In the ‘118850A’ sample, the following
additional condition is applied to the selection of the Wannier states; the localization
center of the Wannier state must be placed, on the xy plane, within a circular region
whose center is the initial defect bond site. The circular region will be shown in
the figures of this section. As results, about 10* Wannier states are treated in the
variational order-N method.

Results of the sample with 30025 atoms

Figures 7.28, 7.29, show the result of the ‘30025A” sample. Figure 7.28 is plotted in
the same manner as in the previous section; Each Wannier state is classified from
its weight distribution into a bonding or atomic orbital, which is shown as a rod
or a ball in the figures, respectively, To see the step structures clearly, Fig. 7.29
is plotted in a different manner for the same snapshot; The broken bond sites are
shown as colored rods in the ideal crystalline geometry. The color of rods indicates
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the atomic layer as shown in the figure with samples. Especially, the atomic layer of
the black rods is the layer that contains the initial defect bond. Figures 7.30, 7.31,
7.32 show the successive snapshots of the dynamical fracture simulation.
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Figure 7.28: Top view of the cleaved plane in the fractured ‘30025A” sample with
30025 Si atoms. See the caption of Fig. 7.19 for the descriptions of the rods and the

balls.
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Figure 7.29: Fracture geometry of the ‘30025A" sample with 30025 Si atoms. The
broken bond sites are plotted as colored rods in the ideal (crystalline) geometry.
The color of rods indicates the atomic layer. The color sample is shown in the small
figure.
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(al)

(a2)

(a3)

Figure 7.30: The snapshots of the dynamical fracture simulations of the ‘30025A’
sample. The figures labeled ‘(a)’ are plotted in the manner of Fig. 7.28, while the
figures labeled ‘(b)’ are plotted in the manner of Fig. 7.29. The number in the
figures indicate the time. For example, the figures (al) and (bl) shows the same
snapshot in different plotting manner. The time interval between the two successive
snapshots is At = 0.225 ps.
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Figure 7.31: The snapshots of the dynamical fracture simulations of the ‘30025A’
sample. These snapshots are continued from Fig.7.30. See Fig.7.30 for details of the
plotting manner.
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Figure 7.32: The snapshots of the dynamical fracture simulations of the ‘30025A’
sample. These snapshots are continued from Fig.7.31. See Fig.7.30 for details of
the plotting manner. Fig. 7.28 and Fig. 7.29 correspond to the snapshots (al0) and
(b10), respectively.
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Results of the sample with 118850 atoms

Similar figures are also shown in the ‘118850A’ sample, in Figs. 7.33, 7.34, 7.35,
7.36, 7.37. Unlike the figures in the ‘30025A” sample, the figures in the ‘118850A’
sample shows only a central area (nj19 X ny7g = 58 x 60). Moreover, the visualization
of Wannier states as rods or balls is done only for the selected Wannier states in
the variational method. From the initial preparation, the area of visible rods or
balls forms a circular area whose center is the initial defect bond site. Within the
resultant figures, we can see that the fracture propagate almost in a circular region
whose center is the initial defect bond site.
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Figure 7.33: Top view of the cleaved plane in the fractured ‘118850A’ sample with
118850 Si atoms. The figure shows only a central area (ni19 X 179 = 58 x 60), while
the whole sample is labeled by ni19 X179 X ngor = 97 x 100 x49. See the caption of
Fig. 7.19 for the description of the rods and the balls. Here the visualization of rods
or balls is limited in a circular area whose center is the initial defect bond site.
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Figure 7.34: Fracture geometry of the ‘118850A” sample with 118850 Si atoms. The
figure shows only a central area (nj;9 X ny79 = 58 x 60), while the whole sample
is labeled by n119 X 1119 X ngo1r = 97 x 100 x 49. See the caption of Fig. 7.29 for the
plotting manner. Note that the length of ny;9 = 50 atomic layers is about 10 nm.
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Figure 7.35: The snapshots of the dynamical fracture simulations of the ‘118850A’
sample. The figure shows only a central area (n119 X n179 = 58 X 60), while the whole
sample is labeled by n119 X 1119 X ngo1 = 97 x 100 x49. See Fig.7.30 for the plotting
manner. The time interval between two successive snapshots is At = 0.15 ps.
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Figure 7.36: The snapshots of the dynamical fracture simulations of the ‘1188505A’
sample. These snapshots are continued from Fig.7.35. See Fig.7.35 for the plotting
manner.
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Figure 7.37: The snapshots of the dynamical fracture simulations of the ‘1188505A’
sample. These snapshots are continued from Fig.7.36. See Fig.7.35 for the plotting
manner. Fig. 7.33 and Fig. 7.34 correspond to the snapshots (al0) and (b10),
respectively.
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Step structure of cleaved surface

Here the mechanism of the step formation is discussed. The elastic property of
silicon crystal shows only a small anisotropy within (001) plane; the [110] and [110]
directions are equivalent and the values of the Young modulus are different by only
about 30 % in the [100] and [110] directions (See Appendix B.1). On the other
hand, as explained in Section 7.5, the anisotropic bond-breaking propagation in
one (001) plane increases the anisotropic strain energy. The anisotropy originates
from the inequivalence between the [110] and [110] directions within one (001) layer.
Since the above inequivalence does not appear within two successive layers, a step
formation between them will release the anisotropic strain energy. In the ‘30025a’
sample, a step is formed between the layer of black rods and that of red rods. In the
[110] direction, the bond-breaking propagation reaches the sample surfaces without
step formations. In the [110] directions, the bond-breakings propagate slower within
the early snapshots and a step is formed in the central area. After that, the fracture
propagates among the two atomic layers. Since the anisotropic fracture propagation
mechanism is symmetrically equivalent among the two layers, the resultant step
formation path almost forms lines in the [100] and [010] directions, as the boundary
between the fractured areas within the two layers.

In Fig.7.34, the largest sample in the present thesis, the above line structure
does not reach the sample surface but is canceled with additional step formations in
complicated paths. The sample size dependence of the step structures is understood
by the beginning of the crossover between nanoscale and macroscale samples; If the
sample contains so many atoms, the geometry of the resultant crack will be almost
circular, as in Fig. 7.34, so as to minimize the anisotropic strain energy. If not, the
strain energy is accumulated only within the confined bulk region due to the finite
sample size. The resultant fracture behavior is directly related to the anisotropic
atomic structure of the cleaved surface, as in Fig. 7.29.

Since the above mechanism of step formations is two dimensional, the present
samples may be nanoscale ‘thin’ samples. The 2D-like situation can be seen in
Fig. 7.38, in which the deformations are frozen at the ‘top’ and ‘bottom’ sample
surfaces, due to the boundary condition. In larger or thicker samples, an expected
fracture behavior is the bending of the fracture plane into the (111) plane, the
easiest cleavage plane in macroscale samples, which is the crossover in the present
context. Note that the deviation of the cleaved area from the (001) plane was seen
in Fig. 7.20, though it is near the sample edge. In an sufficiently large sample, the
fracture mode with the easiest cleavage plane will grow regardless of sample shape
and details of conditions.

Note that the dynamical simulation with 10° atoms is a practical limitation
within a single CPU workstation, since the total simulation time is more than one
week. We will discuss the future aspect in the next section.
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Figure 7.38: A ‘semi-infinite’ view of the ‘118850A’ sample. See Fig.7.33 for the
plotting manner. The figure (a) and (b) correspond to the initial and final (fractured)

snapshots.
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7.7 Summary and discussion

Summary

Fracture processes of the nanocrystalline silicon were simulated among 102-10° atoms
under the [001] external load. We focused on the two issues as the purposes of
the simulations (Section 7.1). The two issues were investigated with the analysis
of quantum mechanical freedoms of electron systems. The following points were
discussed;

(I) When the fracture begins, the electronic energy gap vanishes as level crossings
between several ‘defect’ states. Here ‘defect’ states should be interpreted as
electronic states that do not appear in bulk (crystalline) structure. In fractured
samples, these ‘defect’ levels form a surface band (Section 7.2).

(IT) The fracture process is observed with Wannier states. The elementary fracture
process accompanies the two-stage surface reconstruction. First, the two-fold
coordinated atom with a lone pair state is stabilized by the dehybridization
mechanism. Then, a pair of two-fold coordinated atoms form an asymmet-
ric dimer (Section 7.2). Without the dehybridization mechanism, no cleaved
surface is formed. (Section 7.3).

(III) Due to the anisotropy within a (001) single atomic layer, there are two kinds of
the fracture propagation mechanisms. We call them the ‘electronic’ mode and
the ‘elastic’ mode. The former mode is directly related to the dehybridization
mechanism (Section 7.5).

(VI) Steps are formed within larger samples. The origin of step formations can be
explained by releasing the anisotropic strain energy within the (001) plane,
which corresponds to the beginning of the expected crossover between the
nanoscale and macroscale samples (Section 7.6).

These results show the crucial importance of the quantum mechanical freedoms of
electron systems, particularly the dehybridization mechanism. These results also
show the crucial importance of large-scale calculations, because the fracture behav-
iors are essentially different among the sample sizes.

Discussion

Hereafter, we discuss several possible future works within the fracture of silicon
(nano)crystals.

For simulations with larger samples and/or longer timescales, the program code
in parallel computations should be prepared, as discussed in the last paragraph
of Chapter 7.6. We have finished the parallelization of the perturbative order-N
method (Section 5.4). For the parallel computations of fracture simulations, the
parallelization of the variational order-N method is also required. As in the per-
turbative order-N method (Section 5.4), the dominant procedures in the variational
order-N method can be parallelized with respect to the Wannier states, which is seen
in the chart of Fig. 5.1 (Section 5.2). One important technical point is the choice of
the parallelization technique. We have tested the two standard techniques, the MPI
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technique and the OpenMP technique, for the perturbative order-N method (Section
5.4). We will determine which is suitable for the variational order-N method.

When the simulation method with the parallel computations is established, sev-
eral systematic investigations will be done among different conditions, such as dif-
ferent sample sizes, sample shapes, and boundary conditions.

Even with parallel computations, however, it is impractical to calculate the
macroscale fracture phenomena, with 10** atoms, using the present large-scale elec-
tronic structure methods, Therefore, the theory should be mapped to the continuum
theory in a reasonable scheme. Since the present method is based on the well-defined
total energy functional, the mapping will be done as the mapping of the total energy
functional.



Chapter 8

Summary and general discussion

Summary

In this thesis, we constructed the theory for large-scale simulations by simplifying
the total energy functional in the electronic structure theory. Its foundation is based
on (a) the tight-binding Hamiltonian, especially its universality, (b) several order-
N methods, mainly those with the generalized Wannier states and (c) the hybrid
scheme by dividing the Hilbert space. The summary and general discussions for the
theories were done in Section 3.3 and Section 4.5. Test calculations are done up to
10°% atoms with or without parallel computers. As a practical large-scale calculation,
the fracture process of nanocrystalline silicon was simulated with up to 10° atoms.
The results show that the quantum mechanical freedoms of the electron systems is
crucial for the fracture mechanism, as summarized in Section 7.7.

It is important that the above three theories are well defined within the quantum
mechanics. Therefore, the applicability is not limited to silicon or fracture simula-
tion. It is also important that the above three theories are independent, not only as
the theoretical concepts, but also as the corresponding subroutines in the program
code. We can develop these theories or subroutines independently. Since the present
program code consists of more than ten thousand lines, the independence among
subroutines is important, especially, when several persons join the development of
the program code.

By combining the three theories, we will design various simulations, among dif-
ferent numbers of atoms, different computational costs, and/or different systems.

General discussion with ‘multiscale mechanics’

Apart from the methodology, now we discuss the possible targets of large-scale
electronic structure calculations. In Chapter 1, we discussed the concept ‘multiscale
mechanics’, as a simulation method with different length scales. Here we discuss
several phenomena with different energy scales.

As an overview of the present work, Fig. 8.1 shows the typical energy scales in
silicon. The interactions in relatively low energy scales are those of the flipping
freedoms of asymmetric dimers on a clean (001) surface, which was explained in
Section 6.3. Some of their energy scales are smaller than the kinetic energy at room
temperature, which can be seen, for example, by low temperature STM observations.
In a general theoretical viewpoints, phenomena with a fine energy scale are difficult
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Figure 8.1: Various energy scales in silicon.

to reproduce by the total energy method of electronic structures. The interactions
in an ‘intermediate’ energy scale, energy scales in 1-10 eV, are directly related to the
universal tight-binding theory in Chapter 3. These energy scales characterize the
diagonal and off-diagonal elements of the Hamiltonian matrix. As the competition of
the above energies, the bonding and dehybridization mechanisms are characterized
by the energy scale of 1 €V (eepem). As a relatively high energy scale, the sputtering
energy can be considered, typically, in the scale of egputer = 10 KeV.

Realistic materials contain various interactions among various energy scales. An
important point for constructing a proper theoretical model is whether the decou-
pling treatment between interactions is justified or not. In many situations, two
interactions in different energy scales are decoupled. An example is the frozen
core approximation in electronic structure calculations. This is justified, when the
binding energy of core electrons is much larger than the cohesive energy of va-
lence electrons. Several continuum or classical models are derived with decoupling
treatments. In perfect Si crystal at room temperature, for example, bond breaking
processes are not expected and only elastic motions are expected. This is the de-
coupling treatment based on the fact that the bondbreaking energy (¢epem) and the
thermal energy (€iperma) are quite different in the energy scale (€chem => Ethermal)-
This decoupling treatment justifies a continuum or classical model that reproduces
the linear elasticity, but not bond breaking processes.

In several situations, however, two interactions in different energy scales are not
decoupled. Suppose a situation in which two energy terms are competitive in the to-
tal energy, though they are quite different in length and energy scales. Such situation
may occur in inhomogeneous systems. One example is the sputtering phenomena,
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in which one atom with a huge kinetic energy, typically egputer = 10 KeV, possibly
causes the bond breakings, characterized by e = 1 €V, among many atoms. In
other words, a small number of atoms has a large energy (€sputter ), While a large num-
ber of atoms has a small energy (€cem ). The two energy terms can be competitive in
the total energy, which does not justify the decoupling treatment. Here we say that
such a system has the ‘multiscale feature’, in the sense that the system essentially
contains two competitive interactions in different energy and length scales. For such
systems, a critical size, or a critical number of atoms, n should be defined as the
ratio between the energy scales of the interactions. In the sputtering phenomena,
the critical number of atoms is given as

n = Sputer g8 (8.1)
Echem

The above ‘multiscale feature’ originates from the inhomogeneous property of the
kinetic energy density, which will not appear in a thermal equilibrium system, due
to the equipartition theorem. The brittle fracture is another example of the above
‘multiscale features’, due to the competition between the chemical energy and the
strain energy. The ratio

€chem

n = (8.2)

Estrain

corresponds to the Griffith critical crack length for fracture. In this case, the system
has an inhomogeneous structure, due to the presence of cleavage planes in a bulk
sample. As discussed in Section 6.1 or Section 6.3, the theory of nucleation or the
step formation mechanism of Si(001) surfaces can be explained by the analogous
energy competition mechanism in inhomogeneous structures.

In general, the critical size for the energy competition n is independent on the
system size N. Therefore, one can expect a crossover among the system sizes IV,
in which the critical system size is given as N ~ n. In this thesis, we discuss such
crossovers among the nucleation mechanism, the fracture mechanism and the step
formation mechanism (See Section 6.1 and Section 6.3). Such a crossover can be a
target of large-scale electronic structure calculations, because quantum mechanical
processes of electron systems are essential and the system size of the simulation
should be large enough for the critical size n.

The time scale is also important to characterize physical phenomena. In the
fracture simulations of the present thesis, the total simulation time is on the order
of pico second. The time scale is governed by the crack propagation speed, which
is on the order of the sound or Rayleigh wave speed. Several phenomena, such as
growth, are in a much longer time scale than those discussed above. To simulate
such really long-time phenomena, several fundamental theories are desirable but are
not included in the present thesis. These methods should be a future work in the
general context of the process simulation.

We classified physical phenomena by their typical length, energy and time scales.
Such classification may give a guiding principle for further developments and appli-
cations of large-scale electronic structure calculations.
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A.1 First-principle molecular dynamics and limi-
tation of LDA

Based on the explanation in Section 2.1, this appendix describes two topics in ab
initio theory; the first-principle molecular dynamics and the limitation of the LDA.

First-principle molecular dynamics

The first-principle molecular dynamics [3] is based on the DFT energy functional,
Eq. (2.2), under the adiabatic (Born-Oppenheimer) approximation. The method is
also based on the ab initio pseudo potential theory [14, 15, 16, 17], in which the wave
functions only for the wvalence electrons are explicitly treated as ‘pseudized’ ones.
The guiding principle for generating pseudo potentials is to reproduce the scattering
property within the linear order of energy. ‘True’ valence wave functions oscillate
in the core region, the region near the atomic nucleus, due to the orthogonality to
the core wave functions. The ‘pseudo’ wave functions, on the other hand, does not
have the oscillating behavior at the core region. Such ‘smooth’ wave functions can
be expanded by a relatively small number of plane wave bases.

In the first-principle molecular dynamics, a periodic simulation cell is used and
each (pseudized) wave function is expanded by plane wave bases as

lgl<ge

Gi(T) = D cige". (A1)

The reciprocal vectors ({g}) are defined for the simulation cell. Here, for simplicity,
the wave functions ¢; are limited to those at the I" point (k = 0) in the Brillouin zone.
The plane wave bases {€9"} in Eq.(A.1) are limited within a cutoff wave number g,
(lg| < ge). The corresponding kinetic energy (g?/2) is usually called ‘cutoff energy’.
The wave functions are stored as the set of the plane wave coefficients {c;q}. The
kinetic energy term is written as

occ. VQ occ. |g9|<gc 1

Eiin = Z(@bi\_Q 00 =22 > 597lewl™ (A.2)

Using Eq. (A.2) and a mathematical relation

J dpr(r) o
oct, /dr dci, 05 (r)

g

—igr Y
= /dre g 7(5@‘(7‘)’ (A.3)

the energy gradient with respect to one coefficient is given by

aE tot 1

=50t [dremmVa(r)onr), (A.4)
ig

which should be calculated in the program code. The real space integration in
Eq. (A.4) is numerically done on the mesh grid of the Cartesian coordinates. The
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mesh interval for the real space grid is chosen so as to reproduce all the plane waves
{€"9"} within the cutoff (|g| < g.). In the program code, the Fast Fourier Transform
(FFT) algorithms are used for the Fourier transform in Eq. (A.1) and the inversed
Fourier transform in Eq. (A.4). In the first-principle molecular dynamics, the FFT
routines usually consume the dominant part of the total computational cost.

Fig.A.1 is two snapshots of an ab initio molecular dynamic simulation performed
with our original program code [125]. The system is a-NaSn with a partial melting
phase at 757K < T < 854K. The simulation cell contains 64 atoms. The tin atoms
form (Sny)*~ tetrahedrons, as in the low-temperature solid phase, while the sodium
atoms show diffusive motions. In each snapshot, the charge density of a selected
eigen state is drawn. The selected eigen states are one near the Fermi level or
near the highest occupied level. An almost spherical charge distribution, labeled
‘n’, corresponds to a non-bonding (atomic) orbital on a tin atom, whereas a oval
charge distribution, labeled ‘b’, corresponds to a bonding orbital within a (Sny)*~
tetrahedron. The simulation describes the dynamical bondbreaking and rebonding
processes, which is a typical quantum mechanical process.

(a) (b)

Figure A.1: Snapshots of an ab initio molecular dynamics simulation of a-NaSn
[125]. In each snapshot, the charge density of a selected eigen state is drawn. The
snapshot (b) is one after (a) by the time interval of 0.3 ps. Eight tetragonal (Sny)*~
are included and are labeled with the numbers 1,2,3...8. Two figures are rotated
to show the bonding character clearly. For the charge density, the characteristic
bonding or non-bonding regions are indicated ‘b’ or ‘n’, respectively.
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Limitation of the LDA

The second topic is the limitation of the LDA. Though the LDA reproduces a vast
number of experimental results, there are several systematic problems. See reviews,
such as Ref. [8]. To overcome such problems, several methods are being developed.
They are generally called ‘beyond LDA methods’. Now we discuss only one problem
of the LDA, which are related to the discussion of this thesis.

Within the LDA, the band gap in semiconductors is usually underestimated.
This problem is overcome by the GW approximation (GWA) [126], one of the beyond
LDA method. The GW approximation is based on the many body perturbation
theory and gives the quasi particle picture. See a review article [127] for details and
recent developments. As a typical example, the LDA and GWA results are compared
in the band structures of the silicon crystal, which can be seen in several papers,
such as Fig.5 of Ref.[128]. Other references can be seen in the review articles [127].
Figure A.2(a) shows the band structures of the silicon, in which the LDA result is
plotted by lines and the GWA result by dots. The experimental value of the band
gap is 1.17 eV. The LDA result of the band gap is too small (0.60 eV), while the
GWA result gives a reasonable value (1.26 eV). In Fig. A.2(b), the LDA result for the
conduction band (g > 0) is shifted artificially upward by 0.66 eV, so as to reproduce
the band gap of the GWA. A good agreement is seen between the shifted LDA result
and the GWA result. In short, the problem of the LDA is solved by an artificial shift
of the conduction band. A similar situation can be seen on the Si(001) surface [129],
which is reviewed in Ref.[127]; The GWA result of the unoccupied surface state is
shifted upward by a constant energy value from the LDA result.

Energy [eV]

Figure A.2: The comparison of the LDA (line) and GWA (dot) results in the band
structure of silicon. The top of the valence band is chosen as the origin of the energy
axis. The two figures (a) and (b) differ only in the fact that, in (b), the LDA result
of the conduction bands is shifted upward by 0.66 eV. See Ref.[128] or the review
article [127], as references. The present figures are plotted based on the data by A.
Yamasaki [130].
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A.2 Tight-binding formulation

In this appendix, we explain the formulation of practical tight-binding Hamiltonians
with the Slater-Koster form[60]. The explanation is done among s and p orbitals
with the example of the diamond structure.

Minimal Hamiltonian with s and p orbitals

The minimal tight-binding Hamiltonian is described by the nearest neighbor interac-
tion among the s, p,, py,p. orbitals. Since the diamond structure contains two atoms
in the primitive cell, the nearest neighbor tight-binding Hamiltonian is given as an
8 x 8 matrix. The explicit parametrization for silicon and the other diamond struc-
ture solids was done in many papers, [69, 62]. The minimal Hamiltonian contains
the following six parameters, in the Slater-Koster form[60],

€s; Eps ‘/;saa ‘/spaa Vppa> Vi)pﬂ- (A5)

Among them, the two parameters V., Vopr can be transformed into the following
two parameters

1 2

V:v:v = gvppa + g‘/ppcr (A6)
1 1

Viey = gvppa - gvppa (A7)

Figure A.3 shows the schematic picture of the hopping integrals of Viss, Vapos Vopo, Vopr-
Here we write down the expressions of matrix elements between the s and p
orbital in a general form; We define the s and p orbital on the i-th atom as |s;) and

|P@;) = ai|Pai) + Cyi|Pyi) + Azi|P2i), (A.8)
respectively. Here the vector a; = (ay,ay,a.;) indicates the direction of the p
orbital |pa;) (a2; + a;; 4+ a2; = 1). The positions of the i-th atoms (i = 1,2) are
defined as R;, Ry. The vectors r , 7 are defined, respectively, as
r

TERQ—Rl, ’f'E— (Ag)
7|

With these definitions, several matrix elements can be written as

(s1|H|paz) = (a2 - #)Vips (A.10)
(pai|H|pas) = (a1 - 7)(ay - 7) Vipo + (b1 - b2) Vipr, (A.11)
(A.12)

where we use the notation
Figure A.4(a) is the schematic picture of Eq. (A.10). Figure A.4(b) shows the vectors
7, a;, b;. Note that the inner product b; - by in Eq. (A.11) is rewritten as
by -b; = {a,—(a;-7)7} -{ay—(az-7)7}
= (a1 . ag) — (a1 . ’f’)(ag . ’f’) (A14)
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® ® »H oD

Vaso (<0) Vipo (>0)
C——>CF-—o )
Vopo (>0)
Vopr (<0)

Figure A.3: Schematic picture of the hopping integrals among s and p orbitals.

[s1)

\Pa2>

Figure A.4: (a) Schematic picture of the Hamiltonian matrix element (s;|H|pas).
(b) Figure of the vectors 7, a;, b;.

Hamiltonian with the extra ‘s*’ orbital

An improved description of the electronic structure is given by the formulation with
the extra ‘s*’ orbital [61], which was discussed in Section 3.1. The extra s* orbital is
in the s (spherical) symmetry and its physical origin could be the spherical average
of the five empty d orbitals. The resultant Hamiltonian is given as a 10x 10 matrix,
which contains two additional parameters;

Eg*,y ‘/s*pa- (A15)

In other words, the parameter V-, corresponds to the average of the d-p interaction.
The formulation will be reduced to the minimal formulation with Vi, = 0. The
practical values of these parameters are shown in Table A.1 for the diamond structure
solids. Note that the original paper [61] also contains the parameters in zincblend
structure solids. The resultant band structure for silicon is shown in Fig.A.5(a), in
which the unit cell for the Brillouin zone is cubic as commonly used [62, 131]. The
corresponding ab initio calculation can be seen in Fig.A.2(b). Figure A.5(b) shows
the result of the modified Hamiltonian in which V,,, = Vi+pe = 0 is used and the
other parameters are not modified from those in silicon. In Fig.A.5(b), the s, p and
s* bands are decoupled and, especially, the s* band is dispersion-less.

The formulations are not explained in detail. Instead, we discuss the eigen levels
at several points in the Brillouin zone. We pick out the I' point and the X point,
because the Hamiltonian matrix is solved analytically at these points. In silicon,
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C Si Ge a-Sn

€s -4.5450 | -4.2000 | -5.8800 | -5.6700
Ep 3.8400 | 1.7150 | 1.6100 | 1.3300
Eg 11.3700 | 6.6850 | 6.3900 | 5.9000
4Vipo 15.2206 | 5.7292 | 5.4649 | 4.5116
AVipor 8.2109 | 5.3749 | 5.2191 | 5.8939
4V -22.7250 | -8.3000 | -6.7800 | -5.6700
4V, 3.8400 | 1.7150 | 1.6100 | 1.3300
4V, 11.6700 | 4.5750 | 4.9000 | 4.0800
ep—&s | 8.3850 | 59150 | 7.4900 | 7.0000
e+ —Ep | 7.5300 | 4.9700 | 4.7800 | 4.5700
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Table A.1: The energy parameters of the tight-binding Hamiltonian in Ref. [61].
The parameters are in the unit of eV.

the top and bottom of the valence band appears at the I' point and the bottom of
the conduction band appear near the X point in Fig. A.5(a).

At the T" point, the eigen levels € are decomposed into the s, p and s* bands as
follows;

e=¢ts— 4V, n=1 (A.16)
e=es+4Vyy, n=1 (A.17)
e=¢ep =4V, n= (A.18)
e=¢ep+4Vy, n=3 (A.19)
E=¢€g, N=2 (A.20)

Here and hereafter, n is the number of the degeneracy of each level. Since the eigen
levels are independent on Vi, and Vi, the eigen levels at the the I' point are the

same between Fig. A.5(a) and (b).
At the X point, the Hamiltonian matrix is decomposed into four block matrices;

Two of them are the same 2 x 2 matrix, which gives the four eigen levels

(A.21)
(A.22)

e=¢ep—4Vy, n=2

e=¢p+4Vy, n=2.

These levels appear commonly in Fig.A.5(a) and (b). The other two block matrices
are the same the 3 x 3 matrix
€ —41Vipo 0
4iVio &y —4iVieps
0 4iVep  ew

(A.23)

and, therefore, the three eigen levels are doubly degenerated (n = 2). From Eq. (A.23),
the three eigen levels are equal to the atomic levels, &, ¢p, e+, at the X point in
Fig. A.5 (b) , because of Vip, = Virpe = 0. Moreover, if one chooses e« and Vg« s0
as to

€+ — Ep = Ep — Es (A.24)
Verp = Vi, (A.25)
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the eigen levels are easily obtained as

6—€p—\/ — )’ +2(4Vy)?, n=2 (A.26)
E=¢p, n=2 (A.27)
e=ep+1/(6p— )2 +2(AV)°, n=2. (A.28)

In Table A.1, we can find that the above choices in Eqgs. (A.24),(A.25) are roughly
coincident with the silicon case.

Finally, the difference of the eigen levels at the I' and X points is discussed
between the present formulation, with s, p;,py,p.,s* orbitals, and the minimal for-
mulation, with s, p,,p,,p. orbitals. No difference is seen among the eigen levels
given by Egs. (A.16), (A.17),(A.18),(A.19), (A.21),(A.22). The essential difference
is the fact that the 3x3 matrix in Eq. (A.23) will be reduced to the 2 x2 matrix

gs  —4iV
(5~ -
in the minimal formulation.

Mathematical notes
Here several useful mathematical relations are added; A useful relation is given as

0

) 1 :
e (@;-7) = ——bi (i=1,2). (A.30)

In practical tight-binding Hamiltonians for molecular dynamics, the hopping inte-
grals Viso, Vipo, Vopo, Vopr are the functions of the interatomic distance r = |r|. Using
Eq. (A.30), we write down the gradients of several terms in Eq. (A.10) and (A.11)
as follows;

0 ;
{2 ) Voo ()}

= (@ #V (1)~ Vipa (1) (A.31)
T (@ #) (@ ) Vips (1)}

= (al-f)(ag-f)vgpa(r)f'

(@1 Voo ()02 — (@ ) Vi (1) 1. (432

These gradients are calculated in the program code, ao as to calculate the force on
an atom
aE'elec
OR;

(A.33)
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(a) Silicon

e
10
—
—
>
KA
3 0
5]
5]
P
-5
-
-10 \
-15
L r X UK r

(b) Calculation with Vipoe = Vspo =0

energy [ev]
o

Figure A.5: Band structure of silicon using a tight-binding Hamiltonian with the
extra ‘sx’ orbital [61]; No parameter is modified for (a), while the parameters are
modified in Vp, = Virpe = 0 for (b).
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B.1 Theory in cubic symmetry

This appendix is devoted to the elastic theory within the cubic symmetry. See
Refs. [131, 132], as standard textbooks.

Definitions of strain tensors

Consider nearly located two points r; and 5. Under a deformation substantially
uniform near r; and 75, the vector dr = r{ - ry is changed into

or — or' = or + du. (B.1)

This is the definition of the displacement vector dJu. Now we introduce the unit
vector of the Cartesian coordinates (&1, &2, Z3) = (2, ¥, 2) satisfying &, - &; = d;;.
The vectors o7, o' and du are written, respectively, by

Il
M

or (0x;)&;
or' = ;((51’)
ou = Z((Suz) x;.

@
Il
—

Here the vector du is the function of (dz,dy, dz), which will be zero in the case of
(0x,0y,dz) = (0,0,0). Within the linear-order expansion of du;

duj ~ Z gzj oy, (B.2)

we can write

or' = dr+du

> (0z)&; + 2(5%‘)@

with the definition of

Al oA aujA
T, = wz+zj:a$i y
ou ou
= |1 L) & g B
( +al>“” 2 50, % (B:5)
J(#4)
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Now the deformation (6r — J7') is interpreted as the deformation of the axis vec-
tor (; — «;), where the components (dx,dy,dz) are unchanged (¥;(0xz;)&; —
> (0m:) ;).

The components of the strain tensor are defined as, for example,

e =22 — 1
. g/(: ey(l?)) (B.6)

which are zero without any deformation. All the independent components are
(€, Eyys €z, €ays €yzy €20).  When we substitute Eq.(B.5) into Eq.(B.6) and ignore
the second order of (Ou/0x), we obtain

Il
8

€y

e, = 21
Tr (9;1:1
. 8uz 8u1

e = — _— =
Y 3x1 3@

€ye- (B.7)

Definitions of stress tensors

In general, the stress tensor ¢ has nine components :

X, X, X.
c=| Y, Y, Y, |. (B.8)
Z, 7, Z.

The capital letters indicate the direction of the force and the subscript indicates the
normal vector of the plane on which the stress is imposed. The stress on a plane of
which normal vector is 77 is given by

o (B.9)

For example, (X,,Y,, Z,) is the stress on the yz-plane. Now the theory is restricted
to the systems without rotational forces

X, =Y, Y.=2, Z,=X.. (B.10)

The number of the independent components in the stress tensor is reduced from
nine to six and the stress tensor o is reduced to a symmetric matrix.

Strain energy and stiffness constants

In general, the strain energy is written within the second order of the components
of strain. With the cubic symmetry, the strain energy is reduced to
Cu

U = 5 (e?w +e, + eiz) + Cha (€z2€yy + €yy€ss + €:2€27)

Cu

A

(eiy +e, + eix) , (B.11)

where the three independent parameters (Cyq, Cha, Cyy) are called ‘elastic constants’
or ‘stiffness constants’. They characterize the elastic property of materials.
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The components of the stress tensor are given by, for examples,
ou
Tz = Je = Clle:tx + C112 (eyy + ezz) (B12)
oU
In a matrix formula, we can write
Xy Cii Cip Chip €z
Y, Ci2 Cn Cio Cyy
Z, Cip Cin Cn [
= ) B.14
Xy C144 Exy ( )
)/Z C144 €yz
Z;U C144 €z
When we define the smaller matrix C' as
- Cu Cpp Cpo
C= 012 011 012 s (B15)
Cip Cin Cn

its eigen vectors are obtained as

Oll C112 C112 1
012 Cll 012 1
012 012 Cll 1
Cll 012 012 1
012 Cll 012 -1
C(12 C(12 Cll
Cll 012 012
C(12 Oll C112 1
C(12 C(12 Cll —1

Elastic modes

- (Cll - C112)

- (Cll - C112)

1

(Ci1 +2Ch2) ( 1 ) (B.16)
1
1

~1 (B.17)
0

1. (B.18)

From the above eigen value analysis, the six freedoms {e,,, €yy, €12, €1y, €y, €2} are
classified by the following three elastic modes, which are illustrated in Fig. B.1.

(a) Volume expansion mode with the bulk modulus B: e,, = e, =e,, =¢ =§/3

BZ
U_E(S

B

Ci +2C,
3

Here ¢ is the ratio of the volume expansion.

(b) Shear mode with the shear modulus C11 —C1y @ €4 =

U= (011 — 012)52.

(B.19)

(B.20)

—Cyy =£&

(B.21)
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(c) Shear mode with the shear modulus Cyy : e, =6

_ Cu

2
6. (B.22)

U

The number of degeneracy is one for (a), two for (b) and three for (c). As we see in
the end of this appendix, the isotropic property requires the relation

Cll - 012 (B 23)

C144 - 9 )

in which the two shear modes, (b) and (c), will be degenerated.

14¢

5 14¢

Cys C11—Cr2

1+

Figure B.1: Schematic figure of the three elastic modes in the cubic symmetry. The
elastic modes are labeled by the corresponding elastic constants: the bulk modulus

(B) and the two shear moduli (C1; — Cha, Cyy).
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Compliance constants

When we solve Eq. (B.14) with respect to the components of strain, we obtain

-1

Cra Cn Ci Cio X,
Cyy Ci2 Cn Cyo Y,
€2z _ Ci2 Ci2 Cn Z,
€y 044 Xy
€yz 044 Y;
€z 044 Z;v
S Sz Sie X,
Sz St Sia Y,
Si2 Sz Sn Z,
= B.24
Saa Y,
S44 Zx
where
det[é] = (011 + 2012)(011 — 012)2 (B25)
1
Sy = — B.26
W= g (B.26)
_ 1 cy C
_ —1 _ 11 12
Su = (C )11  det[C] ‘ Crz2 Cn |
B ChHh —Ch
(Ch1 + 2C19)(Chy — Ch2)?
Ci1 + Chg
f— B.27
(Ch1 + 2C12)(C1y — Cha) ( )
~ -1 Cp C
_ -1 _ 4 12 12
Y12 = (O )12 ~ det[C] ‘ Cia Cn ‘
_ C12(Ch1 — Ch2)
(Ch1 + 2C12)(Chy — Ch2)?
= —Cuo (B.28)

(Ch1 + 2C12)(Chy — 012)'

The three independent parameters (511, S12, S44) and called ‘compliance constants’,
which are equivalent to the stiffness constants (Ciy, Cia, Cys). Also note that

1

S11 — Si2 Co—Co
11 — G2

(B.29)

Young modulus at (100) direction

As an example of the anisotropic elastic properties, the Young modulus and the
Poisson ratio are calculated under the external load in the (100) direction (Ego, yfg%).
The present Poisson ratio 1y is defined for the deformation in the (010) or (001)

direction, which gives

Cyy = Czz = _Vﬁ))g)em- (B.30)
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The components of the stress tensor are zero except X,. The non-zero components
of the strain tensor (e, €y, €.,) are determined by

oU
Elooem = Xx - Je = Clle:t:r + C112 (eyy + ezz) (B31)
oUu
0 = Yy = = C’Heyy + 012 (622 -+ 6$$) (B32)
Oey,
oUu
0 = Zz = aezz, = 011622 + 012 (6$$ + eyy) . (B33)

When Eq. (B.30) is introduced into (B.32) or (B.33), we obtain

—0117/100 + Cha(— Vloz) +1)=0 (B.34)
and thus
o  Cin
v S B.35
100 — 011 + 012 ( )
The above equation and Eq. (B.31) give the Young modulus as
Eyp = Cu+ Cia(— 2’/102))
_ 011 + C’116112 - 20122
Cii + Cyo
Ciy1 — C)(C 2C
(Ch 12)(Ch1 + 12) (B.36)
Ci+ Cho

The same expression can be obtained from the compliance constants, when the
matrix equation

€xx S11 Sz Sie Xy
ey | =1 Sz Su OS2 Y, (B.37)
€2z Si2 Sz Su Z,
is reduced to
1(0) S11 Sz Sie Eroo
—vigp | = | Sz St Sia 0 : (B.38)
—Vﬁ))% Sz Sz Sn 0

Using Egs. (B.27) and (B.28), the Young modulus and Poisson ratio are given, as

1 (C1 — C12)(Chy + 2C1o)
E - _— = B.39
100 S11 Ci1 + Cho ( )

(0) 512 012
= —FinSio = ——=2 = 2 B.40
Y100 10012 S11 Ci1 + Cho ( )
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Another definition of strain tensor

Now we introduce another definition of the strain tensor, which are seen in some
textbooks. The nine variables u;; are defined as

Upy = du _ e
_ 1 % + Ouy <_ l >
Yov =9\ or dy — ot
L (Ou, Oug\/ 1
e =5 <a— * 6y> (= 50 (B41)

and so on. The strain energy is defined as a function of the nine independent
variables;

U = U(u;uw uyy7 Uzz,y u:cya uy;va uyzu uzy7 Uzys u:cz)
Cll 2

- 9 (uiax + u?/y + uzz) +Cho (U:B:cuyy + Uyy Uz + uzzu;m)

2014 (Ugyy Uy, + Uyp Uy + UsyUsy) - (B.42)

The stress tensor is redefined as

L , B.43
7 <8ul] ) 9 variables ( )

where U is differentiated as the function of the nine independent variables. In
results, we obtain the matrix representation of the stress tensor o, such as

oUu
Opx = <a ) == Clluxx + C112 (uyy + uzz) (B44)
Uz 9 variables
oUu
Opy = ( ) = 204Uy (B.45)
auxy 9 variables

The expressions with e;; can be obtained with the relation

1
8U:_{<6U> +<8U> } (B.46)
aeij 2 8uij 9 variables auj ©/ 9variables

The formulation with w;; is useful in several mathematical formulations. For in-
stance, the energy description of Eq. B.42 is equivalent to

U=> oiju; = Tr[ou] (B.47)

ij
Young modulus at arbitrary direction

Hereafter we derive the Young modulus at an arbitrary direction [132]. With the
notations given in this note, the extension ratio is defined given by
07| — [or|

= (B.48)
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which is essential to the calculations of the Young modulus and the Poisson ratio.
The linear expansion (B.2) gives

jor'|* = 3o (0a%)?

%

= Z((sz + du;)?
- Z((Sxi)Z + Z((sz)((Suz) + Z((S:Ej)(éuj) + Z((Suk)(éuk)

k
ou;
= |or|? —|—Z (0x;) 3 : —i—Z (51’] dx;)
8 0
+> (0w auk auk (625) (B.49)

ijk
Here we, again, ignore the second order of (Ou/0z), and obtain

07 |* = [or [ + 2 Uy (6;)(0x;) (B.50)

]

where

1 8’&]' Guz
— ) B.51
The matrix U;; is equal to the strain matrix e;;, except a factor 1/2 in the off-

diagonal elements (U, = €44, Uyy = €4,,/2). Using the above relations, |07/| is given
by

1/2

]

Q

ox; 0x
{1+ U, —- B.52
| r{ > J,M,M} (B.52)

If the direction vector n = (n,, ny,n,) is defined by

ox 0y 0z

n$EW, nyzm, nzzm

(B.53)

The extension ratio in the n- direction is given by

|or'| — |or| dx; o
= ——~) Uy Uijnin;
= T 2 g g = 2 Ve
= egen’+ eyyny + €202 + CxyNahy + eynyn, + eon.n,  (B.54)

Now we turn to consider the situation that a cubic crystal is subject to an external
load in the I- direction and the Poisson ratio is measured in the m- direction. The
unit vectors I = (l,1,,l.,) and m = (m,, my, m,) are orthogonal (I - m = 0).
The extension ratios in the I- and m- directions are denoted as £(I) and ¢(m),
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respectively. The norm of the tension is denoted as P. The corresponding Young
modulus and Poison ratio are defined as

respectively. For the present situation, the stress tensor ¢ must has the properties

ol = Pl (B.55)
om =0 (B.56)

This is fulfilled in the form of o;; = Pl;l; or
X, X, X, Lpoly Ul 1L,
Y, Y, Y, | =P| Ll Ll Ll (B.57)
Zy Zy 4, L, L, LI,

The diagonal and off-diagonal components are written in, for examples,

Xx = Plxlx = Cnem + 012 (eyy + ezz) (B58)
Xy = Plxly = O446$y. (B59)
The off-diagonal component of the strain tensor are given by, for example,

Lol

44

€y = P = PS44l$ly (B60)

The diagonal components {e,, €y, €., } are given by the matrix equation

Cii Cip Chp €xx lg
012 011 012 Eyy = P l; (B61)
Crz Cr2 Cn €2z I

or

Coax Si1 Sz Sie lz
Eyy =P 512 SH 512 ZZQI (B62)
€2z Sz Sz Sn 2

The solutions are, for example,

efL’fL’
o = Sl + Sm(l; +12)
Suli + 512(1 — lz)
= (SH — Sm)li + 512 (B63)
or, with the stiffness constants,

e 1 Cha
= = [ . B.64
P Cip—C2 ® (O +2C1)(Ch1 — Cya) ( )
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With the definition
n(l) = B2+ 55+ 120 (B.65)
and the relation
L= 1) =L+E+E)? =1+ 1,4+ 1 +2n(l), (B.66)
the extension ratio at the I-direction is given by
W _ {(S11— S12)2 + S1a} 12+ {(Su1 — S1a)i2 + S} 12
P 11— O12)ly + o124 by 11— O12)ly + o127 by
+{(S11 — S1)2 + Sia} 12 + Sua(B212 + 1212 + 1212)
(S — Sy + 1+ 1) + So(Z+ 1+ 12) + Su(BE + 212+ 1212)

= (S — S12)(1 = 2v1) + Sia + Sumn
St + (Saa — 2(S11 — Si2))m (B.67)

or, with the stiffness constants,

e(l) Ci+Cho ( 1 2

- Cu Ci—Cp

P~ (Cn+20)(Ch —Ch) ) m() (B.68)

With the definition
v (l,m) = ll,m;m, + l,lm,m, + Llm,m,
and the relation

0=(l- m)2 = (I,my + l,m, + lzmz)2

= Zm2 + m2 4 Zm? + 27 (1, m), (B.69)
the extension ratio at the m-direction is given by

e(m)
P

- {(511 — Su)l2 + 512} mg + {(511 — Sl + 512} m,
+ {(511 — Si)l2 + 512} m?

+Sua(lplymemy + L lLmym, + Ll,m,my)
= (Su — S12)(=272) + S12 + Suv2
= Si2+ {(Ssa —2(511 — S12)} 12 (B.70)

or, with the stiffness constants,

e(m) —C49 N ( 1 2

- Cu  Cpy—Ch

P (C11 + 2C12)(C11 — Ch2) ) 12(lm) (B.71)
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The Young modulus is given by

L _em)
EQl) - P
= (SH — 2512) + (544 - 2(511 - 512))’71

Cll + 012 ( 1 2 )
N (5 - 5—— ). B
(Oll + 2012)(011 — 012) 044 Oll _ 012 71( ) ( )

The Poisson ratio is given by

e(m)
e(l)

Stz + {(Sua — 2(S11 — S12) } 12
(S11 —2512) + {Su — 2(S11 — Sh2)}

vil,m) = —

—C 1 2
_ (011+2012)éé11*012) (0_44 B 011*012) 72(l’ m) (B 73)
Cin+C 1 2 ’
(011+QC}112)(C}1217012) + (C_44 o 011*012) fyl(l)

In the case with I = (1,0,0) and m = (0, 1,0), the values y; = 0,72 = 0 are obtained
and Eqs. (B.72),(B.73) are reduced to Egs. (B.39), (B.40). From Egs. (B.72),(B.73),
the isotropic elastic properties will be given by

Opy = 12— 712 (B.74)

The anisotropic Young modulus in silicon is shown in Table B.1.

Cll CV12 CY44 ElOO EllO Elll
Si| 166 | 64 | 80 | 130 | 170 | 189

Table B.1: The elastic constants Ci;,Cise, Cyy and the anisotropic Young moduli
FE100, F110, F111 in silicon are shown in the unit of GPa. The anisotropic Young
moduli are calculated by Eq. (B.72). Note that the (100),(110) and (111) directions
correspond to 3 = 0,77 = 1/4 and ~; = 1/3, respectively.
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B.2 Simple classical model in tetrahedral struc-
ture

Here we demonstrate how the anisotropic elastic property in the tetrahedral struc-
ture is derived from a microscopic model. We consider a simple classical model,
which is consist of the two harmonic potentials in the bond stretching mode and the
bond bending mode [62]. The model contains the two parameters and we will fit
the two parameters so as to reproduce the bulk modulus B and the shear modulus
Cs(= C11 — Ch3). Then the shear modulus Cyy will be determined from the present
model and compared to the experimental value.

Figure B.2 shows the tetrahedral structure with the two shear modes. The atom
placed at (0,0,0) and the four nearest neighbor atoms are picked out

lo
O —=(0,0,0
(0.0,

A —2(1,1,1)
B —2(1,-1,-1)

¢ —L(-1,-1,1)

lo
D % (-1.1,-1).
\/g( )
We will consider the above five atoms that includes the four bonds (OA,0B,0C,0D)
and six bond angles (AOB,BOC,COD,DOA). The total strain energy per atom is

given by

EER LR L e

i:bond j:bond angle

The factor 1/2 in the first term cancels the double counting of the bond stretching
energy; For example, the stretching energy of the bond OA is counted as the energy
per atom for the atom O and the atom A.

Figure B.2: Top view of the tetrahedral structure. The arrows indicate the z and y
components of the deformation in (a) the shear mode of Cy;—Cis or (b) the shear
mode of Cyy. See the text for the coordinates of each atom.
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Bulk modulus

The bulk modulus is derived, when the deformed atomic coordinates are chosen as

lo

O \/3(0 0,0)
A (1+ 6)\/0_(1, 1,1)
B (1 —}-6)%(1 —1,-1)
C (1+€)%( 1,—-1,1)
D (1+ e)lj(— ,—1).
The corresponding strain energy is
U=U, = 5(35)2@0 = 932“0 2 (B.76)

per atom, due to the definition of the bulk modulus. In Eq. (B.75), on the other
hand, the four bond length is stretched by dl;/ly = € and no bond angle is changed.
Thus the strain energy U; should be written as

1
Ur=35x4x %gQ = 2. (B.77)

Now we obtain the relation between the microscopic parameter o and the Bulk
modulus B as

QBUO
2

a = (B.78)

Shear modulus Cy; — Cyy

The shear modulus Cy = C11 —C}5 is derived, when the deformed atomic coordinates
are chosen as

O
(0,0,0)

f

O (+14e,+1—e,+1)

(+14e,—1—¢,-1)

(—1—e,—14¢,+1)

a\s SIF Sl Gl

(—1—e,+1—¢,—1).
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Within the linear order of €, no bond length is changed. The change of the six bond
angles are classified into three types;

= {l+e(-1-a)+1-o)(-1+)+1}
= —+0() (B.79)

— —% (1—4e)+0 (52) (B.80)
cos(BOC) = cos(AOD)

= {04 (1=)+ (T +e)(-1+e) 1)

- Lasagro() (B.21)

We recall that the bond angle in the ideal crystal 6y gives

cos by = —%, sin 0y = ¥ (B.82)
and 6y ~ 109.47. For a small deviation 06, we obtain
cos(fy + 60) = cosbycos(60) — sin by sin(d6)
— —% (1+2v200) . (B.83)

When the above relation is compared with Eq. (B.80) or (B.81), the four bond angles
are changed by the amplitude of

100 = V2¢ (B.84)
The corresponding strain energy per atom is given by
U=U,=4x g(ﬁef = 46¢?, (B.85)
which is compared with
U, = Cse?uy, (B.86)

Therefore we obtain the relation between the microscopic parameter 3 and the elastic
constant C
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Shear modulus Cyy

The shear modulus Cyy, when the deformed atomic coordinates are chosen as

lo
O %(0,0,56)
(+1+e,+1,41)

7
B l—\/o_( —e,—1,-1)
lo

C —L(-1—g,—1,41
ol )
lo

D —L(—1+4e,+1,-1).
\/3( c )

Here we introduce an internal strain parameter £ [133, 81, 62]. We will find that the
parameter is positive. The corresponding strain energy per atom is given by

U3 = %52’00 (B88)

The four bond lengths are classified into two types;

( A) = (0C)
{+e)?+1+0 -2}
{

142+ 141 —2¢)2

of )8}5
{B 079} (B.59)

()()
lo

= 7{ (1—e)*+ 1+ (1+£)?}

ot

From the above relations, the bond stretching energy is contributed by four bonds
and is given by

1 &« 2 el 1-¢ ? a(l—¢)?
2 2 5(3) ;‘§X4X§X{T5} == < (B9

On the other hand, the bond angles are classified into three types; The first type
is the angle between two shorter bonds, that is, the angle (BOD). We calculate the

Q

7
7

Q

N[

Q

5}‘ (B.90)
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inner product
(0B-0B) = B0 o142+ ()11 + (11— )1 - &)
~ -T2 (B.92)

and the product of the bond lengths,using (B.90),

0B/ |OD| = 22 {1 - (1;5)5}2 ~ 12 {1 - 2(13_5)5}. (B.93)

From the above relations, we obtain

OB - OD

|OB| |OD|
11—2(1+¢)e
51—,

= —% {1-2(1 —|—§)5}{1 + 2(13_6)5}

cos(BOD) =

- _%{1_2(1+2§)5}. (B.94)

The second type is the angle between two longer bonds, that is, the angle (AOC).
We calculate the inner product

(03 0c)
- g{a +e)(—1—e)+ (+1)(=1) + (1 — &&)(1 — &)}

_53 (1+2(1 +€)e} (B.95)

Q

and the product of the bond lengths,using (B.89),

|OA||OC| = 12 {1 - (125)5}2 ~ 12 {1 + 2(13_ f)g} : (B.96)

From the above relations, we obtain

 0%.0¢

~ |OA]]OC|
11421+ &)e

3 2(1-¢)
31429,

- —%{1+2(1+5)5}{1—

cos(AOC)

2(13— 5)5}

- _% {1+§(1+2§)5}. (B.97)
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The other four bond angles, (AOB),(DOA),(COD),(BOC), are classified by the bond
angle between a shorter bond and a longer bond. The above angles are not changed
within the linear order, which is proved, as follows. For example, we calculate
cos(AOB) using the inner product

(o8..3%)

= {040 =)+ (F1)(-1) + (1~ )(~1 - €2))

= —% {1+ 0"} (B.98)
and the product of the bond lengths

|OA||OB|
= 2 {1 _a ;5)5} X {1 e ;5)5} ~B{1+0(}.  (B.99)
The above relations result in
OA - OB 1

From the above calculations of the six bond angles, we can see that the bond bending
energy is contributed by two bond angles whose amplitudes are the same value of

160] = gu +26)e, (B.101)

where we use Eq. (B.83). The corresponding bond bending energy is given by

26: g (66,)> = 2 x g (?(1 + 2§)g> = %(1 + 2€)%e%. (B.102)

j:bond angle

The strain energy due to Cyy is the sum of Eq. (B.91) and Eq. (B.102), which is
given, as a function of ¢ by

_a(l—¢)

Us(€) = 20

5 g2 + ?(1 + 2€)%e%. (B.103)

The equilibrium strain energy is determined by relaxing the internal strain parameter
&

Ui(&) = 0. (B.104)
The relaxed value is denoted as ( and is given by

9
0 = g—gUé(C)

20(1 — €)(—1) + 48(1 + 2¢)2
—2{a(l = ¢) —48(1 +2¢)}
—2{(a —4B) — (o + 88)}. (B.105)
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As results, we obtain
a— 40
a+ 803

Now we would like to calculate the relaxed strain energy Us((). As preparations,
we calculate

(=

(B.106)

a+88 a—48 125
a+83 a+83 a+83
a+868 2a—8p3 3a

T Rmor-v: ;1 (B.108)

When the above relations are introduced into Eq. (B.103),

1— (= (B.107)

(o) = oL By e
2 2
- Sl ()}
- %%ZM)Q {14408 + 1803}
- 9@%286)2 x 18a3(88 + )
_ jo_‘f;; (B.109)
We rewrite Eq. (B.78) and Eq. (B.87)
o= 95”0, 8= %vo. (B.110)

From the above relation, the internal strain and the relaxed strain energy is given
by
a—4p 9B —2C;

= a+83 9B +4C.

(B.111)

and

20 3e2 298 Cs 1 9BC,
_ 20be _ s =2 (B.112)
a+83 2485 298 + 4C;

Since the above energy should be equal to Eq. (B.88), we obtain an important
relation

9BC;

— B.113
9B + 4C; ( )

044 =

Moreover, an theoretical quantity Cﬂ) is often defined as the shear constant for the
strain without the internal strain (§ = 0), which results, using Eq. (B.103), in

C(O)
%5 vo = Us(£=0) = §€ —|—§52 (B.114)
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Using the above relation and Eq. (B.110),

1
0(0) _
=g

1 9B Cy 1
(2a+49) = 5 (27 4 41) — B+ 5C (B.115)

Equations (B.111), (B.113), (B.115) are the resultant relations.

Discussion

The above two-parameter classical model is applied to silicon. In silicon case, the
bulk modulus nearly equals to the shear modulus

B~ C, ~ 100 [GPa], (B.116)

which is adopted as the input values. In the case with B — C, Egs. (B.111),
(B.113), (B.115) are reduced to

7
L ~054 B.117
¢ = 33 ( )
044 9
— =~ 0. B.11
o 00 (B.118)
o\ 10
111 B.119
o 9 ( )

The results are shown in Table B.2 with ab initio and experimental values. The
present simple model reproduces the experimental values well, which implies that
the elastic constants can be understood by the present simple model, that is, the
model with the harmonic potentials of the bond stretching and bond bending.
Here we add several comments; (a) Keating gives the following expressions [134]:

201, 3B-C;

 Cu+Ci 3B+C

(C11 — C12)(C1y + 3Ch2) _ 3BC;
2(Chy + C1a) 3B+ O

¢ (B.120)

Cy = (B.121)

which are similar to Egs. (B.111) and (B.113), respectively. (b) The internal strain
parameter ( is determined by the competition of the bond stretching energy and
the bond bending energy. In limiting cases, the value will be given as

¢ — 1, (a>»porB>C) (B.122)
¢ — —%, (a < for B<Cy). (B.123)

In silicon case, the value of ( is positive, which means that the bond stretching
energy is more important than the bond bending energy. In other words, the bond
is harder to stretch but easier to bend. (c) Since the present simple model is a three-
body interatomic potential, the model does not reproduce the energy difference of
the diamond structure and the wurzite structure. So as to reproduce the above
difference, the energy term for the dihedral angles should be considered.
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Simple model | ab initio[81] Exp.
B [GPa] | 100 (input) 92.0 97.8
Cs|GPa] 100 (input) 98.0 101.2
Cy [GPa] 69 85.0 79.6
Y [GPa) 111 111 -
¢ 0.54 0.53 0.54 [135]

Table B.2: The elastic constants and the internal strain parameter ( in silicon, where
B = (Cyy +2C12)/3,Cs = C11 — Cha. In the ‘simple model’, B = Cy = 100 GPa are
used as the input values and the other quantities are given by Eqs. (B.111), (B.113),
(B.115).



B.3. THEORY IN ISOTROPIC MEDIUM 201

B.3 Theory in isotropic medium

This appendix is devoted to the theory of elasticity in isotropic (3D) medium. See
Refs. [132, 136] as standard textbooks. As explained in Section B.1, the number
of the independent elastic parameters is reduced to two, in isotropic media. We
redefine the strain energy with two parameters as

U

)\ 2
o+ (S +u5id

A
— %+§@mW+uZﬁr (B.124)
]

The parameters A and p are called Lame parameters. Here the trace

Oy, n Ou, n ou,
ox oy 0z

Tr[u] = Uy + Uy + Uy = = divu (B.125)

corresponds to the ratio of the volume expansion. Note that, there must be some
conditions on the components of the strain tensor, because they are defined as
partial derivatives of the components of the displacement vector u = u(r). These
conditions are called the condition of compatibility [132, 136].

Stress and strain

The stress tensor o is given by

0ij = v = A (Tr[u]) 6;; + 2pu;. (B.126)
auij 9 variables

The trace of Eq. (B.126) is reduced to

Tr(o] = A (Trfu]) Y 6 + 2uTr[u] = (3N + 2p) Tr[u]. (B.127)

]

Using Eq. (B.127), Eq. (B.126) is solved for u;; as

1 T
uij = — Uij — )\ I“[U] 6ij . (B128)
20 3A+2p

Bulk and shear modulus

If we define the shear stain matrix as

its trace is equal to zero

Tr[a] = 0. (B.130)
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Using the above relations, one obtains

%:ufj =3 <aij+TrT[u]6i'>2

ij

_ 2T [u] _ Tr[u]\?
ij ij ij
T 2
_ 2}@»”+m+<gm>3
]
Telul)?
Y (i) 4 rgq) . (B.131)
]
From above all, the deformation energy is written as
1 2
U:J%+§(A+yQ(HMf+u§y@. (B.132)
]

Here the first term corresponds to the volume expansions and the second term
corresponds to the shear strains. For the energy stability, the coefficients must
satisfy

2
BE)\+§M>O, > 0. (B.133)
Here B or p is called the bulk or shear modulus, respectively.

Young modulus and Poisson ratio

If the components of stress are chosen to be zero except 0,., Eq. (B.128) gives the
non-zero components of strain as

A+
T —ox o Ozz B.134
! nBr+2p)” (B.134)
A
e, = N B.135
tyy = 2u(3X + QM)U ( )

The Young modulus E and the Poisson ratio v are given as

O (3N +2p)

A i e (B.136)
”:_%izﬁﬁﬂ‘ (B.137)
Since the parameter set (A, ) can be written by the parameter set (F,v)
\ vE
(1-2v)(r+1)
b= £ (B.138)

2(v+1)
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Eq. (B.126) gives

E 1—v v
xr TT 22 B.139
7 (1+u){1—2y“ g, )} (B-139)
E
ry = zy- B.140
Ozy 1 +M)u y ( )
When Egs. (B.139), (B.140) are compared with Eqs. (B.12), (B.13), we obtain
E 1-v
Chy = B.141
H (14+p)1—2v ( )
E v
Cpp = —m— B.142
2 (14+p)1—2v ( )
Cip— Cho E
Cuy = = . B.143
“ 2 2(1 + v) ( )

From Eq. (B.137), the Poisson ratio is rewritten as

1 A 1B-3p 11—
C2M+p 2B+4p 214347

@i
W=

(B.144)

Since the parameters p and B are positive, the Poisson ratio v must satisfy
—1<r<-—. (B.145)

In most experiments, the Poisson ratio is positive (0 < v < 1/2).

Equation of motion

The equation of motion for a local region is given by

o
pii; = Zaixj (B.146)

where the constant p is the density. If the right hand side is denoted as f;, the
vector (fy, fy, f.) is the force imposed on the local region. From Eq. (B.126), the
right hand side of (B.146) is given as

9o ) Ouy;
= A (T 2 i
> at%,( Hul) + 205

ﬂfj
3 8u] 3uZ
= Ao +“Z <8xl axj>
0 3 Ou, 0%u;
= /\axi (Tr[u]) +'ua$i 2]:3—1‘] +sz:a—I?
0
= (A + M)ﬁx- (Tr[u]) + pAu,. (B.147)

Therefore, Eq. (B.146) is given, in a vector form, as

pu = (A + p)grad dive + pAu. (B.148)
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Biharmonic property of the displacement vector
From Eq. (B.148), the balance equation is given as
0= (A + p)grad divu + pAu (B.149)
or, with the relation A = grad div — rot rot,
0 = (A + 2u)grad divu — prot rotu. (B.150)

When we take the divergence of Eq. (B.150) and use the relation divrot = 0, we
find that divw is harmonic;

0 = div grad dive = Adivu. (B.151)
If the Laplacian A is operated on Eq. (B.149), we obtain

0 = (A p)Agraddivu + pA?u
= (A + p)grad Adivu + pA*u, (B.152)

where the second equality is given by the relation A grad = grad A. From Eq. (B.151)
and Eq. (B.152), we conclude that w is biharmonic;

Au = 0. (B.153)

Elastic wave
Now two velocity parameters (¢, ¢;) are introduced by the definitions

A2 3B+4
o = ¢ + “:\/ + e (B.154)
p 3p

_ |
¢ = \fp. (B.155)

Here the inside of the square root is positive, because of B, 1 > 0. The parameter
set (¢, ¢;) can be written by the parameter set (F,v) as

q = $ 7 Bl —v) (B.156)

E
¢ = Hm. (B.157)

Now the ratio between the two velocity parameters are determined only by the

Poisson ratio v as
Ct 1—2v
— == B.158
a \V2(1-v) ( )
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Note that ¢; > v/2¢, within the range of 0 < v < 1/2. We also find that

A= p(d—2q) (B.159)
p = pc; (B.160)
3c? — 4c?

E = pd—t —* B.161
PC Z—a ( )

2 2

¢ — 2¢;
= Lt B.162
T NE—a) (D162

Several useful relations are added
A+2u = pc; (B.163)
l—y = —+ (B.164)

The equation of motion of Eq. (B.148) is written, with ¢, ¢;, as
it = cCAu + (¢ — ¢)grad divu. (B.165)

From vector analysis, a vector field can be decomposed into two vector fields

u = u + uy (B.166)

where
divue, = 0 (B.167)
rotu; = 0. (B.168)

When Eq. (B.166) is substituted to Eq. (B.165),

2_

0 = iy + iy — c;Auy — i Aug — (¢ — ¢)grad divay. (B.169)

If we take the divergence of Eq. (B.169) and use the relation Adiv = divA, we
obtain

0 = diviy — Adivu; — (¢ — ¢)Adivay
= div (i — ). (B.170)
On the other hand, Eq. (B.168) gives relation
0 = rot (i — c;Aw). (B.171)
In general, if a vector A satisfies divA = 0 and rotA = 0, the vector A should
be a constant vector. Since the elastic wave has the trivial solution of u; = 0,

Egs. (B.170),(B.171) give

it — ¢ Auy = 0. (B.172)
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If we take the rotation of (B.169) and use the relations Arot = rotA and rot grad = 0,
we obtain

0 = rotik — c;Arotu
= rot (1'1',1 — C%Aul) ) (B.173)

We can follow a derivation similar to that of Eq. (B.172) and obtain
ity — 2 Aug = 0. (B.174)

The equations of elastic waves are summarized as follows;

’U;t = ctAut (B175)
’dl = clAul (B176)
diva, =0 (B.177)
rotu; =0 (B.178)
Ct 1—2v

— =y B.179
C| 2(1 — V) ( )

Surface wave

From the Egs. (B.175),(B.176), (B.177),(B.178),(B.179), we derive the surface elastic
waves, or the Rayleigh waves, that propagate near the surface region. Let the
medium be in z < 0 and the x axis is chosen as the propagation direction. We can
suppose the following forms

U (T, 2) = w0 giklecst) gz (v =m,y,2) (B.180)

ua(z, 2) = ul(g)eik(‘”_c‘gt)e’“z (v =1x,y, 2). (B.181)

with ¢; > 0. Equation (B.175) gives

—k* = 2 (—k* + K?) (B.182)
and thus
cs\ 2
Ko = k|1 — (—) . (B.183)
Ct
Similarly, Eq. (B.176) gives
N2
= ky[1— (—) . (B.184)
&

For the decay property in the z direction, k¢ and k; should be positive (kg, k1 > 0),
which requires

cs < ¢ < . (B.185)
The boundary condition at the surface (z = 0) is written as

6n, = 0. (B.186)
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Here we define « as

c
oa=—.
Ct

After several calculations [132], we obtain the following relations;

c? c?
a6—8a4+8<3—2—;>a2—16< ——3) =0.
G G

207

(B.187)

(B.188)

(B.189)

(B.190)

(B.191)

Since the ratio ¢;/¢ is a function of the Poisson ratio v, as in Eq. (B.179), the
parameter « is a function of the Poisson ratio v (o = a(v)). Within the range of 0 <
v < 1/2, the numerical solution of Eq. (B.191) gives a uniquely as a monotonically
increasing function of v. The range of o is 0.874 < a < 0.955 within the above range
of v. It should be noted that the two components of surface wave, unlike those of
bulk wave, are not independent, on account of the surface boundary condition of

Eq. (B.186);
uég)_%_ . a V2o g2 _ 2—a
W0 bk )] 2/1—a® 2

ug)_ak_ . 2 o2
w9 b ct 2V/1 —a?’

1z

(B.192)

(B.193)
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C.1 Theory of elasticity in isotropic 2D medium

The theory of elasticity in isotropic 2D medium is briefly reviewed, particularly for
describing the theory of fracture. See a text [137] as a reference.

As in the 3D medium (See Eq. (B.124)), the strain energy in an isotropic 2D
medium is given as

Ao
U = U+ > (Tr[u])? + o > o, (C.1)
]
where the summation runs over the planer components (x,y). In this appendix, the
components of the stress tensor are written as

oij = < ;‘; Z”yy ) . (C.2)
The equation of balance is written in
Joy  OTyy % OTay
Ox oy Oy Ox
The condition of the compatibility (See Section B.3) is reduced to only one equation;

0*u 0u 0u
TT Tz 9 Ty _ ' 4
oy? 0y? 0xdy 0 (C4)

~0. (C.3)

Stress and strain

The components of the stress are given, like Eq. (B.126), as

Oy )\0 + 2/10 )\O Ugy
Oy = )\0 /\0 + 2/10 Uy (05)
Txy 2;“0 Ugy

With a determinant

_ | Ao+ 2u0 Ao

D = )\0 )\O + 2,“0 = ()\O + 2/10)2 — /\(2) = 4,[10(/\0 + /L()), (06)

we obtain the components of the strain

1
Ugpre — 5 {()\0 + 2,&0)0'x — )\an} (C?)
1
Uyy = 5 {(/\0 + 2,[1/0)0'31 - /\00'33} (08)
_ Ty
Upy = 20 (C.9)
When Egs. (C.7),(C.8),(C.9) are substituted into Eq. (C.4), we obtain
2 2 2
0 — 8um+8um_28uw
oy? oy? 0xdy
1 9o, 0o
= D ()\0+2M0)a—y2 — Ao ayQy
Do d*c, D O*r
Ao + 2 LA L C.10
(0 + 2u0) 0x? 0 92 Lo Oxy ( )
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Here Eq. (C.3) is used for eliminate 7., and obtain

2 2
8%_ 0o,

0 = (Xo+2u0)

D d%o, N 0%,
2p1p \ Ox? Ox?

— 2
(Ao + ,Uo){ o - e o T g
2 82

= (Ao +2p0) <@ + 8—y2> (0 +0y), (C.11)

where we use the relation D/(2pug) = 2\ + 24 that is derived from Eq. (C.6).

Stress function (1)

Equations (C.3) and (C.11) are the conditions on the stress components. The stress
components can be expressed by a real function A = A(x,y) as

0*A
0*A
D*A
= — . 14
Tzy 8[[’8@} (C )

Equation (C.11) is reduced to the biharmonic property
A*A =0 (C.15)

of the function A. This function is called ‘Airy function’.

Here we transform the formula to those with the complex variable z = x+iy. The
two independent variables (z, Z) can be used instead of (z,y). Some mathematical
relations are listed

o2 2 e o
9 _ o 1
02 02 0w0:  9m (C.16)
o2 N
A A LA 1
9,2 022 " 00 o (C.A7)
o2 2 o
_ (L L 1
0xdy Z((%Q az2>’ (C.18)
and so
o2 2
4 = - 1
0202 02 o (C.19)

0? o? 0? o?
4—0 = |=—=——=— | —21 . 2
022 ( ox?  0Oy? ) ! 0x0y (C.20)
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Using Egs. (C.19,C.20), we can write
0% A
4

g0z T (G:21)
0?A .
4@ = (0, — 0y) + 2iTy, (C.22)
Hereafter we denote differentiation or integration as
df d*f
Fe =2 =25

dz’ dz?’
fVGR) = /Zdzf(z), ) = /Zdz /Zdzf(z)

In general, if a function f is holomorphic with respect to z, the relations

of

5 = 0 (C.23)
of _

9. f(z) (C.24)

are satisfied. The former one is the Cauchy-Riemann relation. The above relations
are essential to the following discussions.
From Eq. (C.15) and Eq. (C.19), we obtain

0*A
022072
The function A is given by successive integrations of Eq. (C.25) with respect to z
or z;

—0. (C.25)

PA

907 hi(2) (C.26)
PA

5o = () + fo(2) (C.27)
% — V@) 4+ £50G) + f(3) (C.28)
A=zf72@) + 2702 + (70 (3) + fal2), (C.29)

where f1, fo, f3, f4 are arbitrary holomorphic functions.
Since A(z,y) must be real (A = A), the above expression can be written as

A = % (Z¢(z) +20(2) + x(2) + Wz))
— Re[z0(2) + x(2)], (C.30)

with holomorphic functions ¢(z) and x(z). The above functions ¢ and x are called
‘Goursat functions’.
Using Egs. (C.21) and (C.22), one can obtain

o, +oy, 5 0*A
2 7020z
62
= 1505 (Z¢ + x) + c.c
= [¢'(2) + ]

= 2Re[¢] (C.31)
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and
Op — 0y . 0*A
-+ /LTxy = W
0? -
I~ (C.32)

Therefore, the components of stress are expressed by the Goursat functions as

0, = 2Re[¢] —2Re[¢"] — yIm[¢"] — Re [X"] (C.33)
o, = 2Re[¢'] + 2Re(¢"] + yIm [¢"] + Re [X”] (C.34)
Ty = xlm[¢"] — yRe[d"] +In[x"]. (C.35)

Stress function (2)

Other pairs of the stress functions can be used in stead of ¢(z) and x(z). One of such
pairs is called ‘Westergaard functions’, denoted as Z;(z) and Z;;(z). The definition
is

Zr = 24 + 24" + X" (C.36)
iZ[[ = qu)”—i—x” (C37)
or
20 = 2V —iz{[Y (C.38)
2 = {zi Y —zziy+i{zi;V + 2Zu} . (C.39)

Here Eq. (C.38) is directly derived from the integrations of Egs. (C.36) and (C.37).
Equation (C.38) is obtain, when we integrate Eq. (C.37);

2 = 2175V 2 / 2¢"dz
= 2279 = 2(2¢/ — ¢)
= 227V — 229/ +2¢
= 225" — 22 —iZu) + (200 — iz )
= {Z}fl) — zZI} +1 {Z};l) + ZZH} ;

where the fourth equality is given by Eq. (C.38) and its derivative.
The components of the stress are given as

0. = RelZ;] —yIm|[Z}] + 2Im[Z;;] — yRe[Z},]

y = RelZ] +yIm[Z]] + —yRe[Z},]
Toy = —YyRe[Z7] + Re[Zy;] — yIm[Z7,]. (C.40)

Q
I

Since the above forms will be reduced to simple ones on y = 0, the Westergaard
functions are useful for the crack analysis, in which the crack lies on y = 0.
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As a simple case, a uniform stress field
(02,04, Ty) = (01,00, 7)) (C.41)

is expressed by the following constant functions

Zi(z) = o
(0) _ ;(0)
(0} ag,
Zi(z) = T}fyﬂ'%, (C.42)

where (") .0(® and 7)) are real constants. Note that the imaginary constant term
of Z; does not contribute the stress fields.

Using the Westergaard functions, the Airy function, given as Eq. (C.30), is writ-
ten as

A = Relz® —iyzi ™V —yzi;"]
= Re [z ”] +ym[2{ "] —yRe[2{;"]. (C.43)

The derivation of Eq. (C.43) is as follows; when we integrate Eq. (C.39), we obtain

1
X = 3 [ZI—/2Z1d2+iZU+i/ZZHd4

1 ) -1 ) (=2 . -1 -2
= S|z -GV -z iz v iz - 2

. 1 . _
= 7;Y — gz —izy ). (C.44)
On the other hand, Eq. (C.38) gives

1, _
26 = 55(2} Dz (C.45)

When Egs. (C.44) and (C.45) are substituted into Eq. (C.30), we obtain Eq. (C.43).

Stress field with a crack

Now we would like to show the stress function for the stress field with a crack. The
crack lies on the finite line connecting z = —c and z = ¢, where c is a positive value.
Three polar axes are defined as

z=r0e%0, z—c=rpe 24 c=rpe (C.46)

and the variables

O + 65

0= 5 T =./TATB (C.A47)

are also defined. All the angles should satisfy —m < 0g, 04, 05,0 < 7. The geometry
is shown in Fig. C.1.
A stress function is proposed as

z

Vi — 2 4 =0. (C48)

Z[:O'O
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B

OB 0o Oa

Figure C.1: Geometry of the three polar axes (ro,0o), (ra,04), (78,08).

The branch cut is chosen at the crack region, that is, the line connecting z = —c and
z = c¢. This choice define the function /22 — ¢? as a single-value function without
the crack region;

V22— 2 = \fra/rpefal?ei®s /2 — e, (C.49)
whose asymptotic behavior is
V22—c=z, o (Jz] > o). (C.50)

Eq. (C.40) is reduced to, with the fact of y = rysinfp,

0. = Rel[Z;] —rosinfoIm[Z}]
o, = RelZi]+ rosinfoIm|[Z]]
Toy = —TO sin 00 RG[ZH . (C51)

Hereafter we show that the function in Eq. (C.48) gives the stress field of a crack
under an external uniform stress field. As an asymptotic behavior, the stress function
is reduced to

Zr=o09, Z;y=0 at |z]>c¢, (C.52)
which gives the uniform stress field of
(0,04, Tay) = (00,00,0) at |z] > c (C.53)
Using the above polar axes, we obtain
_ < _ _TO _i(6o-0)
Z[ = Uom = 0'0?6 o (C54)

and

= 0p—x"¢€ 4_. (C55)
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or
o cos(fo — 0) — & sin g sin 30
7O = T2, . o7
oy | =00— cos(fo — 0) + & sinfo sin 30 (C.56)
Ty ;—z sin 6 cos 36

Eq. (C.56) satisfy the free surface boundary
o,=0, 7y=0 at y=0,—c<z<c (C.57)
because of
0o =0, 0=m/2 at y=0. (C.58)

From the above analysis, we can conclude that the stress function in Eq. (C.56)
shows a situation of a crack under the external uniform stress field in Eq. (C.53).
For the situation of the opening mode or ‘mode I’, the stress field should satisfy

(0, 0y, Tay) = (0,00,0) at |z] >c, (C.59)

not Eq. (C.53). The desirable stress functions are given by

2
Z] = 0'0722 — 2
Ty = —z%. (C.60)
The above functions can be decomposed into two terms. One gives the stress field
of Eq. (C.56) and the other gives the uniform stress field of Eq. (C.41) with the
choice of (¢{”, (" 7{0)) = (=09, 0,0). The resultant stress field is the sum of that

of Eq. (C.56) and
(O-:mo-y?Twy) - (_007070)7 (C61)

which satisfies the boundary conditions Eqs. (C.57) and (C.59).
Now we show the stress field near the crack tip (z &~ ¢). We redefine the notation

ra=r1, Ox=0 o09= \/l% (C.62)
In the region near the crack tip (r < ¢), the expressions
g~ 2¢, fOg~0 (C.63)
are obtained, which results in
FrV2er, O g (C.64)
The expressions for (rg, 0o) should be based on the relations
y=rosinfp = rsinf (C.65)
x =rocosfo = rcosb (C.66)

ro & ¢, (C.67)
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which results in
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sinfp = L sing~ Lsing (C.68)
o C
1 c

cosfp = — (c+rcosh) ~ — ~ 1. (C.69)

Using the above expressions,

To To

the essential terms in Eq. (C.56) are calculated

cos(fp — 0) = cosfp x cos —sinfp x sinf
0 0
~ 1 xcosé—gsinﬁxsinizcosi (C.70)
2 2
%xsin@o R C—xisine
T 2cr ¢
1. 0 .0 (C.71)
= —sinf = cos = sin = :
2 2 2
o K c K
op X — = X = . C.72
T vre " \2er 2 (©.72)
When the above expressions are substituted into Eq. (C.56), we obtain
iy O i 36
o K cos 0 1 + zm ? im i (C.73)
Jy ~ — — 1n ) 1n 5 s .
Tay v 2mr 2 sin g cos %

which diverges at the crack tip (r = 0).

Since the stress field in Eq. (C.61), a

constant field, does not diverge, the asymptotic stress field near the crack tip is
given by Eq. (C.73) for the ‘mode I’ crack. The factor K is usually called ‘stress
intensity factor’ for the ‘mode I' crack.



C.2. THEORIES OF FRACTURE 217

C.2 Theories of fracture

In this section, the continuum theory for brittle fracture is briefly reviewed. For the
overview, see references [90, 91, 92, 93]. Usually three basic ‘modes’ of crack-surface
displacement are distinguished, which are schematically shown in Fig. C.2. Among
them, we pick out the ‘mode I’ or the opening mode, which is the most important
mode for the fracture propagation in highly brittle solids. Hereafter we consider the
situation shown in Fig.C.3(a), in which the uniaxial external load o is imposed on
a sample with a crack. The crack length is denoted as 2c.

(@ (b) ©

USSUS B e B S
l N

Figure C.2: Schematic pictures of the three fracture modes. (a) mode I or the
opening mode, (b) mode II or the sliding mode, (¢) mode III or the tearing mode.
The arrow indicates the direction of displacements. In (c), the displacements of the
upper and lower peaces are perpendicular to the paper in the opposite directions.

P ftet 1

(@) (b)

Vol

Figure C.3: (a) Schematic picture of a sample with a crack under the external load.
The length of the crack is defined as 2c¢. The red circle is just a eye guide for a
circular area with the radius of ¢. (b) The magnification of the region near the crack
tip (r < ¢).
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Asymptotic stress field

The first fundamental concept for fracture is the asymptotic stress field at the crack
tip [138]. The two dimensional polar axis (r,6) is used (z = rcosf,y = rsinf), of
which origin is chosen at the crack tip, as in Fig.C.3(b). With the above axis, the
stress tensor elements 0., 0.y (= 0ys), 0y, are expressed near the crack tip (r < c¢)
as
K

NorT 1i5(0). (C.74)
K = ov/c, (C.75)

where f;;(6) is proper functions and o is the external stress. K is called ‘stress
intensity factor’. The derivation of Eq. (C.74) is given in Appendix C.1 with the
explicit forms of f;;(#). Here the fracture toughness, denoted as K., is defined as
the critical value of K for the fracture propagation. The fracture toughness K. can
be observed experimentally.

The stress field given in Eq. (C.74) diverges at the crack tip (r = 0). This
divergence originates in the large deformation at the region near the crack tip, which
is beyond the theory of linear elasticity. Several energetic descriptions beyond linear
elasticity were proposed for describing the local region near the crack tip. The size
and the atomistic picture of such a local region may be different among materials.
See the textbooks listed in the beginning of this section.

Jij(T', 9) =

Griffith theory

The second work is the Griffith theory [89], in which an energy competition is
essential within the total energy of
ncto?
E
The first term is the energy gain of the strain relaxation, while the second term is the
loss of the surface formation energy. Here L, and F are the sample thickness and the
Young modulus. The present Young modulus E' is one within a two-dimensional case
and corresponds to E = F3p in plane stress (‘thin’ plates) or F = F3p/(1 — v?) in
plane strain (‘thick’ plates), with the ordinary Young modulus Esp and the Poisson
ratio v. The quantity v is the loss of the surface formation energy per unit surface
area. The factor 7c? in the first term is the area of the dashed circle in Fig.C.3(a),
of which radius is given by c¢. The factor appears, when one assumes that the crack
with the length of 2¢ releases the strain energy within the circular area of the dashed
circle in in Fig.C.3(a). The factor 4c¢ in the second term originates from the fact
that the two cleavage surfaces are formed as the upper and lower surfaces of the
crack plane and each surface has the length of 2c.
The total energy U shows a peak at

U=—

L, + 4~cL,. (C.76)

dU w0
0=—=——"2cL,+4vL,, C.77
de B Lt ( )
which gives a length quantity cq as
2~F
c=cg = it (C.78)

T o2
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If the external load o is given, the value of the length cg is determined uniquely. The
length cq gives the critical crack length for the spontaneous fracture propagation.
The essence is the fact that the first term in Eq. (C.76) is a volume term that is
proportional to (length)?, while the second term is a surface term that is proportional
to (length)?. Therefore, dimensional analysis gives a typical length scale cg. This
energy competition between volume and surface terms is analogous to the theory of
nucleation, which is seen in textbooks of statistical mechanics [101].

With the definition of the fracture toughness K., Eq. (C.75) and Eq. (C.78) give
an important relation

K? 2+4E
=)= =21 C.79
(CG )0_27_‘_ T o2’ ( )
or
K?=2vFE. (C.80)

Equation (C.80) shows the direct relation between the fracture toughness K. and
the surface formation energy .

The validity of Eq. (C.80) was investigated in the cleaved Si(111) surface [102]. In
results, the value of 7 is estimated to be v & 1.1[J/m?] within the factor of two [102].
Equation (C.80) with the above value of v gives a consistent explanation between
the results of electronic structure calculations and several experimental results. The
corresponding atomistic picture was discussed in Section 6.1.

Since the essence of the Griffith theory is dimensional analysis, the energy term 4
vc is essential only in its linear dependence on the crack length. In other words, the
factor v can be generally defined as a ‘dissipative’ energy that is required in the frac-
ture propagation by the unit length. For such generalizations and the corresponding
atomistic picture, see the textbooks listed in the beginning of this section.

Mott theory

Third concept is the Mott theory [139], in which the kinetic energy term K is
introduced in the total energy. In fracture dynamics, the release of the strain energy
should be transformed into the local kinetic energy of atoms, as well as the surface
formation energy. The explicit form of K is given by

o2
E?
where v is the crack propagation speed. p is the density and k is a numerical factor.

The dependence of v on ¢ is now ignored for a stationary solution (v = (const)).
Using the kinetic energy of Eq. (C.81), the speed v is determined by

d

K = gku202 L., (C.81)

—(U+K) =0. C.82
4w (©52)
Now the static energy per unit thickness (U/L,) is rewritten as
U ncto?
L_ = - E + 4’70
o ,  To?
= —f(C - CG) + fCG. (C83)
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with the critical crack length c¢g. Equation (C.82) is calculated as

1 d
0 = ——(U+K
L, dc( + K)
d 2 2 2
= = <—%(c —cq)’ + %cé + gkv202%>
210 o2
= -3 (c—cq) + kpv2cﬁ, (C.84)

or

v = \/%\/% (1 - %”)1/2. (C.85)

With increasing the crack length (¢ > c¢g), the value of v in Eq. (C.85) will reach

the stationary solution of
2n |E
v — \/%1/— (c> cq). (C.86)
P

Here we note that \/F/p is the elastic wave speed. Later theoretical works [140,
141, 91] predict that the crack propagation speed can not exceed the Rayleigh wave
speed, which is seen experimentally. Since the above prediction is within continuum
mechanics, its validity is sometimes focused in atomistic pictures, such as Ref.[142].



Appendix D

Miscellaneous notes

221



222 APPENDIX D. MISCELLANEOUS NOTES

D.1 Conventional Wannier state in one-dimensional
system

In this appendix, we focus on the conventional Wannier state, not the generalized
Wannier state explained in Section 2.3.

Suppose a one-dimensional system with an isolated band, in which the Schrodinger
equation has the solution of Bloch states;

Hlpy) = e(k)|¢). (D.1)

The length of the unit cell is denoted as a. Since the Bloch states is periodic in
reciprocal space

Vrtor/a() = Yr (), (D.2)
they can be expanded within Fourier series;
U(z) = Y Wix)e™. (D.3)
l=—00

Similarly, the dispersion curve (k) can be also expanded with the Fourier series;

e(k) = Y eM(1)ete. (D.4)
l=—c0

Due of the mathematical relation

/7r 6i(lil/)9d9 = 2’/T517l/, (D5)
Eq. (D.3) gives
w/a dk )

Wi2) = [ Stk (), D.6
l(x) r/a (27r/a)e wk(x) ( )

which correspond to the definition of the conventional (isolated-band) Wannier state.
Note that the region —7/a < k < 7/a is the first Brillouin zone and the factor 27/a
is its volume (f; 5z, dk = 27/a).

If we define the length of L = a/N with an integer N, the inner product between
the Wannier states can be defined as

Wiwe, = [ Wila)W(e)da

we _dk mle _dkK ilka ,—il'k’a
- // (2r/a) // rjayC e ) (D7)

If we impose the normalization condition on the Wannier state

WiWi)r =1, (D.8)

the Bloch states should satisfy the following condition

(i) 1 = %”m _ ). (D.9)
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With respect to the Wannier states, the Hamiltonian matrix is given as

m/a  dk m/a dk . 0
Wil H W — / / ilka —il'ka H
< l’ ‘ l >L r/a (271'/@) r/a (271'/@)6 € <wk’ ‘wk>L

w/a w/a / . 9
— / / dk ezlk‘ae—zl ka—ﬂg(k‘)é(k . k‘,)
27r/a =/a (27 /a) a

- // 27T/a a ll)kag(k)
= W=, (D.10)

where the last equality is given by Eq. (D.4). In short, the off-diagonal Hamiltonian
matrix with respect to the Wannier state is given by the Fourier coefficients of the
dispersion curve (k).
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D.2 Density matrix in free electron system

In this appendix, we derive several equations given in Section 2.4. All the notations
are the same as in Section 2.4;
(i) Equation (2.54) is derived as follows;

E / dk 1]{2
Vo Jk<ke (2m)32
k
= 47T/F]€21]€2 ah
0 2 (2n)3

1 e
= G /0 Kk
1 /{:_%: k3
(2m)2 5 2072

(D.11)

(ii) Equation (2.56) is derived as follows;

dk 1 ik-(r1—72)
v/ 2 Ve

p(r)

1 kg 1 .
- / K2dk(2r) / dtet*t
(2m)3 Jo -1

1 kp eikrt t=1
— k2 dk
(2m)? /o [z’krt ]

t=—1
kr ikr

1 ke et — e~
= P——dk
(2m)? /0 ikr

- o [
m 0 r

2 kr
= W k sin krdk
T 0

2 kcoskr]™ 1 fk
2 )| oA +—/ Fcoskrdk
(2m)2r r rJo

0

B 2 _kcoskr kF+ sin kr1**
N (2m)2r r 0 72 0

2 k 1
- - {_r_g cos kgr + = sin kpr} ) (D.12)

(2m)?
(iii) Equation (2.58) is derived as follows;

k 1
p(r) _r_g cos kpr + 3 sin kpr

_ ke k% 2 kﬁ:4 6
= ——[ Y +O(r°)
3 5

1 ki 3 Fe s 7
+ [kpr =t og” +O(r")
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_ L (kg kg —kp kR o 1

= (—kF—FkF)ﬁ—F(?—F -+ ﬂ‘i‘m T+O(T)

kg Rp o, 1

= % 30 TO0)

= Cp— %TZ +O(r%), (D.13)

where the last equality is obtained with the notations of Egs. (2.59).
(iv) Using the relation

dp 2
20p _ R 5
re = L ( Cor® + O(r )), (D.14)
Eq. (2.61) is derived as follows;
—A,
Esphere(g) = < dr pGS(T)

-1 £ 1 (d ,dp
= —4 / 20y — | ——p222
2 g 0 " dTTQ <drr dr)

= —(2m) lﬁ@] -

= %53 +O(e%). (D.15)
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D.3 Lanczos method

This appendix is a brief review of the Lanczos method [143], which gives the foun-
dation of the recursion method [51] (See Section 2.5). The Lanczos method is also
used in the variational order-N method (See Section 5.2).

Suppose an Hamiltonian operator H or an explicit M x M Hamiltonian matrix
H. From an ‘input’ (normalized) vector |u), we can construct a set of vectors

w), Hlu), Hu), .., HY D), (D.16)

where N is an integer (N < M). In general, the above set of vectors contains
N independent freedoms. Though the above vectors are not orthogonal, we can
transform them into a orthogonal vectors, as follows; If a vector |v) is defined as

0) = (1 = [u)(ul) Hlu), (D.17)
the vector |v) is orthogonal to the vector |u);

(ulv) = ({1 = fu)(ul} Hu)
= (ulHlu) = (ulu)(u|H|u) =0 (D.18)

Based on the above fact, an orthogonal basis set {|u;)}; ( j = 1,2.....,N) can be
constructed;

lur) = |u) (D.19)
bilug) = H|uy) — ag|us) (D.20)
bnltni1) = Hlup) = anun) = by_y|un—1) (D.21)
where
an = (un|H|uy,) (D.22)
by = (U1 H|uy) (D.23)

Using the above recurrence relation, the vectors are successively generated
|ur) = |ug) = |ug) = |ug)...., (D.24)
and the set of resultant vectors satisfy the orthogonal relation
(uilu); = ;. (D.25)

In the case of N = M, the resultant set of the vector {w;} forms a M x M unitary
matrix U as

U= (ujususz..uy ). (D.26)
This procedure is, formally, one of the tridiagonalization procedure of H;

aq bl
bT a9 bg

b; as bg

U 'HU = (D.27)

b?%—l apr—1 bM
*
bM aM
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Hereafter the discussion is restricted, for simplicity, to the case with real variables
(by = b;). With N < M, an operator H' is defined as

N
H' =3 ug) Hjj(u) (D.28)
]
with the matrix Hj; of
aq bl
by ax by
_ by az b3
Hi; = (D-29)
bn—2 an—1 bn—1
b1 an ij
The operator H’ satisfies
H'|u)) = Huw) (i=1,2,...N —1). (D.30)

In the Lanczos method, the matrix H' is discussed, instead of H. The eigen value
problem of H' is given as

E—ay —bl PO
—bl g — Qg —bg Pl
—bg g —as —bg P2 —0 (D 31)
—by—2 e—any-1 —bn Py
—by-1 e—ay Py_q

Let the function A, (¢) represent the determinant of the partial matrix that contains
only the first n rows and columns of the tridiagonal matrix in Eq. (D.31). The eigen
values {e,} are given by the zeros of Ay(e);

AN(€) :O<—>€:€0,€1,....,€N71 (D32)
The functions {A;(e), Ay(€)...} has the recurrence relation of
Apii(e) = (e—an)An(e) — b2A, 1 (e), (D.33)

which is proved by the Laplace expansion. For example, Eq. (D.33) with n = 3 is
given by the following calculations

E—AQyp —bl
—bl E—aq —bg
—bg E—AQaq —bg
—bg g—as
E—A0ayg —bl E—AQyp —bl
= (8—&3) —b1 E—ay —bg —|—bg —b1 E—aq —bg
—bg E—Qy —b3
E—AaQ —b1
= (8—&3) _bl E—aq —bg —bg €—ba0 _bl (D34)
—bg E—as e £=
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If we define formally Ag(e), A_;(¢) as
No(e) =1, A_i(e) =0, (D.35)

Eq. (D.33) is satisfied for n > 0,
For each eigen value ¢,, the eigen vector (Fy, P, Ps....) is given by

(a — an)Pr(ea) = bpr1Poyi1(€a) + buo1Po1(ca), (D.36)
because of Eq. (D.33). On the other hand, we can define, generally, {P,(¢)} as
(e —an)Pu(e) = bpy1Pry1(e) + b1 Prq(e) (D.37)
for any value of €. With the additional definition of
P i(e) =0, PBle) =1, (D.38)

the function P,(¢) is determined uniquely as the n-th order polynomials of e. When
Egs. (D.33), (D.35) are compared with Egs. (D.37), (D.38), we obtain

An(ga) = blbgbgbnpn(€) (D39)

In other words, the polynomial P,(e) is proportional to the determinant A, (g,).
An eigen vector

H'|wg) = ea|ws) (D.40)

is given by

N-1
wa) = nZ:O Fu(ea)lun)
= |u) + Pi(ga)|u1) + Pa(ea)|uz) + ... (D.41)
This eigen vector is not normalized ((wq|w,) # 1) but has a property
(u|wy) = 1. (D.42)
With the norm

[wa| = /{walwa), (D.43)

the normalized eigen vectors { |wa|!wa)} gives the equivalence operator

i/ — iv: ‘wa> <wa‘ (D44)

o [wal |wal

for the vector space of {|u,)}. The density of states /() for H' is defined by

~

n'(e) = (e — H'), (D.45)
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as the operator. Equation (D.44) gives the projected DOS for the vector |u) as

Wa(©) = (uldle— A)u)
UGl
= 2Ty dE T,
_ Z‘th(S(g—aa)

Equation (D.44) also gives the projected Green function as

, , . 1
Gii(e +i0) = <u‘5+i0 ~ H,‘“)
L (ulwa) 1 (wq|u)
B za: |wa| €410 — g4 |wal
al 1
B za:|wa\2€+20—€a

From Egs. (D.46) and (D.47), we can see

1 (€) = — (G e+ i0)].

(D.46)

(D.47)

(D.48)

Finally, the projected Green function G, (¢ +10) is given as a continued fraction;
Let us define D, (¢) as the determinant of the partial matrix of the tridiagonal matrix
in Eq. (D.31) in the sense that it does not contain the first n rows and columns. For

example,

D0(€)

D (e)

E— a1 —b1
—b1 E — Qo —bg
—bg g —as —bg
—by—2 €—an_1
—bn—1
E — Qs —bg
—bg g —as —bg
—by—2 e—an—1 —bn_1
—by—1  e—an

The Laplace expansion gives the recurrence relation of

Dn(g) =

(e=any1)Dnya(e) — bi+1Dn+1(5)'

Since the inverse of a matrix A is given, with the cofactor flij, as

1 -

AN, = — A
(A7 detA™ ™’

—bn—1
E—an

. (D.49)

(D.50)

(D.51)

(D.52)
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the projected Green function

- —17

g —ay —bl
—b1 g — Qs —bg
QL (e) = “bemap b (D.53)
11 - e e e ! ’
—bn_2 e—an—1 —bn_1
L —by—1  e—an iET!
is calculated as
D (e)
4 = . D 4
Gll(g) D0(€) ( 5 )
With Eq.( D.51), we obtain
D (e)
/ —
Gll(g) - D0(€)
_ D (e)
(e—a1)D1(g) — bIDy(e)
1
- ) D.55
(=) - 57220 o
D1(€)

When we use Eq.(D.51) successively, the projected Green function is obtained in
the continuum fraction form of

1
! —
G(e) = (ul——lu)
1
= 2 (D.56)

E—Qy — —

Equations (D.56) and (D.48) give the projected DOS nj,(e) without calculating
eigen values nor eigen vectors.
In practical calculations, the projected Green function for H, not H’, is given as

1 1

S ~ D.57
iy AL w2 (D.57)

(ul

eE—ay —

b3

E—Aag —

_ Wy
TN(€)

E—an

with the function Ty (e) called ‘terminator’. Explicit function forms of Ty(e) are
given in textbooks.
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D.4 Verlet algorithm in molecular dynamics

For the numerical integration of the Newton equation in the molecular dynamics
simulations, we use the velocity-Verlet algorithm, the velocity version of the Verlet
algorithm [144]. This section is devoted to a brief description of the velocity-Verlet
algorithm for the micro-canonical and canonical ensembles.

Algorithm for micro-canonical ensemble

First we introduce the velocity-Verlet algorithm for the micro-canonical ensemble.
We consider a system with N, classical particles, where the total energy and the
Newton equation are given by

My - 2
E =Y TIRI +U({Ry}) (D.58)
I
o 1 oU
R, = = D.59
! "= M;O0Ry (D:59)
respectively. The corresponding velocity-Verlet algorithm is as follows
. . h
R/(t) = RI(t—h)+§{A1(t)+A1(t—h)}+O(h3) (D.60)
. B2
R;(t+h) = R;(t)+hR(t) + 3Al(zs) + O(h?) (D.61)

These are equivalent to the second order Taylor expansion, which is seen using the
relation A7(t) = A;(t—h) + hA;(t—h) + O(h?). The flow chart of calculations are
given by

= R;(t) = A;(t) = R;(t) = R;(t+h) = (D.62)

The error of the total-energy conservation at the n-th MD time step (t = nh) is
estimated as

§E, = E(nh) — E((n—1)h) o< h® (D.63)

for one MD step. For a finite time evolution with a finite time-interval 7, the number
of MD steps is v = (7/h). So the errors at all MD steps are summed up to be

E(r=vh) — E(0) = Zu:éE,Z o vh?® = (%) h? = 7h? (D.64)

Algorithm for canonical ensemble

Now we turn to explain the finite-temperature dynamics within the Nosé ‘ther-
mostat’ method [123, 124]. We do not derive the formulation and just show the
resultant Newton equation with the temperature T’

R, = A;—9R; (D.65)
1

o= 0 ZMIRIQ_gNAkBT : (D.66)
1
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The conserved energetic quantity is given by
M; .
H* = Z 7IR12 + U({RI}) + %772 + 3N akpTn, (D67)
I

where the third and fourth terms can be interpreted as the kinetic and potential
energies of the ‘thermostat’ freedom 7. The parameter () corresponds to the mass
of the ‘thermostat’. One can prove that the time average of the present dynamics
gives the ensemble average in the canonical ensemble [123; 124]. As a practical
viewpoint, if we choose a proper value for (), the ‘thermostat’ works well and the
kinetic energy is expected to be almost constant:

Z IR, NSNAkBT (D.68)

The corresponding velocity-Verlet algorithm is as follows;

n(t) = 7'7(15 —h)
2@ [Z MIRI —|- ZMIRI (t— h)2 - 6NAkBT] (D.69)
Ri(t) = Ry(t—h)

P TAS) + As(t—h) = () Ry (1) —ift—h) Ry (1—1)] (D.70)

0B = al0) - Rie) 5 |V (0) 3N k] (0.71)

h
2Q
Ri(t+h) = Ry(t)+hR;(t)+ %2 [As(t) — () R(1)] . (D.72)

Equations (D.69) and (D.70) are implicit formula and are rewritten as

0 = 5(t) —ni(t—h) — 2’22[ ufgﬁ—6NAkBT] (D.73)

Ri(t) = %le(t), (D.74)
respectively, where

K = S MR/ (t—h) (D.75)

K* = zj:MIWIQ(t) (D.76)

Wit) = {1_277(15—11)}31(15—@+§{A1(t)+AI(t_h)}. (D.77)

Equation (D.73) is the equation for x = 7(t) and is solved iteratively using the
Newton-Raphson method;

gt = g0 f(x(j‘)) (D.78)
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where j is the number of the iterations and

K*
K+ ———— — 6NakgT

. h
P g M iy

20Q
nK
2Q (1+ %;1:)3

~

—~

&
Il

(D.79)

fix) = 1+ (D.80)

This iterative algorithm needs a proper initial value (¥ and we choose the value to
be

h

O =n(t—h) + 0

[Z MR (t—h) — 3NAkBT] , (D.81)

which is given by Eq.(D.69) under the assumption of

. 2 . 2
ZM}R[ (t—h) ~ ZM}R[ (t) (D82)
I I
The algorithm is summarized as follows, where the variables {R;(t), R;(t —
h),Ri(t—h), A;(t), A;(t—h),n(t—h),n(t—h)} are already obtained:

1. Calculate 7(t) using the Newton-Raphson method with Eq. (D.78) and the
initial value of Eq. (D.81).

2. Calculate {R;(t)} using Eq. (D.74).
3. Determine n(t+h) and {R;(t+h)} using Egs. (D.71) and (D.72) .

Note that if we set the values of n and 7 to be zero at the all time steps, Egs.(D.70)
and (D.72) are reduced to Egs.(D.60) and (D.61).
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