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Chapter 1

Introduction

“Amorphous materiaper se are not new:
the iron-rich silicious glassy materials re-
covered from the moon by the Apollo
missions are some billions of years old,
and man has been manufacturing glassy
materials for thousands of years. What
is new, however is thecientific studyof
amorphous materials and there has been
an explosion of interest recently as more
new materials produced in an amorphous
form, some of which have considerable
technological promise.”

S. R. Elliott, Physics of Amorphous Ma-
terials(1984).
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1.1 Amorphous Materials

"Amorphous" meaning "structureless" describes all those states of matter whose prop-
erties do not show a preferential direction unlike crystals. The range of disordered
structures is far wider than that of crystalline phases, as seen fromlEidrepre-
senting a phase diagram of a typical pure compound). By increasing pressure and
temperature under conditions which sufficiently delay spontaneous transition into the
crystalline state, amorphous solids can be continuously transformed into melts, and
the latter can further be transformed into the gaseous state if the critical temperature is
exceeded. It is not possible, however to change from the ordered crystalline phase to
one of the disordered states of aggregation without provoking discontinuous variation
of certain variables of state, such as volume, enthalpy or entropy.

Pressure

Ordered Disordered

Critical point

Triple point Temperature

Figure 1.1: P, T diagram of ordered and disordered state of a typical pure compound
(Adapted from Ref.2)).

The methods of X-ray, neutron and electron diffraction are helpful in distinguish-
ing the amorphous substances from those that are crystalline. Instead of the distinct
discrete diffraction maxima occurring for crystalline substances, only a few circular
fringes are observed in amorphous solids. These circular fringes indicate a non-random
distribution of interatomic distances, in other words, a degree of order that has been
carried over to the amorphous state. Hence, amorphous substances, like crystals, are
usually characterized by certain areasshbrt-range order These often correspond
to the structural units of crystalline states, or at least are associated with them through
a clear relationship in terms of chemical structure. As distance increases, the diver-
sity of structural configurations also increases rapidly owing to a certain variablity in
bond lengths, and especially in bond angles mainly due to the twisting of units rela-
tive to each other, through partial rotation about the axes of chemical bonds. Hence, a
long-range orderas in crystals, does not exist in amorphous substances.
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The world ofquasi-crystallinesolids occupies a position between crystalline and
amorphous matter. These materials seem to represent a fundamentally different phase
of solids, exhibiting symmetries that are impossible for ordinary solids. They ex-
hibit the long-range orientational order rather than the translational one. This quasi-
periodicity leads to well-defined X-ray diffraction pattern.

Chemical
vapor deposition

Cathode
sputtering

Crystal surface
oxidation

Shiock waves

Y

Thermal
vapor
deposition

Irradiation

Amorphous
solids

Decomposition
reactiors

Glowy
discharge

Amorphious
precipitates

Glasses

Electrolytic
deposition

Drying
Querching of gel

Melts, solutions

Figure 1.2: Path of formation of vitreous and amorphous solids from melts or solu-
tion, vapors and crystalline states of substances (Adapted from2Ref. |

Amorphous solids can be obtained from the liquid state, i.e., from a melt or solu-
tion, or from the gas phase, provided that the formation of a periodic arrangement of
units through the process of nucleation and crystallization is prevented. On the other
hand , by supplying energy to crystalline solids they can be converted to the amorphous
state directly without passing through the liquid or gaseous phases. A collection of the
methods are summarized in Fifi.2. Refer to Ref.1,12] for further details. Glasses,

a special class of non-crystalline solids, are obtained by sufficiently rapid quenching
of melts [3,4,5] or by drying of gels from solutions5]. The process of precipitation

of solutions often leads to amorphous precipitat§s Electrolytic separation using

a high current density also gives rise to the formation of amorphous la8jergvjth

regards to the methods starting from the gaseous phase, the most important of these
are thermal evaporation and condensation in high vac@nedthode sputteringl0]

and deposition of amorphous layers in chemical and glow discharge procéskes |
Amorphous films or layers can also be generated by direct oxidation of crystals at the
surfacelLl?]. Crystalline solids are also converted to amorphous solids by the influence
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of mechanical treatmenig], shock waves14] or intense radiation with neutrons or
ions [15].

1.2 Amorphous Materials Derived From Zeolite

1.2.1 Zeolites

The wordzeoliteis Greek in origin, coming from the words "zein" and "lithos" mean-

ing to boil and rock. It was first used by the Swedish chemist and mineralogist A. F.
Cronstedt in his paper announcing the discovery of a new class of tectosilitéles [
There was little interest in zeolites until the late 1930’s when the modern founder
of zeolite chemistry, R. M. Barrer began the characterization of zeolite structure and
chemistry [L7]. His work gave details of the first method of laboratory synthesis of
zeolites from silicate alumina gels, the changes that occur upon ion exchange and their
use as environmental friendly, shape selective catalysts. These discoveries sparked
huge interest in the synthesis of shape selective zeolite catalysts in companies such as
Union Carbide and Mobil.

Chemically, zeolites are microporous solid-state crystalline materials having chan-
nels, cages and windows of molecular dimensions. The zeolite framework consists of
an infinite array of corner-sharing TiQetrahedra. The tetrahedral atom T can be a
wide range of combinations of elements, e.g., Si and Al, B and Si, Ga and Si, etc. In
cases where the T atoms cause a charge imbalance in the system, the charge neutrality
is maintained by the incorporation of protons or extra-framework cations. The cations
usually occupy sites of relatively low coordination number in the structure and as a
consequence, are easy to ion-exchange. Although the tetrahedra are quite rigid, there
is considerable flexibility in the bond angles about the O atom (bond angle ranges from
125’ to close to 180 throughout the many known zeolite structures).

Zeolites are normally synthesized hydrothermally from basic reaction gels at tem-
peratures between 80 and 200C under an autogenous pressure. Most of the highly
siliceous zeolites are formed in the presence of organic bases known as templates,
introduced in the early 1960'4.§]. These ranges from simple hydrated cations to
complex organic amines and crown ethers.

Due to their unique porous properties, zeolites are used in a variety of applications,
with a global market of several million tons per annum. Following lists main applica-
tions of zeolites.

(i) Heterogenous catalysifOne of the most important applications of zeolites is in

the field of industrial catalysis. There are several factors which dictate the catalytic
properties of zeolites. Firstly, their large internal surface area (typically 300-2@p m

or more than 98% of the total surface area) provides a high concentration of active
sites, usually the Brgnsted acid sites found in protonated zeolites. These are generally
located as bridging hydroxyl group. The high thermal stability of many zeolite struc-
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tures makes them ideal for use in an industrial environment where many processes
operate in conditions of high temperature and pressure. The shape selective properties
of zeolites also control the results of many reactions inside the pore, either by allowing
reactant or product molecules to selectively diffuse through the channels, or by the
stabilization of the transition states.

(i) Adsorption and separationrhe shape-selective properties of zeolites are also the
basis for their use in molecular adsorption. The ability preferentially to adsorb certain
molecules, while excluding others, has opened up a wide range of molecular siev-
ing applications. The size and shape of pores and also chemical nature of diffusing
molecules control the access into the zeolite, e.g., as in the purificatgarakylene

by silicalite. Cation-containing zeolites are extensively used as desicants due to their
high affinity for water. These also find application in gas separation, where molecules
are differentiated on the basis or their electrostatic interactions with the metal ions.

(i) lon exchangeThe presence of loosely bound extra-framework cations in the ze-
olite structure allows efficient ion exchange to occur in aqueous solution. This is
exploited in many commercial applications. For example, Na Zeolite-A is used to
soften water by exchanging Ndrom the zeolite with C&" in hard water. This is also

a major component of concentrated washing powder formulations, where it replaces
sodium tripolyphosphate to reduce the environmentally hazardous phosphate concen-
tration. Another important use of zeolites as ion-exchangers has been as radioactive
decontaminants. Clinoptilolite, for example, was used extensively after the Chernobyl
nuclear disaster to absorb radioactive ions suclf@s and'®’Cs from the water sup-

ply.

1.2.2 Zeolite-based amorphous materials

Zeolites undergo amorphization by mechanidd, R0}, high-pressuredl] and ther-
mal [22] treatments. They also become amorphous when they are exposed to high-
radiation doses and electron irradiatid@8[24]. Zeolite-based amorphous materials
are also proposed to be important for technological applications.

In order to quantify extent of amorphization, experimentalist use the percentage
of X-ray diffractogram (XRD) crystallinity/28] based on the ratio of the major peak
intensities of the sample relative to those of a highly crystalline reference material, i.e.,

sum of peak intensities of sample

% XRD crystallinity = - — X
° y y sum of peak intensities of reference

100 (1.1)

Pore size and shape, Si/Al ratio or other modifications such as extra-framework
cation exchange, isomorphous substitution, pore blockage, elimination of external sites
etc., are varying parameters for determining the product selectivity of zeolitic cataly-
sis [26]. One of the reactions that has received considerable attention over the last
decade is the skeletal isomerization of 1-butene to yield isobutene. The interest in
this reaction arises from the fact that the branched alkene can subsequently be reacted
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with methanol for the synthesis of methyl-tertiary-butyl etti&d]] It was shown that
ZSM-5 and ferrierite-based ZSM-5 materials with XRD crystallinity level as low as
2% exhibited superior catalytic performance (higher selectivities and yields) in this
skeletal isomerization reactions compared to their conventional highly crystalline ana-
logue. This was attributed to be a consequence of decreased zeolite pore lengths that
are presumably present in these amorphous matefé|ls Another industrially rele-

vant reaction is the conversion of light alkanes into aromatic compounds which offers
a useful route into high octane fue®930]. ZSM-5 type materials have been used for
this type of reactions31]. Recently, Zn and Ga incorporated novel aluminosilicates,
comprising ZSM-5-based structures having XRD crystallinities ranging from substan-
tially amorphous (XRD crystallinity lower than 30%) to the partially crystalline (XRD
crystallinity between 30% and 70%) and their highly crystalline (XRD crystallinity
higher than 70%) ZSM-5 analogues were studigg].[Experiments show that the op-
timum activity and the BTX (benzene, toulene and xylenes) selectivity are found for
XRD crystallinity in the range 50%-85%.

Reversible cation exchange property is the basis for using zeolites in the selective
removal of radionuclides from high-level liquid nuclear waste. Amorphous forms de-
rived from zeolites are proposed to be better back fill material for heavy megjls [

For example, amorphized zeolite Na-Y loses approximately 95% of its ion exchange
capacity for Cs due to loss of exchangeable cation sites and/or blockage of access to
exchangeable cation sites. The Cs-exchanged zeolite Na-Y phase has a slightly higher
thermal stability than the unexchanged zeolite Na-Y. A desorption study indicated that
the amorphization of Cs loaded Na-Y zeolite enhances the retension capacity of ex-
changeable Cs ions due to closure of structural channels.

1.3 About this Work

This thesis deals with the simulation of amorphous forms derived from zeolite. Exper-
imental studies of mechanical treatment on zeolites show that amorphization causes
remarkable changes in vibrational IR spectra and XRI3sA0]. This implies that the
amorphization process, i.e, the transformation from long-range to short-range ordering
of the framework, is caused by structural changes at the molecular level. Thus, studies
of structural and dynamic aspects in these amorphous zeolite-based systems and their
correlation to microscopic properties presents a fascinating challenge. Hence, under-
standing the dependence of physical and chemical properties on the microstructure is
critical for designing new materials suitable for specific applications.

This work features as one of the projects under Sonderforschungsbereich 408 at the
University of Bonn, which deals with the investigation of structure and properties of
inorganic amorphous materials. All silica ZSM-5, i glicalite was chosen as a model
system for the preparation of the amorphous state, since it is experimentally a well
studied system. Details of structure of zeolite silicalite (silicious ZSM-5) is presented
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in chapter 6 (section 6.1.2). Despite of the significant interest of chemists to investigate
the chemical properties of the zeolite ZSM-5-based amorphous mat2&:25], the
investigation of detailed structural and dynamic properties are lacking. To the best of
our knowledge this work is the first theoretical investigation on these lines.

The derivation of a detailed microscopic structure of any non-crystalline system
represent a big scientific challenge even today. Special experimental techniques need
to be employed. Even when such techniques are used, only a limited amount of local
structural information is generally obtainable, and the construction of structural mod-
els can be a most useful route to a further understanding of the structure, particularly
the medium-range order. The absence of translational symmetry and the requirement
to treat rather large model clusters cut out from the infinite system makes the study
of amorphous materials using the availableinitio methods of quantum chemistry
and solid state physics a very difficult, if not an unmanageable task. Whereas these
approaches rely on the finite or periodic character of the investigated systems, a large
number of real systems does not fall into these two categories but rather shows only a
partially crystalline or even completely amorphous character. In such cases simulation
techniques like molecular dynamics (MD) and Monte Carlo (MC) have become widely
used tools to explore complicated amorphous systems. MC methods are applied to ex-
plore configuration space, i.e, to search for minimum energy structures and to establish
their properties as well as to study relaxation from a global point of view. However,
sometimes the move-classes may be unphysical and do not give reliable insight into
the microscopic dynamics of the systems. MD is widely used to construct models of
the amorphous state by rapid quenching of structures at high temperature and analyz-
ing the dynamics of the model on a microscopic scale. The success of MD depends
crucially on the quality of the interaction potentials used to determine the energy and
the forces between interacting particles. The advantage of MD over MC is that it gives
a route to study dynamic properties of systems.

In this thesis we have studied the structural (chapter 6) and dynamic (vibrations
and relaxations, chapter& 8) properties mainly on the basis of MD simulations. Our
simulations show presence of small percentage of edge-sharing connectivitysof SiO
tetrahedra depending on the extent of amorphization. We used wavefunctionabased
initio methods for determining stability and structure of these unusual features (chapter
9). We choose W-silica as a model system for edge-sharing tetrahedra silicate system
and compared our results with existing theoretical results.

The organization of the thesis is as follows:

e Part I: Theoretical Background— Basics of MD, local-optimization methods,
modeling of solid-state and electron-correlation treatment of solid-state as needed in
context of this thesis.

e Part II: Applications— Results concerning structural, vibrational and relaxational
properties of amorphous form derived from zeolite ZSM-5.
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Chapter 2

Classical Molecular Dynamics

2.1 Fromthe Schrddinger Equation to Classical Molec-
ular Dynamics

The dynamical evolution of the wavefunction with time is given bytthee-dependent
Schrddinger equation:

Ih— {rit {Ri}) =Ho{ri} {Ri}t) (2.1)
in its position representation with the standard non-relativistic Hamiltonian,
4 CVAVA,
H— _ D2_|_ +yY —— (2.2a
a0 ZZme .Z|r.—r,| TR TSR R, &2
_ 57 D2+V {riL, {R1}) (2.2b)
= ZZMI IZ n—e I .
= —Z D2+He {rit, {R1}) (2.2c)

for electronic and nuclear degrees of freedom. The total wave fun®iién },{R, };t)
depends oiir; andr;, the nuclear and electronic coordinates, respectively. An elegant
derivation of the classical molecular dynamics derived by TiR/33,/34] is presented
below. In order to separate the nuclear and electronic contributions to the wavefunction
a product ansatz

S({ri}. R }i0) ~ W({r kX (R x| [ dE()]  (23)

11
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is introduced, where the nuclear and the electronic wavefunctions are separately nor-
malized to unity at every instant of time.

Inserting the ansatz Ec2.Q) into Eq.R2.1) yield (after multiplying from the left by
(W| and (x| and imposingd(H) /dt = 0) the following equations,

w S 2w+ { [ ORX (R OVRe{r} (RIX(R D} 2.0)
mgt—xz— o 02X + /drw* {rib:OHe({ri}, {R W ({r}t)}x. (2.5)

Eq. 2.4) and Eq. 2.5) are the basic equations of the mean-field time-dependent self-
consistent field (TDSCF) method, where the fast moving electrons move in an average
field of the slow moving nuclei andice versa

Following Messiah, the nuclear wavefunction can be factored into amplitude and
phase terms,

X{Ri 1t =A({Ri};t) expiS({Ri };1) /7] (2.6)

whereA andSare real-valuedds]. Substituting Eq.2.6) into Eq. 2.5) and separating
the real and imaginary parts, the TDSCF equation for nuclei becomes

aA
and
as o o 1 OA

Eq. (2.7) describes the flow of probability on the potential energy surface determined
by the velocity field]; S. For the derivation of classical molecular dynamics consider
Eq. 2.9). In the classical limit this becomes

9S "
+ZZM| (0 +/drw HoW = 0. (2.9)

Eq. (2.9 is known as quantum Hamilton-Jacobi equation, which is identical to the
equation in Hamilton-Jacobi formulation of classical mechar8&s36]

% P H((R). (DS = (2.10)

with the classical Hamilton function

H{Ri}{PH) =T{P}H +V({RI}) (2.11)
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defined in terms of generalized coordina{€y } and their conjugate momen{®; }.
T andV refer to the classical kinetic energy and the potential energy, respec&ely.
is the "classical action’, i.eS(t) = ['L(t')dt’ and

P =0,S (2.12)

whereL (t') is the classical Lagrangian. Considering the Newtonian equation of motion
P = -0OV({Ri}), the Eq. 2.9 becomes

% = -0 /drw*Hew (2.13)

or
MR (t) = /drw*Hew (2.14)
= —OVe {RID)}). (2.15)

Thus the nuclei move according to the classical mechanics in an effective poténtial
due to electrons and its motion is a function of only the nuclear positions at.time

However the nuclear wavefunction still occurs in the TDSCF equation for the elec-
tronic degrees of freedom. In the classical limit E8.4{ becomes a time-dependent
wave function for the electrons

.0 2
ma—tt"z—lz%m?wvne<{ri},{R|}>w (2.16)

= He({ri}, {RIH¥{ri}, {Ri};t) (2.17)

which evolve self-consistently as the classical nuclei are propagated vie2Ed). (
The approach relying on solving E@.14) together with Eq.2.17) is calledEhrenfest
molecular dynamics

A further simplification can be invoked by restricting the wavefunctéto be the
ground state wavefunctioWy of He at each instant of time. In this limit the nuclei
move according to Eq2(14 on a Born-Oppenheimer potential energy surface

VE = /drngewo = E({Ri}) (2.18)
which can be obtained by solving ttime-independerglectronic Schédinger equation
HeWo = EoWo, (2.19)

for the ground state only.

To perform classical trajectory calculations on the global potential energy surface,
it is conceivable to decouple the task of generating the nuclear dynamics from the task
of generating the potential energy surface. In a first &g computed for many
nuclear configurations by solving Ec2.19. In a second step, these data points are
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fitted to an analytical functional form to yield a global potential energy surfack |
from which analytical gradients can be obtained. In the third step, the Newtonian
equation of motion Eq.2,15) is solved on this surface for many different initial con-
ditions. However, calculation of the global potential energy surface is the limiting step
for large systems. There aB& — 6 internal degrees of freedom that span the global
potential energy surface of an unconstrained N-body system. Using for simplicity
10 discretization points per coordinate implies that of the ordei08¥—© electronic
structure calculations are needed. Thus, computational workload increases roughly
like ~ 10N with increasing system size. This is also referred to asliimensionality
bottleneckof calculations that rely on global potential energy surfa@ [One tra-
ditional way out of this dilemma is to approximate the global potential energy surface
N

N
Ve ~V = VPR }) = ZUl({R|}> + ZJU2<{RI7RJ}) +o (2.20)
I<

in terms of a truncated expansion of many-body contributi®@®340]. Hence, the
electronic degrees of freedom are replaced by the interaction potantiaisl are not
featured as explicit degrees of freedom in the equations of motion. From the above
derivation the essential assumption underlying the classical molecular dynamics (MD)
become clear: the electrons follow adiabatically the classical nuclear motion and can
be integrated out so that the nuclei evolve on single Born-Oppenheimer potential en-
ergy surface, which is in general approximated in terms of few-body interactions. For
details of above derivation also refer Rei1,42,43].

2.2 Equations of Motion

Consider system dfl particles interacting via a potentidlas in Eq. 2.20). While the
Newton’s second law suffices for the dynamics of the atoms, there exist various other
forms to write equations of motion.

2.2.1 Lagrange equations of motion
Consider the Lagrangian functi@fR, R) as a function of generalized coordinates and
their time derivative with Lagrange equations
d /oL oL
—(=—)—==—=0, 1 =1,.....,N 2.21
aior) ~am =0 1= @21
Considering. = %Z M, R|2 —V(R), Eg. 2.2]) becomes Newtonian equation of mo-
tion.
MR, =Fy, (2.22)
where Fi =0O,L=-0OV (2.23)

is the force on atom |I.
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2.2.2 Hamilton equations of motion

An alternative formulation of the equations of motion is the Hamilton form. Replacing
the generalized velocitieR, in the Lagrange formulation by generalized momenta
Pi = 0L/0R; and considering the Hamiltoniath= H (R, P,t), one obtain equations of
motion

: oH
Ri = — 2.24
=3 (2.24)
: oH
p—_2" 2.25
| aRI ) ( )
where the Hamiltonian is defined as
H(R,P) = ZF'elPl ~L(R,R). (2.26)
For Cartesian coordinates, Hamilton equations become
R =P/M (2.27)
Pi=-0OV=F. (2.28)

If H has no explicit time-dependence, thér- 0 andH, the total energy is a conserved
guantity.

2.3 General Procedure for Molecular Dynamics

Initialize positions
and velocities

1

Calculation of forces

1

Propagation of positions
and velocities

l

Analysis
1

Summarize

Figure 2.1: Procedure for molecular dynamics.
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In MD one calculates explicitly the forces between the atoms and the motion is com-
puted with a suitable numerical integration method using Newton’s equation of mo-
tion [39,43,44,45,146,47]. Fig. 2.1 summarizes the MD procedure in the form of

a flow chart. The starting conditions are the positions and the velocities of the con-
stituent atoms. The starting geometry can be taken from a known crystal structure or
from a previous simulation. The velocities can be generated from a previous run or
by using random numbers and later scale to the desired temperature. The Maxwell-
Boltzmann distribution is rapidly established by molecular collisions typically within
few hundreds of time steps. Calculation of atomic forces in a MD simulation is usually
the most expensive operation. If there Bratoms in the system, there will be at most
N(N —1)/2 unique atom pairs, each with an associate force to compute. For the force
calculation at least for the short-range potential, the use of a cut-off applied at a certain
interatomic separation allows more efficiency in computing the forces. For simulating
the bulk of the system periodic boundary conditions are applied.

A production period in which trajectory of the atoms are stored follows after an
equilibration period. In the equilibration period the system is coaxed towards the de-
sired thermodynamic state point. In the production period the properties of the bulk
material are drawn out of the mass of trajectory data and this is known as ensemble
averaging.

The basic machineries for a program for a MD simulation are:

(i) As already mentioned, a model for interaction between system constituents is needed.
Often it is assumed that the particles interact only pair-wise, which is exact for non-
polarizable particles with fixed partial charges. This assumption greatly reduces the
computational effort.

(i) An integrator in needed, which propagates particle positions and velocities from
timet tot+dt. Itis a finite difference scheme which moves trajectories discretely in
time. The time-steplt has to be chosen properly to guarantee stability of the integra-
tor, i.e., there should be no drift in the system'’s energy.

(iii) A statistical ensemble has to be chosen, where thermodynamic quantities like
pressure, temperature or the number of particles are controlled.

2.4 Interaction Potential

In classical simulations the atoms are most often described by point-mass like centers
which interact through pair- or many-body interaction potentials. Hence, a highly
complex description of electron dynamics is abandoned and an effective picture is
adopted where the main features like the hard core of a particle, electric multi-poles
or internal degrees of freedom of a molecule are modeled by a set of parameters and
(most often) analytical functions which depend on the mutual positions of particles
in configuration. Since the parameters and the functions give a complete information
of the system’s energy as well as the force acting on each particle, the combination
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of parameters and functions is also calfecce field Different types of force fields

were developed during the last decade. For example the most popular ones are MM3
[48], MM4 [49], Dreiding [50], SHARP [51], VALBON [52], UFF [53], CFF95 B4],
AMBER [55], CHARMM [56€], OPLS 57] and MMFF [5§].

There exist major differences among interaction potentials. The first distinction is
to be made between pair- and multi-body potentials. In a system with no constrains, the
interaction is most often described by pair-potentials, which is simple to implement.
In the cases where multi-body potentials come into play, the counting of interaction
partners becomes increasingly more complex and dramatically slows down the exe-
cution of the program. The next difference is with respect to the spatial extent of the
potential classifying it into short- and long-range interactions. If the potential drops
down to zero faster thaR~9, whereR is the separation between two particles and
the dimension of the problem, it is called short-ranged, otherwise it is long-ranged.

2.4.1 Short-range potential

Bonded interactionsnodel rather strong chemical bonds, and are not created or bro-
ken during a simulation. For this reason, these interactions may be evaluated by run-
ning through dixed listof groups of particle numbers, where each group represents a
bonded interaction between two or more particles. The three most widely used bonded
interactions are the covalent interaction, the bond-angle interaction and the dihedral
interaction.

The covalent interaction is a bonded interaction between two partieled] with
the interaction potential

1
Vcovalent(RlJ) = EKb(RIJ - bo)z- (2-29)
This interaction may be thought of as a very stiff linear spring betwesmdJ. The
spring has a natural lenghy with a spring constary,.
The bond-angle interaction is a three patrticle interactions betideld, with the
interaction potential

1
Voond-angle(©) = EKO(G —00)?, (2.30)
with R R
® = arcco - KJ). 2.31
S( RisRks ( )

This interaction may be thought of as a torsion spring between thellidesdK, J.
The spring has a natural angbg with spring constanke.

The dihedral-angle interaction is a four particle interaction betwegiK, L. Two
often used expressions for this kind of potentials are

Vdihedral(®) = Kg(1+ cogne—29)) (2.32)
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and 1
Vdihedral(®) = éKm((P— ®)?, (2.33)

whered andgy are constants.

Besides these internal degrees of freedom of molecules which may be modeled
with short-range interaction potentials, it is also important to consideexikided
volumeof the particles and theon-bonded interaction®\ finite diameter of a particle
may be represented by a steep repulsive potential acting at very short distances. This
is either described by an exponential function or an algebraic forrR, ", where
n > 9. Another source of short-range interaction is the van der Waals interaction. For a
neutral molecule these are London forces arising from the induced dipole interactions.
Fluctuations of the electron distribution of a particle give rise to fluctuating dipole
moments, which on average compensate to zero. But the instantaneous created dipoles
induce dipoles also on neighboring particles which attract each ottier®aghe two
commonly used forms of the resulting interactions are the Buckingham potential

VB.(R;) = xp(—B _ D 2.34
up(Ri3) = Agpexp(—BypRia) = (2.34)
1J

and the Lennard-Jones potential

Vap (Riy) = 4eqp

@) ew

The indicesa,f3 indicate the species of the particles and parameteBsD in Eq.

(2.34 ande,o in Eq. (2.35 are parameters for inter- and intra-species interactions.
For the Lennard-Jones potential the parameters have a simple physical interpretation:
¢ is the minimum potential energy, locatedRi= 21/6g ando is the diameter of the
particle and wherR < o the potential becomes repulsive. Often the Lennard-Jones
potential gives a reasonable approximation as a true potential. Howevelrontio
calculations it is found that an exponential type repulsive potential is more appropriate.
The Lennard-Jones potential has a very steep repulsive potential part and is not suitable
for dense systems. The too steep repulsive part often leads to an overestimation of the
pressure in the system.

The short-range interactions offer the possibility to take into account only neigh-
bored particles up to a certain distance for the calculation of interactions. In that way
a cutoff radiusRc is introduced beyond which mutual interactions between the parti-
cles are neglected. Due to this truncation, simulations can provide only a portion of
those properties, such as the internal energy and pressure, that are directly related to
the potential. Simulation results for such properties must be corrected for long-range
interactions R > Rc) that are neglected. Truncating the potentiaRatintroduces a
similar truncation into the force which, in turn, causes small impulses on dtants)
whenever their separation distarigg crossedfc. Consequently, instead of a strictly
constant total energlf, we may observe small fluctuationstin These fluctuations
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have little effect on the values computed for equilibrium properties, and of course, the
effect can be made negligible by simply increadiagat the expense of increased com-
puter time for the simulation. As an approximation one may introdusieifeed-force
potentialandlong-range correctionso the potential.

2.4.1.1 Shifted-force potential

The step change in the potent&IR) and forceF (R) atRc can be removed by shifting
F(R) vertically so that the force goes continously to zer&atHence, a shifted force
Fs(R) is defined 59 by

_av
Fs(R) = { 0 dr T AF Ei Eﬁ (2.36)

whereAF is the magnitude of the shift,

dv
AF = —F(Re) = (EJRC. (2.37)
The shifted potentia¥s(R) corresponding té&s(R) can be derived from
_ d%(R)
Fs(R) = iR (2.38)
or
Vs R
/ dVe = —/ Fs(R)dR (2.39)
0 00
Substituting Eq.2.36) into Eq. 2.39 and integrating gives
_ _[R— av <
Vs(R) = V(R —V(Re) ~[R-R] (dR)RC Reke (2.40)
0 R>Rc

The shifted-force correction removes the energy fluctuations that occur because of the
truncations oV andF.

2.4.1.2 Long-range correction

One may introducéong-range correction$o the potential in order to compensate for
the neglect of explicit calculations. The whole potential may then be written as

N
V= ZV(RU\RU < Rc) +Virc. (2.41)
12

The long-range correction is thereby given as

Vire = 2Npg /F: RY(RV(R) dR (2.42)
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wherepg is the number density of the particles in the system g = p(R)/po is

the radial distribution function. For computational reasayi®) is most often only
calculated up tdxc. However beyon® > Rc the system is assumed to be uniform.
This amounts to the mean-field approximation for the long-range portion of the poten-
tial. Thus at a fixed number density, the long-range correction is merely a constant that
is added.

2.4.2 Long-range potential

In the case of long-range potentials, like the Coulomb potential, interactions between
all the particles in the system must be taken into account, if treated without any ap-
proximation. Consider a classical systemN\bbodies with chargeg; and massesy

at position vectors; interacting via a Coulombic potential V. The equations of motion
are

2.
mﬂ:_qimiv for i=123,---,N (2.43)
dt?
where
N qi
V(r) = [ (2.44)
&ilri—rjl

These lead to a®(N?) problem, which is computationally quite expensive for large
systems. For systems with open boundary conditions this method is straightforwardly
implemented and reduces to a double sum over all pairs of particles. In the case where
periodic boundary conditions are applied, the interactions not only within the parti-
cles in the central cell are important but also those with all periodic images must be
taken into account. And hence, a lattice sum has to be evaluated and the potential is

expressed as:
N q;
Vs(ri) =%/ 2.45
<(ri) m j:1|rij+n| ( )

whererjj = ri —rj andn = (ig,iy,iz)L, with iq = 0,£1,42--- £ 0. The prime in the
summation ofn indicates that = j term is omitted for the primary celi = 0. The
summation over image boxes as in ER.46) makes theD(N?) problem toNpox x N2
operations! This sum is also a conditionally convergent series. A method to overcome
this limitation was introduced by Ewal®(]. The characterization of convergence is
given in Refs.61,62]. In the Ewald summation technique the potential is recasted into
the sum of two rapidly converging series: one in real space; the other in reciprocal, or
k-space:

N erfc(alrij +nl)

E(ri) :Z Z ‘r”_|_n| + goqu

=1 =1

!kl

)exp{ik.(rij)}

20

—WQB (2.46)
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where erf¢x) = %{ ['exp(—t?)dt. The terma governs the relative convergence rates

of the two main series. The last term is a "self-potential” which cancels an equivalent
contribution in thek-space sum. A physical interpretation of this decomposition of the
lattice sum given in Eq.2,46) follows. Each point charge in the system is viewed as
being surrounded by a Gaussian charge distribution of equal magnitude and opposite
sign with charge distribution

p(r) = Aexp(—a%r?) (2.47)

This introduced charge distribution screens the interaction between neighboring point-
charges, effectively limiting them to a short-range. Consequently, the sum over all
charges and their images in real space converges rapidly. To counteract this induced
Gaussian distribution, a second Gaussian charge distribution is added and the sum is
performed in the reciprocal space using Fourier transformation. The choice of charge
distribution is actually not too critical and mainly influences the convergence of the se-
ries. Refer to Ref.@4] where the Ewald sum has been cast with various non-Gaussian
charge distributions.

The equivalent expression for the force (or more correctly the electric field) can
be obtained by direct differentiation with respect to the vector between the reference
particlei and particlej:

OVE(ri)

F(ri) - al’ij

_ qjrij,n N 2a <0arij,n
_; Z ij’n {erfc(om,,n)qL =) exp(—a? ,J, )]
4Tt 2

K —k7\
+Fk§O;quexp<m> sin(k.rij). (2.48)

In the above expressianj,n = rjj +n. Refer to Refs.§1,62,64,65,63] for more
details on lattice sums through Ewald summation.

2.5 Integrators

For a given potential model which characterizes the physical system, it is the integrator
which is responsible for the accuracy of the simulation. The integrator is the routine
which actually moves the atoms, depending on the current forces and velocities. The
basic criteria for a good integrator for molecular simulations are as follows:

(i) It must show good conservation of energy and momentum and small perturbations
should not lead to instabilities. It must be time-reversible.

(ii) It should permit the use of a relatively long time step in order to propagate the
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system efficiently through the phase space.

(iii) 1t should require little computer memory.

(iv) It should be fast, ideally requiring only one energy evaluation per time step.
(v) It should duplicate the classical trajectory as closely as possible.

Any finite-difference integrator is an approximation for a system developing con-
tinuously in time. These methods are explicit and use the information available at time
t to predict the system’s coordinates and velocities at timelt, wheredt is a short
time interval. These methods are based on a Taylor expansion of the position at time
t4-dt:

r(t4dt) =r(t) 4+ v(t)dt+ A g2y .. (2.49)
= 5 , _
wherev(t) is the first derivative of the positiar(t), a(t) is the second derivative of the
position etc.

A finite-difference method leads to two types of errdrancation errorandround-
off error. Truncation error refers to the accuracy with which a finite-difference method
approximates the true solution to a differential equation. When a finite-difference
equation is written in Taylor series form as in EQ.49), the truncation error is mea-
sured by the first non-zero term that has been omitted from the series. In contrast,
the round-off error encompasses all errors that result from the implementation of the
finite-difference algorithm. For example, the round-off error is affected by the number
of significant figures kept at each stage of the calculations which are actually per-
formed, and by any approximations used in evaluating square roots, exponentials and
SO on.

In the following different types of integration schemes are presented.

2.5.1 \Verletintegrator

The most basic and most common integration algorithm is the Verlet integrator, which
is based on the expansion of position in a Taylor series. For a small enough time step
dt the expansion gives

F(t)

r(t+dt) = r(t)+v(t)dt+%dt2+--- (2.50)

In the same way the expansion may be performedfer —dt, which gives

rt—dt) =r(t) —v(t)dt+%dt2—m (2.51)

Adding up Egs2.50and2.51gives new positions

r(t-+dt) =2r(t) —r(t—dt)+int])dt2+0(dt4) (2.52)
Advantages:

(i) Integration does not require the velocities, only position information is taken into
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account.

(ii) Only a single force evaluation per integration cycle is necessary. (The force evalu-
ation is the computationally most expensive part in the simulation).

(i) This formulation, which is based on forward and backward expansions, is natu-
rally reversible in time (a property of the equation of motion).

Disadvantages:
(i) The velocities, which are requited for the kinetic energy evaluation, are calculated
only in an approximate manner through the equation

V(t):r(t+dt)2+dtr(t—dt)

(2.53)

This is, however, one order less in accuracy than EchZj.
(i) From the point of view of storage requirement E.53) is not optimal, since
information is required from positions not only at timbut also at time — dt.

2.5.2 Leap Frog integrator

The Leap Frog integrator is a variation of the Verlet algorithm designed to improve the
velocity evaluation. Its name comes from the fact that the velocities are evaluated at
the mid-point of the position evaluation and vice versa. The algorithm is as follows:

v(t+dt/2) = v(t —dt/2) +a(t)dt (2.54)
r(t+dt) =r(t)+v(t+dt/2)dt (2.55)

This means that each integration cycle involves three step:
(i) Calculatea(t)dt based o (t), i.e.,a(t) = —(1/m)OV (r(t)).
(i) Calculatev(t 4 dt/2)
(iii) Calculater (t + dt)

Theinstantaneouselocity at timet is then calculated as

V(t) = (V(t +dt/2) +v(t —dt/2))/2 (2.56)

Advantages:
(i) Improved evaluation of velocities.
(ii) Direct evaluation of velocities gives a useful handle for controlling the temperature
in the simulation.

Disadvantages:
(i) The velocities at time are still approximate.
(i) Computationally more expensive than the Verlet algorithm.
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2.5.3 Velocity Verlet integrator

An even improved integrator is this algorithm which is designed to further improve on
the velocity evaluations. The algorithm is as follows:

rt+dt)=r(t) +v(t)dt+%a(t)dt2 (2.57)

v(t+dt) = v(t) +%(a(t) +a(t +dt))dt (2.58)

This means that each integration cycle involves four steps:

(i) Calculater (t +dt) using Eq. 2.57).

(i) Calculate the mid-point velocity(t +dt/2) = v(t) +a(t)dt/2
(iii) Calculatea(t +dt) = —(1/m)OV (r (t +dt))

(iv) Calculatev(t 4 dt) = v(t +dt/2) +a(t + dt)dt/2

Advantage: Best evaluation of velocities.

Disadvantage: Computationally more expensive than the Verlet or Leap Frog algo-
rithms.

2.6 Simulations in Different Ensembles

2.6.1 Sampling from an ensemble

The thermodynamic state of a system is usually defined by a small set of parameters
(such as the number of particlils the temperatur@ and the pressur) and not by

the very many atomic positions and momenta that define the instantaneous mechanical
state. These positions and momenta can be thought of as coordinates in a multidimen-
sional space: phase space. For a systeh pérticles this space h&\ dimensions.

The state of the classicBl—body system at any timeis completely specified by the
location of one point in phase space denoted a®ne can write the instantaneous
value of some property as function4(l'). As the system evolves in timg, and

A4(T") will change. Hence, one can assume the experimentally observable macroscopic
property4qpnsis an average ofl(I") taken over a long interval of timigyg

. 1 tobs
tobs— tops./0O
In MD the equations of motion are usually solved approximately by a step-by-step
procedure, i.e., a large finite numbeps of time steps, of lengtldt = tops/Tops The
Eq. 2.59 becomes then

1 Tobs

Aobs = (A)time = — Z Al (1)). (2.60)

Tobs{<
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Hence, integration of the equations of motion should then yield a trajectory that de-
scribes how the positions, velocities and accelerations of the particles vary with time,
and from which the average values of the properties can be determined using Eq.
(2.60). However, there exists the difficulty that for ‘'macroscopic’ numbers of atoms
or molecules it is not even feasible to determine an initial configuration of the system,
let alone integrate the equations of motion and calculate a trajectory. Recognizing this
problem, Boltzmann and Gibbs developed statistical mechanics, in which a single sys-
tem evolving in time is replaced by a large number of replications of the system that
are considered simultaneously and are known as ensemble. An ensemble is a collec-
tion of pointsl” in phase space. The points are distributed according to a probability
densitypend ). Hence the time average in E2.60) is then replaced by an ensemble
average:

Aobs = (A)ens= Zﬂ(r)pens(r) (2.61)

One can use a weight functionnd ), instead opengd ") satisfying the following
equations:

PendT") = Qenens ") (2.62)
Qens= ZWens(r) (2.63)
Aens= Zwens(r)ﬂens(r)/Zwens(r). (2.64)

The partition functionQens is a function of the macroscopic properties defining the
ensemble. One can define a thermodynamic poteiftia

Wens= —INQens (2.65)

which has a minimum at the thermodynamical equilibrium.

2.6.2 Common statistical ensembles

2.6.2.1 The micro-canonical ensemble

The probability density for the micro-canonical ensemble is proportional to
O(H(I") —E),

whereH (I") is the Hamiltonian. The delta function selects those states Nfarticle
system in a container of volumé that have the desired ener§y In a computer
simulation this theoretical condition is generally violated, due to the limited accuracy
in integrating the equation of motion and due to round-off errors resulting from a
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limited precision of number representation. The micro-canonical partition function
may be written as,

QnvE = Zé(H(r)—E). (2.66)

The corresponding thermodynamic potential is the negative of the entropy
—S/kB: —InQNVE. (2.67)
kg represents the Boltzmann constant.

2.6.2.2 The canonical ensemble

The density for the canonical ensemble is proportional to
exp(—H(I")/keT)

and the partition function is

QnvT = ZeXp(—H(F)/kBT). (2.68)

The corresponding thermodynamic potential is the Helmholtz free eergy
A/kBT =—In QNVT- (269)

In a canonical ensemble, all values of the energy are allowed and energy fluctuations
are non-zero. The time evolution occurs on a set of independent constant-energy sur-
faces, each of which is appropriately weighted by the faexp(—H (I') /ksT ). Hence

the algorithm for this ensemble should allow the generation of a succession of states
and must make provision for transitions between the energy surfaces so that a sin-
gle trajectory can probe all the accessible phase space, and yield the correct relative
weighting.

2.6.2.3 The isothermal-isobaric ensemble
The probability density for the isothermal-isobaric ensemble is proportional to
exp(—(H +PV)/kgT).

Upon averaging the quantity in the exponent, the thermodynamic entiéalpy. H >
+P <V > is obtained. The patrtition function is

QnpT = Z gexp((—H +PV)/keT) = gexm_PV/kBT)QNVT- (2.70)

The corresponding thermodynamic function is the Gibbs free er@rgy
G/kB: —|nQNpT. (2.71)

For a constant NPT ensemble the algorithm should allow for changes in the sample
volume as well as the energy.
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2.6.2.4 The grand canonical ensemble
The density for the grand canonical ensemble is proportional to
exp(—(H —uN) /keT)

wherep is the chemical potential. Here the number of partitleis a variable, along
with the coordinates and momenta. The grand canonical partition function is

Quvt = Z%exp(—(H —uN) /kgT) = %eXD(HN/kBT)QNPT- (2.72)

The corresponding thermodynamic function is jufV /kgT:
—PV/kBT = —InQuVT. (2.73)

Hence the algorithm in the grand canonical ensemble must allow for addition and re-
moval of particles. In this kind of ensemble the extensive parameters show unbounded
fluctuation, i.e., the system size can grow without limit. Hence this ensemble is not so
common for simulations using MD.

In the MD simulation it is possible to realize different types of thermodynamic en-
sembles by controlling certain thermodynamic quantities. In the following we describe
different algorithms to control temperature and pressure.

2.6.3 Molecular dynamics at constant temperature

The instantaneous kinetic energy is given by

N
K(t) = >3 mw(t)? (2.74)

The temperatur@ is directly related to the kinetic energy by the well-known equipar-
tition formula, assigning an average kinetic enekgy /2 per degree of freedom:

K = gNkBT (2.75)

An estimate of the temperature is therefore directly obtained from the average kinetic
energyK. For practical purposes, itis also common practice to definestantaneous
temperatureT (t), proportional to the instantaneous kinetic enelkgy) by a relation
analogous to Eqi2(75).

2.6.3.1 Velocity rescaling

The temperature change is achieved by rescaling the velocities in order to bring the
system to a desired temperature. In the framework of the velocity Verlet algorithm this
may be accomplish by replacing the step

V(t+dt/2) = v(t) +a(t)dt/2
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with
v(t+dt/2) = I‘zteiv(t) +a(t)dt/2, (2.76)

whereTgesis the desired temperature ant) is the instantaneous temperature.

2.6.3.2 Gaussian thermostat

Another way to control the temperature is to use a constrain on the equation of motion.
Gauss'’ principle of least constraint states that a force added to restrict a particle motion
on a constraint hypersurface should be normal to the surface of the realistic dynamics
[66]. The constant temperature constraint has the form

1N 503
=

Gauss’ principle yields (differentiation of ER.{77) with respect td)
N N
mviag = Y Fiv; =0. (2.78)
PR P

To derive the Gaussian equation of motiong; is substituted by — Emvi. The
resulting equation is then solved for the time derivative of the friction coeffictgnt,
which yields

- Z|N:1 Fi.v
&= SN m? (2.79)

The Gaussian thermostat can be easily combined with the velocity Verlet integrator as:
(i) Calculate the thermostat variatfét) = [y ; myay(t).vi(t)]/[S N, mv2(t)].

(i) Evaluate velocitiesv; (t +dt/2) = vi(t) + [a(t) — vi(t)&(t)]dt/2.

(i) Evaluate positionsr;(t 4+ dt/2) = ri(t) 4 vi(t + dt/2)dt.

(iv) CalculateF;(t + dt) anda;(t + dt) and repeat from (i) fot + dt.

2.6.3.3 Andersen thermostat

In the constant-temperature method proposed by Ande6siithe system is coupled

to a heat bath that imposes the desired temperature. The coupling to the heat bath is
represented by stochastic forces that act occasionally on randomly selected particles.
To perform the simulation one must first choose two parameters: the desired temper-
ature, Tqes and the mean rate at which each particles suffers stochastic collisions,
The probability that a particular particle suffers a stochastic collision in ¢imgvdt.
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The times at which each particle suffers a collision is decided before beginning of the
simulation. This can be done by using random numbers to generate the values for the
time intervals between successive collisions of a particle. Such intervals are distributed
according to

P(t) = vexp(—vt), (2.80)

whereP(t)dt is the probability that the next collision will take place in the interval
[t,t +dt]. Hence, as the calculations proceed, random numbers can be used to decide
which particles are to suffer collisions in time interetl

A constant-temperature involving Andersen thermostat consists of the following
steps:

(i) Start with an initial set of positions and momenta and integrate the equations of
motion for a timedt.

(i) A number of particles are selected to undergo a collision with the heat bath.

(iii) If particle i has been selected to undergo a collision, its new velocity will be taken
from a Maxwell-Boltzmann distribution correspondingTigs All other particles are
unaffected by this collision.

The Andersen thermostat is consistent with the canonical ensemble and quite good
for the algorithms used for investigating static properties. However it is risky to use this
method when studying dynamical properties. The reason for this is that this method is
based on stochastic collisions and disturbs the dynamics of the systems in an unrealistic
way, which may lead to sudden random de-correlation of particle velocities.

2.6.3.4 Nosé-Hoover thermostat

This is an extended system method as it introduces additional degrees of freedom into
the system’s Hamiltonian. They are integrated in line with the equations for the spatial
coordinates and momenta. According to the Nosé-Hoover thermostat, the effect of an
external system acting as heat reservoir to keep the temperature of the system constant,
is reduced to one additional degree of freed®&].[ The thermal interactions between

a heat reservoir and the system result in a change of the kinetic energy, i.e., the veloci-
ties are subjected to scaling. There exist two sets of variables: real and virtual. In the
following the relations between real and virtual variables are given. Real variables are
indicated by a prime, to distinguish them from their unprimed virtual counterparts.

r'=r (2.81)
pP=p (2.82)
dt’ =dt/s, (2.83)

wheredst is the virtual time interval and is a scaling factor. An effective magd¥ls,
is introduced as an additional degree of freedom with momemtunThe resulting
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Hamiltonian, expressed in virtual coordinates, gives:

N

HNH—ZZIO'S2 +V(r )+2£Ms+ngTlns (2.84)

whereg = 3N + 1 is the number of degrees of freedom (system of N free particles).
One gets the equations of motion in real variables (dropping primes) as:

Fi =pi/m (2.85)
. oav(r) _
pi=— ar; —&pi (2.86)
— (S pf/m - gieT) (2.87)
dins
&= (2.88)

This method provides a way to keep the temperature constant more gently than the
Andersen’s method where particles get new, random velocities.

2.6.4 Molecular dynamics at constant pressure

The measurement of the pressure in a MD simulation is based on the Clausius virial
function

N

W(r) = Zri.F}m, (2.89)

whereF!® is the total force acting on an atamits statistical averag@V) is obtained
as an average over the molecular dynamics trajectory:

(W) = I|m dtZ ).mf(t (2.90)

t/'—oo t/

By integrating by parts,
(W) = — I|m dt Zlm|r (2.91)

This represents twice the kinetic energy. Therefore by the equipartition law of statisti-
cal mechanics we get,

(W) = —3NkgT. (2.92)
The total force can be decomposed into two contributions:

Fot =R+ FP, (2.93)
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whereF; is the internal force arising from the interatomic interactions, Efitlis the
external force exerted by the container’s wall. If the particles are enclosed in a rectan-
gular container of sidelsy, Ly, Ly with volumeV = LyLyL,, and with the coordinates’
origin on one of its corners(W®® due to the container can be evaluated using Eq.
(2.89:

(W) = Ly(—PLyL;) + Ly(—PLyL;) + Ly(—PLyLy) = —3PV (2.94)
where for instance-PLyL, is the external forc& applied by theyzwall along thex

direction, etc. Eq.4.92) can be written as

N
(3 ri-Fi) = 3PV = —3NkgT

1 N
or PV:NkBT+§<IZri.Fi>. (2.95)

This equation is known agrial equation All the quantities except P are easily ac-
cessible in a simulation and therefore it provides a way to calc&#atdote that Eq.
(2.99 reduces to the well-known equation of state of the ideal gas if the particles are
non-interacting.

2.6.4.1 Andersen’s method

Andersen originally proposed a method for constant pressure MD, which involves cou-
pling to an external variabM, the volume of the simulation bo%¥]. This coupling
mimics the action of a piston on a real system. The piston has a@asd is associ-

ated with the kinetic energy

1 .
xy = Esz. (2.96)

The potential energy associated with the additional variable is
U =PV (2.97)

whereP is the specified pressure. The positions and velocities of the atoms are given
in term of scaled coordinates as:

r=v1/3s (2.98)
v=V¥3 (2.99)

The potential and kinetic energies associated with the particleg @je=V (V1/3s)
andK = imVv?3y;&. The equations of motion become:

s§=f/(mVY3) — (2/3)sV /V (2.100)

V=(P-P)/Q (2.101)
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where P represents the nemstantaneous pressuiue to the external and internal
forces. Both? andf are calculated using normal, un-scaled coordinates and momenta.
The equations of motion generate trajectories which sample the isobaric-isoenthalpic
ensemble.

The parametef) is an adjustable parameter. giall mass will result in rapid
oscillations in box size, whereaslarge mass will give rise to slow exploration of
volume-space. Andersen recommends that the time scale for box-volume fluctuations
should be roughly the same as those for a sound wave to cross the simulation box.

2.6.4.2 Parrinello’'s and Rahman’s method

The constant pressure method of Andersen allows for isotropic change in the volume
of the simulation box. Parrinello and Rahman have extended this method to allow the
simulation box to change shape as well as s68:70,/71]. In this method the scaled
coordinates are introduced through the equation

r=Hs (2.102)

whereH = (h1, hy, h3) is a transformation matrix whose columns are the three vectors
hy representing the sides of the box. The volume of the box is given by

V= ’H‘ = hl.h2 X h3. (2.103)
The potential energy associated with the box is
U =PV (2.104)

and the corresponding kinetic energy term is

1 )
K = EQZ % Hee- (2.105)
The equations of motion are:
ms=H" —mG 1G5 (2.106)
gH=(P-1P)V(H™ YT (2.107)

whereG = HTH is a tensor. The pressurR plays the same role as in Andersen’s
method.

2.7 Periodic Boundary Conditions

One can perform two kinds of treatment for simulating the boundaries of the system.
One possibility is doing nothing special. Here the system simply terminates and atoms
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near the boundary would have less neighbors than atoms inside. In other words, the
system is surrounded by surfaces. This kind of simulation is realistic only when we
want to simulate clusters of atoms. In order to simulate bulk onepesgsdic bound-

ary conditions (PBC).

When using PBC, patrticles are enclosed in a box and this box is replicated to
infinity by translation in all the three Cartesian directions, completely filling the space.
Hence, if one of the particles is located at the positiom the box, this particle really
represents an infinite set of particles located at

r+la+mb+nc, I,mne (—o, o),

wherel,m n are integers and, b, c are the vectors corresponding to the edges of the
simulation box.

Apparently, the number of interacting pairs becomes infinite as an effect of PBC.
In practice this is not true because for a given accuracy the potentials usually have a
short interaction range. Thminimum image criterions followed in order to reduce
the level of additional complexity introduced by the use of PBC. Consider a potential
with a finite range, i.e., when separated by a distance equal or larger than a cutoff
distanceR;, two particles do not interact with each other. Therefore it is sufficiently
accurate to chose a box size larger tB& along each Cartesian direction.

When these conditions are satisfied, it is obvious that almost one among all the
pairs formed by a particlein the box and the set of all the periodic images of another
particle j will interact. When we work under these conditions, we can safely use the
minimum image criterion, i.e., among all possible images of a parjictee closest
one is selected. This condition greatly simplify the set up of a MD program and is
commonly used. Of course, one must make sure that the box size is @&Rgadbng
the directions where PBC'’s are in effect.






Chapter 3

Large-Scale Optimization

3.1 Basic Approach to Large-Scale Optimization

The (partially) amorphous systems are characterized by various configurations and
interconversions between them are possible due to the internal vibrations and bond
changes. By relating the changes in these motions to the potential energy function,
it is possible to regard changes in the system as movements on the multidimensional
surface that describes the relationship between the value of the energy function and
the configurations. Stable configurations of the system correspond to the local minima
on the potential energy surface. The relative population of the minima depends on
their statistical weight, which includes contributions from both the potential energy
and the entropy. The global energy minimum on the potential energy surface does not
necessarily correspond to the structure with the highest statistical weight. To perform a
"configurational search" it is therefore necessary to determine those minimum energy
configurations that are believed to contribute to the overall configurational partition
function. This requires some methods for determining minima on the surface described
by the potential energy function.

A common strategy is to use the method of MD to search the configurational space
and select configurations at regular time intervals from the trajectory and minimizing
them to the associated minimum energy structures. If sufficiently large numbers of
time steps are used and the temperature is high enough to enable the barriers to be
overcome, then in principle, all the potential energy minima could be identified. How-
ever, in MD the time step must be smaller than the period of the highest frequency
motion of the constituting molecules. For this reason a time step on the order of 1 fs
must be used, and with current available hardware only relatively short simulations are
possible, often far too small to ensure that the whole configurational space has been
covered.

Hence, one of the typical optimization applications in MD is to minimize the po-
tential energy functions for seeking favorable configurational states of a system. The

35
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sheer size of the configuration space and the complexity of the system introduce ex-
tensive computational requirements and the multiple-minima problem.

The multiple-minima problem is a big problem for the large-scale optimization
methods. For reasonable small problems suitable algorithms exist for finding all the
local minima for linear and nonlinear functions. For large problems, however many
trials are required to locate the local minima and finding of the global minima cannot
be ensured. These unfavorable features have prompted development in conformational
search techniques along with minimization.

Local optimization methods are essentially descent methods. They are defined as
an iterative procedurex, x1,- - -, Xk, - - - } that attempts to find one local minimuri
from a givenxp. In each step a search vecppris computed by a given strategy so that
the functionf is minimized approximately along that direction. The performance of
these methods is sensitive to the choice of the starting point in addition to the search
direction and algorithmic details.

Global optimization methods in contrast to the local methods, explore larger re-
gions of the function space. These methods can be classified as deterministic and
stochastic methods. In deterministic methods, a sequence of points is constructed con-
verging towards lower and lower local minima. Ideally, they attempt to tunnel through
the local barriers. Computational effort tends to be very large and guarantee of success
can only be obtained under some specific assumptions. Local minimization methods
are often required repeatedly. This field of deterministic global optimization is still in
its infancy, however, there exist algorithms for this appro&@@ 13,74, 75].

Stochastic global methods, on the other hand, involve systematic manipulation of
randomly selected pointg®]. Success can be guaranteed only in stochastic sense. The
simulated annealing method is a popular and effective technique for small to medium
molecular systems. Simulated annealing is very fast to implement and requires no
derivative computatiori/6, 77, 78,[79,/80]. This method has already established itself
as a powerful method for solving combinatorial optimization problems, in which the
"best” or "optimum” solution must be discovered from a large number of possible
solutions. This method uses a control parameter to play the role of the temperature
and a stochastic algorithm is used to generate a sequence of solutions to the problem
(a process equivalent to a physical system coming to thermal equilibrium). The value
of the control parameter is steadily decreased and by the application of the stochastic
algorithm at each stage, the system reaches "thermal equilibrium" at each temperature.
If this is achieved, then an analogy can be drawn with the Boltzmann distribution,
which gives the most probable population of a stat&h energyE; at the temperature
T:

ni = [Nexp(—E;/KT)]/ z exp(E; /kt) (3.1)
]
As the temperature is reduced, the lower energy states become more probable until at

absolute zero the system occupies the lowest possible energy state. In practice the sim-
ulated annealing algorithm is only approximate because convergence to the globally
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optimal solution would require an infinite number of time steps, at each of which the
system must be allowed to come to the thermal equilibrium.

In contrast to the global methods, the local methods have experienced far more
extensive developments and produced a range of robust and reliable techniques tailored
to the problem size, smoothness, complexity and memory consideration. Refer to
Refs. B1,82,83,84] for details. The following sections are mainly concerned with this
class of methods.

3.2 Basic Descent Structure of Local Methods

The fundamental structure of local iterative techniques for solving unconstrained min-
imization problems is simple. Ldt(x) be the function for which one tries to find the
minimum. An unconstrained optimization starts by choosing a starting point, an initial
guess for the values of the unknown parameter§(ij, xo. A substantial amount of
computing time can be saved by chooskygwith some care. In practice one should
use whatever information available on the behaviof ©f), so that the initial guess is

not far from the stationary point. Once the initial point is chosen, two decisions have
to be taken before the next points can be generated.

(i) One must first pick a direction along which the next point is to be chosen.

(i) One must decide on the step size to be taken in that direction.

Then the following iterative procedure has to be considered:

Xkr1 =Xk +Adk k=0,1,---, (3.2)

wheredy is the direction andAydy| is the step size. Different optimization methods
differ in the choice oty andAy. One can classify these methods in three categories:
(1) The methods using only the functional values.
(2) The methods making use of the first-order derivatives.
(3) The methods which also requires the knowledge of the second-order derivatives.
The first category refers to the nonderivative methods and last two are considered as
gradient methods. Category (3) will generally generate points that are sufficiently
close to the minimum in the least numbers of steps, however, the computational costs
of computing and handling the second derivatives can be substantial. Hence, method
(2) is often a preferable method of choice.

For illustrative purpose, a quadratic function of a vector with the form

f(x)= %XT.A.X—{—bTX—l—C, (3.3)

is considered. Here, matri is apositive-definitanatrix, x andb are vectors and c is
a scalar constant. A matri is positive-definite if, for every nonzero vectar

x".Ax>0. (3.4)

The eigenvalues of a positive-definite matrix are all positive.
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3.3 Nonderivative Methods

Minimization methods that incorporate only function values generally involve some
systematic method to search the configurational space. In coordinate descent methods,
the search directions are the standard basis vectors. A sweep throughskaseh di-
rections produces a sequential modification of one function variable at a time. Through
repeated sweeping of thedimensional space, a local minimum might ultimately be
found.

A well known variant of the basic coordinate descent scheme is Powell’s method
[85], which is more efficient and reliable. Rather than specifying the search vectors a
priori, the standard basis directions are modified as the algorithm progresses. Consider
initially n linearly independent directions as coordinate directabnsl, - - - ,dy start-
ing from the best known approximation to the minimuy, The start of the method
is identical to an iteration method which changes one parameter at a time. Later the
method is modified to generate conjugate directions by making each iteration define
a new directiond, and choosing the linearly independent directions for the next it-
erations to beds,ds,---,d,,d. If a quadratic function is being minimized, aftkr
iterations the lask of the n directions chosen for thie+ 1th iteration are mutually
conjugate. Powell's method guaranteed that in exact arithmetic (i.e., in the absence of
round off error), the minimum of a convex quadratic function is found af®wreeps.

Nonderivative minimization methods are generally easy to implement but some-
times encounter convergence problems. In general, the computational cost, dominated
by the number of function evaluations, can be excessively high for the functions of
many variables and can far outweigh the benefit of avoiding derivative calculations.
If obtaining the analytic derivatives is difficult, the gradient can be approximated by
finite differences of function values, as

1
6 ~ [f(x-+he) — F(x). (3.5)
|
for suitably chosen intervalg.

3.4 Gradient Methods

This class of methods uses the analytic-derivative information, which clearly possess
more information about the smooth objective function. Gradient methods can use the
slope of a function, for example, as the direction of the movements toward extreme
points. The second derivative can also incorporate curvature information from the
Hessian to find the regions where the function is convex. The common gradient meth-
ods are steepest descent, conjugate gradient, Newton-Raphson methods.

3.4.1 Steepest descent method
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The method of steepest descent is the simplest of the gradient methods. In this method
one starts at an arbitrary poixg and then take a series of steps to the poinigo, - - -

until convergence is achieved. The choice of the descent direction is Whleeases

most quickly, which is the direction opposite tdx(i)). According to Eq./8.9), for a
quadratic function, this direction isOf (X)) = — /(X)) = b — Ax).

Y

A

P>

\

\

<%

Figure 3.1: The method of steepest descent approaches the minimum in a zig-zag
manner, where the new search direction is perpendicular to the previous
one. The step size gets smaller and smaller as it approaches the minimum.

Consider the following definitions. The errer= x) — X is the vector that indi-
cates how far the approximate value is away from the solution. The resigpal
b —Ax( = —f'(x4)), indicates the deviation from the correct valuésafhich is also
the direction of steepest descent. In this method a step is takernxfr@aecording to
the equation:

X(1) = Xo+Arop. (3.6)

In order to choos@ a line search procedure is applied minimizes f when the di-
rectional derivatives f(x1)) = 0. By the chain rulef(x1)) = /(1)) &Xa) =
f’(x(l))Tro. Hence, one finds that must be chosen so thag and f'(x(,)) are or-
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thonormal. To determink one considers:

riro
3.7
rgAro (37
Putting it all together the algorithm for the steepest descent is:

I’(i) =b —AX(i), (3.8)

I’T- I’(i)
Ai) = T(I,)A , (3.9)

iy (i)
X(i+1) = X(i) +)\(i)r(i). (310)

Fig. 3.1illustrates the method of steepest descent. This method is very stable, if the
minimum points exist. However this method suffers from low convergence problems.
For badly scaled systems, the method can end up spending an infinite number of itera-
tions before locating a minimum.

3.4.2 Conjugate gradient method

As seen in the previous subsection, the reason why the method of steepest descent con-
verges slowly is that it has to take a right angle turn after each step, and consequently
search in the same direction. The method of conjugate gradient is an attempt to mend
this problem by "learning” from experience.

Conjugacymeans that two unequal vectods,anddj, are orthogonal with respect
to any symmetric positive definite matri, i.e.,

dl.Adj=0. (3.11)

This can be looked upon as a generalization of orthogonality, for whichthe unity
matrix. The idea is to let each search directidnbe dependent on other search direc-
tions searched to locate a minimum ) through Eq. 8.11). A set of such search
directions are referred to @sorthogonal, or conjugate set. It will take for a positive
definite n-dimensional quadratic function to its minimum point in, at mesgxact
linear searches. The method is often referred toosgugate directions

The best way to visualize the working of conjugate directions is by comparing the
space we work in with a stretched space as shown inFH) Fig./3.2(a) demonstrates
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(a) (b)

Figure 3.2: The method of conjugate directions.(a) Lines that appear perpendicular
are orthogonal. (b) The same problem in a "stretched" space. Lines that
appear perpendicular afeorthogonal.

the shape of a contour of a quadratic function in real space, which is ellipticdd ¢or

0). Any pair of vectors that appear perpendicular in this space, would be orthogonal.
Fig. 3.2(b) shows the same plot in a space that is stretched along the eigenvector axes
so that the elliptical contour from Fig3.2(a) becomes circular. Any pair of vectors

that appears to be perpendicular in this space, is inAagtthogonal. The search for

a minimum of the quadratic functions startsxgtand takes a step in the directidp

and stops akj. This minimum point along that direction, determined by the same
way as for the steepest descent method, i.e., the minimum along a line where the
directional derivative is zero. The essential difference between the steepest descent
and the conjugate direction lies in the choice of the next search from this minimum
point. While the steepest descent would search in the directiamFig. 3.2(a), the
conjugate direction method would choade In the stretched space, the directidn
appears to be a tangent to the now circular contour at the gginSince the next
search directiord; is constrained to bé-orthogonal to the previous, they appear
perpendicular in "stretched space". Heratewill find directly the minimum point of

the quadratic functiorf (x). To avoid searching in directions that have been searched
before, the conjugate direction guarantees that the minimization dé{ #p¢along one
direction does not "spoil" the minimization along another, i.e., afsepsf (x;) will

be minimized over all searched directions. The conjugate gradient method is a special
case of the method of conjugate directions, where the conjugate set is generated by
the gradient vectors. This seems to be a good choice since the gradient vectors have
proven their applicability in the steepest descent method, and they are orthogonal to
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the previous search direction. For a quadratic function, the procedure is as follows.
The initial step is in the direction of the steepest descent:

do = —f'(x0) = —0o, (3.12)

whereg is the gradient. Subsequently, the mutually conjugate directions are chosen so
that

dir1 = —0Ok+1+PBdk k=0,1,---, (3.13)

where the coefficienBy is given by, for example, the so called Fletcher-Reeves for-
mula:

Ohy1-Okt1
Bk = —";% g; : (3.14)
k .
The step length along the directions is given by
dng

and the resulting iterative formula is identical to E&.Z].

The direct use of Eq. 315 will most likely not bring us to the solution im
iterations either, the reason being the limited numerical accuracy in the computations
which will make the search vectors lose their conjugacy. It should also be mentioned
that if the matrixA is badly scaled, the convergence will be slowed down considerably,
as it was for the steepest descent method.

The conjugate gradient method is often employed to problems where the number of
variablesis large, and it is not unusual for the method to start generating nonsensical
and inefficient directions of search after a few iterations. For this reason it is important
to operate the method in cycles, with the first step being the steepest descent step. One
example of a restarting policy is to restart with steepest descent step &keations
after the preceeding restart.

3.4.3 Newton-Raphson method

The method of Newton-Raphson differs from the steepest descent and conjugate gra-
dient methods in that the information of the second derivative is used to locate the
minimum of a functionf (x). This results in faster convergence, but not necessarily
less computing time. The computation of the second derivatives and the handling of
their matrix can be very time consuming, especially for large systems.

The idea behind the Newton-Raphson method is to approximate the given function
f(x) in each iteration by a quadratic function as given in E®13)(and then move to
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the minimum of this quadratic approximation. The quadratic function for a pamt
a suitable neighborhood of the current poipis given by a truncated Taylor series:

f(x) = f(x) + (X —x) "0k + %(x —xi) T Hi. (X = Xg), (3.16)

where both the gradiemf and the Hessian matridy are evaluated a&. The deriva-
tive of Eq. 3.16) is

1 1
Df(x):gk+éHk.(x—xk)-l—éHI.(x—xk). (3.17)

The Hessian is always symmetric if the functib(x) is twice continously differen-
tiable everywhere. Hence E@.L7) reduces to

Of (X) = gk + Hk. (X — Xx). (3.18)

If we assume that the functiof{x) has a minimum at = x*, the gradient of is zero,
ie.,

Hic (X" = Xi) + Gk = 0, (3.19)

which is a linear equations system. The Newton-Raphson method usesdkehe
next current point, resulting in the iterative formula,

Xk+l:Xk_H|:1'g|( k:O7 17 ) (320)

whereH El.gk is referred to as the Newton direction. The performance of the method
is dependent on certain qualities of the Hessian. One of these qualities is the positive
definiteness. If the Hessian is not positive definite, the method is no longer guaranteed
to proceed towards a minimum and may end up at other critical points, which may be
either saddle point or a maximum point. The size of the Hessian can also be crucial
to the effectiveness of the Newton-Raphson method. For systems with a large dimen-
sions, i.e., that the functiof(x) has a large number of variables, both the computation

of the matrix and the calculations that include it, will be time consuming. This can be
mended by either just using the diagonal terms in the Hessian, i.e., ignoring the cross

terms or just not recalculating the Hessian at each iteration.






Chapter 4

Solid State Properties

There has been great burst of interest in the subject of amorphous solids, however this
area has yet to develop any unifying principles, which can be comparable to that pro-
vided by the consequence of a periodic array of atoms or ions. Many of the concepts
used in the modeling of amorphous solids are borrowed from the theory of crystalline
solids, even though they are only well understood as a consequence of lattice period-
icity. In this chapter solid state properties are illustrated with some reference to the
crystals. For details refer to Refd) P, 86,87, 88,189

4.1 Structural Properties

4.1.1 Diffraction by crystals

Usually the structure of solids is studied through the diffraction of photons, neutrons
and electrons. The diffraction depends on the structure and on the wavelength. When
the wavelength of the radiation is comparable with or smaller than the lattice constant,
the diffracted beams are in direction quite different from the incident direction. The
famous Bragg’s diffraction law, i.e2d sin@ = nA, gives the condition for the construc-

tive interference of waves scattered from the lattice points. However, in order to get
deeper understanding, one need to determine the scattering intensity from the basis
atoms, i.e., the spatial distribution of the electrons.

A crystal is invariant under any translation of the folim= uia; + upay + uzas,
whereus, Up, Uz are integers andj, ap, az are the crystal axes. The reciprocal lattice

45
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comprises of the primitive axis vectdns, by, bz, defined as

a

by — 2m 228 4.1)
dj.dz X az

by, = ZHﬂ, (4.2)
ai.dz X ag

a1 x a

bg = 2m—2 X2 (4.3)

di.az X as

Each vector in Eqg. 4.1)- Eq. 4.9 is orthogonal to two axis vectors of the crystal
lattice, thus

bi.aj = 21%;j. (4.4)
A reciprocal lattice vectoiG is defined as
G =v1b1+ Vb +v3bs, (4.5)

wherev,vy, V3 are integers.
Any local property of a crystal is invariant und@&: For example, the electron
densityn(r) is a periodic function of and

n(r+T)=n(r). (4.6)
The Fourier analysis of this function gives

n(r)= gnGexp(iG.r), (4.7)

and for a set of reciprocal lattice vectdes The Fourier coefficientsg determine the
X-ray scattering amplitude. The inversion of E4.4) gives

ne :VC‘1/ dVn(r)exp(—iG.r), (4.8)
cell
whereV, is the volume of a cell in the crystal.
The set of reciprocal lattice vectofs determines the possible X-ray reflections.

The amplitude of the electric or magnetic field vectors in the scattered electromagnetic
wave is given by the scattering amplitudledefined as

F :/an(r)exp[i(k—k’).r]:/an(r)exp(—iAk.r), (4.9)
where

k+Ak =K. (4.10)
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Herek, k' represent the wave vectors of the incident and diffracted waves, respectively.
The diffraction condition is given by when the scattering vedikris equal to a par-
ticular lattice vector, i.e.,

Ak = G. (4.11)

Hence, under the diffraction condition, the scattering amplitude for a cryskatefls
is given by

Fc=N dvn(r)exp(—iG.r) =N (4.12)
cell
Here,Ss is called the structure factor and is defined over a single cell. The electron
concentratiom(r) can be considered as the superposition of electron concentration
functionsn; associated with each atojof the cell. Hence, the structure factor can be
written over all atoms of a cell as

S = ;/anj(r —rj)exp(—iG.r) = ;exp(—iG.rj)/anj(c)exp(—iG.c),
(4.13)

whereg =r —rj. The atomic form factor is defined as

f; :/anj (q) exp(—iG.q), (4.14)

which is integrated over all space. This factor measures the scattering powetjthf the
atom in the unit cell. Hence, the structure factor is given by

So =) fiexp(—iG.rj). (4.15)
]

4.1.2 Investigation of structures of non-crystalline solids

In contrast to the situation with crystalline materials, the absence of periodicity means

that the structure can no longer be reduced to considering the smallest repeat element,

the unit cell. It is only possible to estimate the probability of the distribution of atoms

in the vicinity of any reference atom. Diffraction methods can be used to determine

the frequency with which given interatomic distances occur in an amorphous sample.
For non-crystalline solids, in Eqi4(12) instead of writing the structure factor of

the basis, one can sum for all the atoms in the specimen. Further, instead of specifying

the scattering to the reciprocal lattice vect@;sone can consider arbitrary scattering

vectorsAk = k/ — k. This is done because scattering from amorphous materials is not

limited to the reciprocal lattice vectors, which are not defined. Therefore the scattering

amplitude from an amorphous material is described by using£#i)(and Eq. 4.14)

as

F(ak) = Y fjexp(—iak.r)). (4.16)
J
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Here the summation runs over all the atoms in the material. The scattered intensity at
the scattered vectdk is given by

I :F*F*:ZZfiijXF{iAk.(l’i—rj)]. (4.17)
]

If ais the angle betweehk andr; —rj, then

| = zz fi fj exp(iKrij cosa), (4.18)
]

whereK andrijj are the magnitude @k andr; —rj, respectively.
In an amorphous specimen the vegtor r j may take on all orientations and there-
fore by averaging the phase factor over a space one obtain the scattered intensity

sSinKrij

| = fi fi . 4.1
Z? Ky (449
For one-component system the scattered intensity is given by
SinKrij
| =Nf2y 1 4.20
> (4.20)

]

wheref; = fj = f for only one type of atom ani is the number of atoms. With the
approximationgjj — 0O, sinKrjj /Krj; — 1, and with the introduction of the density
functionp(r), this leads to

(4.21)

| = Nfz[l-i—/ 4Trr2p(r)SInKr dr].
0

Here,p(r) is the volume density of atoms at distancBom the reference atom, and

41r?p(r)dr is the number of atoms in a spherical shell of radiwd thicknessir.

The functionp(r) is thus essentially a pair correlation function admt?p(r) repre-

sentsradial distribution function(RDF), g(r). This function is specially averaged

one-dimensional representation of a three-dimensional structure. Introdugitige
average density of atoms in the sample investigated, the second integral in the equation
sinKr ® sinKr
dr+/ 4112p0 dr} (4.22)
0

NT © 2 _
= N2{1+ [ am?lp(r) — pol =

can be neglected in the range of valuekahcquired in a wide-angle measurement.
Amorphous solids possess no long-range order, i.e., the density fup¢tiptends to

po. Thus the quantityp(r) — po] tends to zero at distances greater than a few atom
separations and hence the first integral is dominated by the scattering mainly from
close scattering centers. The RDF is obtain by the application of the Fourier’s integral
theorem, which eventually lead to

g(r) = 41w?p(r) = 41w?po + 2—1: /O00 K <# — 1) sin(Kr) dK. (4.23)
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4.2 Vibrational Properties

The vibrational properties of amorphous solids are very similar to that of the corre-
sponding crystalline forms, with the exception that selection rules for transitions are
relaxed and sharp features in the density of vibrational modes are broadened due to
lack of periodicity. The next sections are devoted to the discussion of vibrational ex-
citations in crystals followed by anomalous properties shown by amorphous solids.
This anomalous nature is more pronounced in the low temperature regime and is quite
unique to the non-crystalline phase.

4.2.1 Phonons

U’I\
ol -

3 3
N~

Figure 4.1: The Brillouin zones for a two-dimensional square lattice. The reciprocal
lattice is also a square lattice of sibe All Bragg planes (lines, in two
dimensions) that lie within the square of side &ntered on the origin.
These Bragg planes divide that square into regions belonging to zones 1
to 6. [Adapted from Refl89].]

Eq. 4.1)-Eq. 4.3) define the primitive vectors of a reciprocal lattice ved&r The
first Brillouin zoneis the Wigner-Seitgrimitive cell of the reciprocal lattice, i.e., the
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set of points lying closer t& = 0 than to any other reciprocal lattice point. Since
Bragg planes bisect the lines joining the origin to points of the reciprocal lattice, one
can equally well define the first zone as the set of points that can be reached from the
origin without crossing any Bragg planes. In this definition the points lying on Bragg
planes are excluded, which turn out to be common to the surface of the two or more
zones. Higher zones are simply other regions bounded by the Bragg planes defined as
follows:
The first Brillouin zone is the set of points in reciprocal space that can be reached from
the origin without crossing any Bragg plane. The second Brillouin zone is the set of
points that can be reached from the first zone by crossing only one Bragg plane. The
(n+1)th Brillouin zone is the set of points not in tiile— 1)th zone that can be reached
from thenth zone by crossing only one Bragg plane. These definitions are illustrated
in Fig. 4.1 for a simple two-dimensional square lattice. These Brillouin zones are
essential for the analysis of vibrational properties for crystals.

Consider elastic vibrations in a crystal. If there @aratoms in the primitive cell,
there ar88p branches to the dispersion relations: 3 acoustic branche3mand optical
ones. The atoms vibrate against each other, but their center of mass is fixed in optical
modes. Hence if they are ions, these motions will interact with the electric field of a
light wave. However, in acoustical branches the atoms move together along with their
center of mass.

Consider a diatomic crystal structure with masgiesM» connected by force con-
stantC between adjacent planes. The displacements of atom of Maase denoted
by us_1,Us,Ust1,- -, and of atoms of massl, by 95 1,9s,9s11. The repeated dis-
tance isa in the direction of the wave vectdr. The equations of motion under the
assumption that each plane interacts only with its nearest planes:

d?ug .
le = C<'85+195_1 — ZUS),
d?9s
MZF :C<US+]_+US—2'85). (424)

One can obtain a solution in the form of a traveling wave with different amplitudes
9 on alternate planes:

Us = uexp(iska) exp(—iwt);
9s =3 exp(iska) exp(—iut). (4.25)

Eq. 4.24) and Eq. 4.25) lead to the dispersion relation:
M1Mow* — 2C(My + Mp)w? 4 2C%(1— coska) = 0. (4.26)

For the following limiting cases the roots are:

e ka< 1 (very small values ok).
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Case l:w? ~ 2C<Mi1 + Miz) (optical branch);
Case Il:0? ~ szaz (acoustical branch).
e ka+ T (at the zone boundary).

Case .o = 2—3 (optical branch, wheM; > M>);

Case Il:0? = M% (acoustical branch, whevl; > M5 ).

The dependence o onk is shown in Figi4.2.

Optical phonon branch

(2cim,)*?

[2C((1/M,)+(LM)]

(2cm,)*?

Acoustical phonon branch

a
k
Figure 4.2: Dispersion relation for a diatomic linear lattice with lattice constant
(M1 > My), showing the limiting frequencies kt= 0 andk = kynax= Tt/a.
[Adapted from Ref.$7]].

4.2.2 Properties under harmonic approximation

In the harmonic approximation the normal modes, i.e., the phonons, are independent.
The total wavefunction is the product of the single mode wavefunctions and the total
energy and the thermodynamic functions are sums of the single mode contributions.
These sums can be expressed as averages over the frequency spgctuaefined

such thag(w)dw is the fraction of eigenfrequencies in the interval o+ dw:

0(0) = 5y 3 80— (K) (@.27)
)]



52 CHAPTER4 SOLID STATE PROPERTIES

and
/Ow dwg(w) = 1. (4.28)

At low frequencies the spectrum increasesu&swhich is a direct consequence of
the linear dispersion of the long wavelength acoustic modes. Usually the spectrum
shows number of singularities known @sn Hove singularitieswhere the derivative
dg(w)/dw is discontinuous. These singularities originate from the extrema of the
dispersion curves which are always present due to the periodicity.

The thermodynamic functions can be derived from the partition function

Q= tr{exp(—BH)} (4.29)

where tr stands for trackl is the Hamiltonian an@@ = 1/(ksT) with kg the Boltzmann
constant and the absolute temperature. In the harmonic approximation the trace
can be evaluated for each mode separately, resulting in products of sums over the
occupation numbers giving

expl— 3Bhw; (K)]

Z =T 1~ expl—Bhw; (K)] (4.30)

The Helmholtz free energy per atom is given by:
A= —%kBT InZ = %kBT gj In{2sintAw;(k)/(2ksT)]} (4.31)
_ 3T / do In{2sinthw; (K)/(2ke T)]}g(w). (4.32)

HereN represents number of atoms. From this expression the internal elbethg
specific heat at constant volun@® and the vibrational entrop$ per atom, can be
calculated by standard thermodynamic relations:

E=A-T <3_TA>V — 3% / dewcothiawy/ (2ksT)]wg(6).
(4.33)

Cv = (g—$)v — 3k / dw(%)z{sinhz[hw/(ZkBT)]}1g(w).
(4.34)

S=-— (3%?)\/ = SkB/dw<% cothaiw/(2kgT)] — In{Zsink{hw/(ZkBT)]}>g(co).
(4.35)

At low temperatures the specific heat and entropy obeyl& law, which is typical
for an ordered lattice. In amorphous solids a leading termh is found which is
attributed to tunneling centers.
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The low temperature behavior can be approximated by the Debye spectrum. At
low temperature the thermodynamics will be dominated by the low frequency phonons.
The spectrum for low frequency is always proportionabfostemming from the linear
dispersion for smalk. In the Debye approximation one assumes a purely quadratic
behavior ofg(w) up to a cutoff given by,

S w<
gD(w)={ 8’0 z;ﬁ (4.36)

The Debye frequenayp is often expressed in terms of a Debye tempera@geas
kg®p = hwp. (4.37)

The Debye approximation is valid only for low temperature and the Debye frequency
can be determined from the low frequency part of the true spectrum or from the sound
velocity.

4.2.3 Anomalies in amorphous systems

Amorphous materials posses no long-range order. Their structure can be visualized
as that of a frozen-in liquid. Sound waves, the long wavelength limit of the phonons
still exist in these materials. With decreasing wavelength the sound waves will be in-
creasingly scattered by the inhomogeneity on an atomic scale. This damping of the
phonons by disorder is always proportional to some powes. 8hen the wavelength
approaches the atomic scale, a description of the atomic vibrations in terms of phonons
(plane waves) is no longer sensible. Nevertheless there are well defined atomic vibra-
tions, but with rather complicated eigenvectors (structure factors). Usually the density
of states of these vibrations are similar to their counterpart in crystals. In particular the
maxima present for the crystalline form are also found in the amorphous material. The
maxima in the density of state of crystal stems from the zone boundary phonons. These
phonons probe the short-range order which is more or less preserved in the amorphous
phase. Disorder will of course broaden all features.

At low temperatures the properties of amorphous systems differ significantly from
those of crystalsgQ]. Best known is the anomalous low temperature behavior of the
specific heat. In crystaiSy o T3 and the proportionality constant is determined by
the sound velocities. In amorphous materials for example in glasses there are addi-
tional contributions to the specific heat. Beldw~ 2 K the specific heat increases
approximately linearly witiT. At T ~ 2 K there is a crossover fB° dependence. The
linear part in the specific heat is attributed to two-level systems, i.e., certain groups of
atoms can be envisaged as tunneling between two minimum configure@it) &)

The anomaly in the specific heat above 2K are attributed to the localized soft harmonic
vibrations B3]. A common description of the two-level systems and the soft vibra-
tions was proposed in the soft potential mod®][ Refer references9d, 95,97,196]
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for details. This model assumes that, for some reaction coordinate, disorder weakens
the harmonic restoring force due to local strains. For sufficiently large local strains
the original configuration can even become unstable, and the minimum configuration
turns into a maximum. Eventually, the always present anharmonic terms stabilize the
configuration in new minima on either side of the maximum. The maximum with two
adjoining minima forms a two-well system in the reaction coordinate. The simplest
description of such a scenario is given by the quartic potential,

V(x) = eln(x/a)* +t(x/a)° + (x/a)"]. (4.38)

Here the scale facta is an atomic length, about half the nearest neighbor distance.
For x = a andn = 1 the quadratic and quartic parts of the potential are equal. In
this formulation of the model the energy scale fadas equal to the value for the
potential of a single atong,, times the number of atoms participating in the mode,
Ns. To ensure that in the two well case Ed.3¢) represents an expansion around the
maximum,n has to be restricted tp < 3%t2. Depending on the parameters, E4.39
describes a variety of situations.

Consider first the pure symmetric case=(0). Forn ~ 1, V(x) is a good ap-
proximation of a harmonic potential, andlescribes a vibrational degree of freedom.
Forn < 0 we have a two-well potential with a maximum xat= 0 and minima at
x=++/—n/2. For larger negative values of, when both minima are clearly de-
veloped but their distance and the barrier separating them are not too large, tunneling
transition from one minimum to the other becomes important. In the energy scheme
this corresponds to a splitting of the ground state level of one minimum into a symmet-
ric and an antisymmetric state regarding both minima, i.e., one has a two-level system.
The higher excited states are not important at the low temperatures considered. For
yet larger negative value @f, i.e., increasing the separation of the minima and higher
barriers, the tunnel splitting goes to 0 and only thermally activated transitions from
one minimum to other are possible (relaxations). The asymmetry of the potential for
t # 0 changes the boundaries of the different regimes. For example a larger value of
suppresses the influence of the second minimum.

In this model two- and one-well model are described, causing two-level systems
and soft vibrations, respectively, by a common distribution. A fit of the potential to
the experimental data gives numbers of 20 to 80 atoms participating in the tunneling
and the soft vibrations9[7, 98]. The soft vibrations occur around atoms whose local
environment differs from the average one.

4.3 Elastic Constants

The elastic constants are of interest because of the insight they give into the nature of
the binding forces in solids, and they are also of importance for the thermal proper-
ties of solids. Polycrystalline and amorphous solids have isotropic elastic properties
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and may be approximately described by fewer elastic constants than a single crystal.
However the knowledge of the constants for single crystals are of fundamental signifi-
cance. The elastic properties of a crystal are generally anisotropic and defined in terms
of tensors.

4.3.1 Elastic strains and stresses

Consider three orthogonal axieg, h of unit length, embedded in an unstrained solid.
After a small uniform deformation the axes distorfta’, h’, such as,

' = (14 exx)f + €xy0+ Ex;
g, - Syxf + (1+ 8yy>g+ 8yZh;
h/ :€fo—|—82yg—|—(1—|—€zz)h (439)

The fractional changes of length ©fy andh areé&yy, &yy, €, respectively. The strain
components are defined as

Ex=Exx Gy==Ey €7=E&zz (4.40)

The other non-diagonal component of the strain may be defined as the changes in the
angle between the axes and considering only the linear terms as,

&y = f.g ~ Eyx + Exy,
€z = g.h'~ EzytEyz
e = h/.f/ ~ Ezx+ Exz. (441)

Using Eq. 4.40 and Eq. 4.4]), Eq. 4.39 becomes

1 1
ff—f= exxf+§eyyg+ Eeth;

/

g-g= %%(yf+eyyg+ %eyzh;
h—h= %eszr %e)/zg+ezzh. (4.42)
Consider a particle at the position
r=xf+yg+zh. (4.43)
After the deformation the displacement is given by
p=x(f' —f)+y(g' —9g)+z(h'—h). (4.44)
One can write the displacement as

p = uf +vg+wh, (4.45)
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where the expression for the strain components as:

ou_ oV ow

%2&,%:@,%25; (4.46)

_0v  du, ow ov ou ow

—a—x—l-a/, eyz:a—y—l-a—z, ezx—a—Z—F&- (4.47)

Sy

The strain component of the tyg@g, as given in Eq. 4.47) can be interpreted as
made up two simple shears. In one of the shears, planes of the material normal to the
x axis slide iny direction; in the other shear, planes normay &lide inx direction

4.3.2 Stress components

The force acting on a unit area in the solid is defined as the stress. There are nine
stress component¥y, Xy, Xz, Yy, Yy, Yz, Zx, Zy, Z,. The capital letter indicates the direc-

tion of the force, and the subscript indicates the normal to the plane to which the force
is applied. Thus the stress compon&ptepresents a force applied in thelirection

to a unit area of a plane whose normal lies in ¥hdrection. The number of inde-
pendent stress components is reduced to six by applying the condition that the angular
acceleration vanish, and hence that the total torque must be zero. Therefore, it follows
that

=2y, Ix=Xg5 Xy=Yy

and the independent stress components may be tak8n\§sZ,, Yz, Zy, Xy .

4.3.3 Elastic compliance and stiffness constants

Hooke’s law states that for small deformations the strain is proportional to the stress.
Hence, the strain components are proportional to the stress components:

Ex = S11Xx + S12Yy + S13Z7 + S14Yz + S15Zx + S16Xy;
8y = S21Xx + Sp2Yy + 2377 + Sp4Yz + p54x + SpeXy;;
€72 = S31Xx + S32Yy + 332z + S34Yz + S354x + S36Xy;
8z = S41Xx + S42Yy + 43727 + Su4Yz + SusZx + SueXy;
€7x = S51Xx + S52Yy + S53Z7 + S54Yz + S552x + S56Xy;
Exy = S61Xx + S62Yy + S63Zz + S64Yz + S654x + Se6Xy; (4.48)
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Conversely, the stress components are linear functions of the strain components:

Xx = C116xx + C126yy + C1367z+ C146yz+ C15€7x+ C16Exy:
Yy = C218xx + C226yy + C2367z+ C246yz + C25€7x+ Co66xy;
Zz = C316xx + C326yy + C33E7z+ C346yz+ C35€2x+ C36Exy;
Yz = C416xx + C426yy + C43€77+ C44€y7 + C45€2x+ Ca6Exys
Zy = C516xx + C526yy + C53€77+ C546yz + C55€7x + C56Exy:
Xy = Cp16xx+ Co26yy + 63672+ Co48y7 + Co5E2x + Co6Exy) (4.49)

The quantitiess;1,S12,--- are called the elastic constants or elastic compliance con-
stants; the quantitiesi 1,C12,- - - are called the elastic stiffness constants or moduli of
elasticity. The matrix oC's or ss is symmetrical, therefore thirty-six constants are
reduced to twenty-one coefficients for each case. These numbers are further reduced
depending on the symmetry of the crystal.






Chapter 5

Quantum Chemical Treatment of
Solids

5.1 Overview of Quantum Chemical Methods

Quantum mechanics is the correct mathematical description of the behaviors of elec-
trons and thus of chemistry. In practice, quantum mechanical equations have only been
solved exactly for one electron systems. There exist a collection of methods for ap-

proximating the solution for multiple electron systems. Refer to R8#;9p,100,107]

for details. The following sections deals with the discussion of few of the methods.

5.1.1 The Hartree-Fock method

The Hartree-Fock (HF) approximation is a starting point for more accurate methods
which includes the effect of electron correlation. HF theory is a single determinant the-
ory, where one is interested in finding a set of spin orbjglsuch that the determinant
formed from these spin orbitals,

W) = [X1X2" - XaXb" - XN)» (5.1)

is the best possible approximation to the ground state oNtedectron system that

is described by an electronic Hamiltoniéhy, as given in Eq. [2.2). In the follow-

ing discussions the subscri@™"is dropped as the discussion is only about electronic
Hamiltonian and electronic wavefunction. The non-relatividielectron Hamilto-
nian under the Born-Oppenheimer approximation is given by

H =Y h()+ 3 i j). 5.2)

I i<J
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Hereh; is the one-electron term

. 1 Za
h(i)=-Z02-§ = 5.3
describes the kinetic energy and the electron-nucleus Coulombic interactibre&fc-
tron. v(i, j) is a two-electron term
- 1
v(i,j) = —, (5.4)
i
describes the Coulomb repulsion between the electrarsd j. According to the
variational principle the "best" spin orbitals are those which minimizes the electronic
energy

1
Eo=(YH|W) = Z<a|h|a>+§%<ab||ab>. (5.5)
a a
The spin orbitals are varied, constraining them only to the extent that they remain

orthogonal untilEg is minimum. This procedure leads to the HF integro-coupled-
differential equation

F()Ixi) =&ilXi), (5.6)
whereg; represent the orbital enerdy.is the Fock operator given by
F(i):h(i)+%Jb(i)—%Kb(i). (5.7)

TheJ andK represent Coulomb and exchange operators, respectively, and are defined
as

BOXar) = [ [ dr %6lr) ol xalr) 589)

r—r|

. 1
Ko(1)Xalr) = [ [ 0 X6(0") =Xl 1) (5.9)
Eq. (5.€) can be interpreted as a set of effective one-electron Schrédinger equations for
the orbitals. They are often referred to as tia@monical Hartree-Fock equation3he
corresponding orbitals are the canonical HF orbitals, and the eigenvalues are referred
to as orbital energies.

5.1.2 Electron correlation methods

In the HF approximation, one solves equations for the behaviors of each electron in
the averaged field of the remainifig— 1)electrons. In reality, however, the electronic
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motion occur according to the actual position of other electrons. The Coulomb re-
pulsion between electrons reduces sufficiently only when a correlated motion of the
electronic system takes place. This aspect of the electronic motion is absent in the
HF approximation. A correlation hole is missing around every electron which pre-
vent other electrons from coming too close. Consequently, the correlation energy of a
system is defined as the difference between the exact energy and the HF energy.
However, there exist several theoretical methods for treating the electron correla-
tion problem. One of the formally simplest theoretical method is full configuration
interaction (FCI) method in which wavefunction is the best linear combination of all
possible configuration state functions within a given basis set. FCI is practically im-
possible if there are more than a few electrons in the system. The Cl wavefunction is
usually truncated to singles and doubles substitution and referred as singles and dou-
bles CI (CISD) method. In the following sections other methods like Second-order
Mgller-Plesset perturbation theory and coupled-cluster theory are described.

5.1.2.1 Second-order Mgller-Plesset Perturbation Theory

The simplest electron correlation method is Mgller-Plesset perturbation thEly [
which is a special variant of Rayleigh-Schrddinger perturbation theory (RSPT). In this
method, the Hamiltonian operator of\aelectron system is divided into two parts, an
unperturbed Hamiltoniaklg and a perturbatiohH;

H = Ho-+ AH. (5.10)

The wavefunction and energy are also expanded in a similar way and it is assumed that
the zeroth-order wavefunctidfg is an eigenfunction oflp with eigenvaluety;

W=Wo+ AW+ AWy ... (5.11)
E=Eo+AEL+A°Ex+- - (5.12)

By inserting Eq. 5.10- Eqg. (6.12) into Schrédinger equation and collecting terms of
the same order ik we get the following hierarchy of equations up to second order:

HoWo = EqWo (5.13)
(Ho—Eo)qu: (E]_—H]_)LIJO (5.14)
(Ho — Eo)W2 = (E1 — H1) W1+ ExWo. (5.15)

One can assume that the perturbed wavefunctions are orthogonal to the zeroth-order
function, which leads to the so-called intermediate normalization of the total wave-
function(W|Wo) = 1. Using this the following expressions of the energies up to second
order is obtained:

Eo = (Wo|Ho|Wo) (5.16)
E1 = (Wo|H1|Wo) (5.17)
Ex = (Wo|H1|W1) (5.18)
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In the Mgller-Plesset perturbation (MP2) theory the unperturbed Hamiltonian is
chosen to be a sum of Fock-operators acting on the electron. Hence, the zeroth-order
energy is the sum of the orbital energies for the occupied spin orbitals. It follows that
the sum of the zeroth- and first-order energy equals the HF energy. In order to solve
the first-order equation, we expand the first-order wavefunction in determiants

v

where in case of MP2 the sum runs over excited determinants with respect to the
HF ground state. Alkb, are eigenfunctions dflp with eigenvalues€s, equal to the

sum of the orbital energies of the spin-orbitals occupied in the given determinant. By
substituting Eq. %.19 into Eq. 5.15, we get the following expression of the first-
order expansion coefficients:

{®y|H1|Wo)
= 5.20
The numerator contains the interaction between the configurdicand the HF ref-
erence function, hence, only those configurations, for which the element is non-zero
need to be included. Singly excited configurations will not contribute due to the Bril-
louin theorem. Thus, the second-order energy is given by:

[(Wo[H|®3%)|?
i>JaZbea+eb—ei —€’
wherei, | anda, b are occupied and virtual spin-orbitals, respectively. The applicability
of MP2 is restricted to cases with a sufficient large HOMO-LUMO gap. If this is not

the case then the energy denominators in E®@1j become small and the perturbation
expansion diverges.

Ep=— (5.21)

5.1.2.2 Coupled Cluster Method

The coupled cluster (CC) method has emerged in recent years as a powerful tool for
treating electron correlation to high accuracy for small- to medium-sized atoms and
molecules/103. The advantage of this method is the size-extensivity irrespective of
the truncation of the excitation level is employed. In CC theory the wavefunction is
generated by an exponential excitation operator

WCC — exp(T)@>CF, (5.22)

where the exponential excitation operator is defined by the Taylor expansion

TTT+-- (5.23)
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The excitation operator may be decomposed into single, double, and possibly higher
excitation operators

T=Ti+To+ - (5.24)

with
TN = (—1 )2 S t2°-afal. . aja (5.25)
- ij--- . .
N! .Jzab :

Herei,j,--- anda,b,--- refer to the occupied and unoccupied orbitals in reference
determinant, respectivelyl anda; refer to creation and annihilation operators. The
operatorT is usually truncated after double excitations which defines the coupled-
cluster singles and doubles (CCSD) method and wavefunction becaovw:$05).

Weesp= exp('fl + fz)(pscp. (5.26)
If we insert this wavefunction ansatz into the Schrédinger equation
(H — Eccsp)Weesp= (H — Eccsp) exp(T1 + T2)gsce =0 (5.27)

then projecting against the reference, singly and doubly excited states, we obtain a set
of equations sufficient for determining tt[%andtfj‘b coefficients:

1.
(@scF|(H —Eccsp) (14 T1 + T2+ §T12)\<PSCF> =0

(5.28)
~ ~ 1. ~on 1.
(¢f|(H —Eccsp)(14+ T+ T2+ §T12 +TiTo+ §T13)|<PSCF> =0
(5.29)
b T T 1"2 T T 1 =3 1"2 1 T4
<([ﬂ |((H—Eccsp)(1+T1+To+ ETl +T1To+ ﬁTl + ETZ + ITl )|®scE) = 0.
(5.30)

The expansion on the right-hand side terminate after the quadruple excitations since
the Hamiltonian can couple only configurations that differ by at most two excitations.
The number of equations corresponds exactly to the number of coefficients. The com-
putational cost of this method rises asymptotically with the sixth power of the basis set
dimension. The accuracy of the CCSD calculations can be significantly improved by
subsequently computing the effects of higher order excitations through RSPT based on
Fock Hamiltonian and the computed CCSD amplitude of single and double excitations.
The most widely used ansatz of this type, usually denoted by CCSROE). [
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5.1.3 Density functional theory

Density functional theory (DFT) is probably the most often used approach of compu-
tational chemistry107]. In the following the basic idea behind DFT is presented.

In the year 1964 Hohenberg and Kohn presented two fundamental thedr@éhs [
which gave birth to modern DFT, an alternative approach to deal with many body
problem in electronic structure theory.

The first Hohenberg-Kohn theorem states that: The external pot¥gti@l) is a
unique functional of electron densityr ); since, in turiVex(r) fixesH we see that the
full many particle ground state is a unique functionap@f). In other words: there is
a unique relationship between the external poteMig(r) (arising from the positive
charges of the nuclei) withinld electron system and its (ground state) electron density
p(r).

Since the complete ground state enelfgyis a unique functional of the density
so must be its individual parts, i.e.,

Eo[p] = T [p] + Vint[p] + Vextp]- (5.31)

This expression can be classified by parts dependent on the actual system (determined
by the external potential) and parts which are universal in the sense that the form of
the functional is independent df, Ry andZa.

Eolpl=  Vexip] + TI[p]+Vint[p] (5.32)
~—— ~———

System dependent System independent

where the system-independent part definegtbleenberg-Kohrunctional

Fak[p] = T[p] + Vint[P]- (5.33)

The second Hohenberg-Kohn theorem is nothing else than the variational principle
formulated for densities. Given any densftyassociated to & electron system with
the external potentidley;, One can state that

EO < E[ﬂ = T[ﬂ +Vint [m +Vext[m (5-34)

with the equal sign only valid ip = p.
Further the Hohenberg-Kohn functional can be identified as

Fik = T +Vee (5.39)

with potential energy term

Vee= %//Wdrldrz—k ENCL(p) = J(p) + ENCL(p)- (5-36)
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HereJ(p) is the classical interaction of two charge densities Big, (p) contains all
the non-classical parts. Thus, the complete energy functional can be written as

Elpl = Tlo] +Jlp] +Enculp] + [ Veup(r)d (5.37)
unknown known unknown W

The solution to the problem of unknown functional for kinetic energy was given by
Kohn and Shaml09. They suggested to formally split this functional into two parts

T[p] = Ts[p] + Tc[pl, (5.38)

whereTg[p] is expressed in a one particle approach similar to Hartree-Fock method,
thus being well known, and the second part, still unknown part contains the difference
between the real functiondl|p] and the one particle terifs[p], and will be treated,

as well as the other, remaining parts of the total energy functional, which are still
unknown, in an approximate way. Thus one can write

Elp] = Ts[p] + J[p] + Vexilp] + EncLp] + Tc[p), (5.39)
= Tg[p] + J[p] + Vextp] + Exc[p]. (5.40)

Here theexchange-correlation function&xc[p] remains unknown and the rest are
well defined termsTs is defined as

I\)IH

-5 (@0%@) (5.41)

where thap are one particle wavefunction which are determined similar to the Hartree-
Fock theory, by applying the variational principle, which leads finally toKoén-
Sham equations

S0 = a@ (5.42)

with the Kohn-Sham operator
A 1 Z
fKS:——D2+/—p(r2)df2+vxc(r1)+;_A- (5.43)
2 ro ra

All that remains is the question how to derive the exchange-correlation functional.
This term has to be treated on a approximative manner. There exist different func-
tionals, most of them are derived from the electron density of a uniform electron gas,
which can be calculated by means of statistical thermodynamics.

Local density approximation (LDA): Within the local density approximation one
assumes the density functional ogparticle system can be expressed in the form:

ER2"lp) = [ p(Dexc(p (5.44)
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whereexc(p(r)) is the exchange-correlation energy per particle of a uniform gas. This
guantity can be further split into:

exc(p(r)) =ex(p(r)) +ec(p(r)). (5.45)

The exchange part can be derived analytical as

ex(p(r)) = —5 (2N (5.46)

The correlation part can not be derived analytically, but can be calculated numerically
with high accuracy by means of quantum Monte Carlo simulations.

Gradient corrected functionals: Although the LDA approximation works quite
well for certain systems, one cannot expect it to perform well for those classes of
molecules most chemists are interested in. This is mainly due to the fact that the
electron distribution within a molecule is far from being uniform. Thus the logical step
is to improve LDA is to construct functionals which depend not only on the depsity
but also on its gradieriilp, i.e.,

Exc = Exclp, Op). (5.47)

5.2 Ab Initio Treatment of Periodic System

Most ab initio electronic structure calculations of solids are based on DFT, with the
deficiency that no systematic improvement towards the exact result is possible. On the
other hand, in the wavefunction-based methods, one improves the calculation system-
atically by enlarging the basis set and by including more terms in the expansion of the
wavefunction, however, at the price of a considerably higher computational cost.

A typical quantum-chemical investigation of solids, employing a wavefunction
based approach, begins with a HF calculations and then subsequently improved by
considering virtual excitations from the HF wavefunction in order to account for the
electron correlations. In order to solve the HF problem for the infinite periodic sys-
tem, there exist mainly two kind of approaches, i.e., using Bloch and Wannier orbitals.
Bloch orbitals are usually delocalized over the whole crystal lattice, whereas Wannier
orbitals are localized and these are related by a unitary transformation. In the follow-
ing sections these methods are described along with a discussion of another kind of
approach based on finite cluster. Refer to R&&0[111] for details.

5.2.1 The finite-cluster approaches

5.2.1.1 A simple approach

This approach is well suited for the polymeric kind of system. In this approach the
total energyE;ot or correlation energ¥corr per unit cellU of a polymerU, can be
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obtained as the limit

E — fim ERUR). (5.48)
n—oo n
i.e., by performing calculations for increasing long oligonfefls,,)R, where dangling
bonds at the end of the polymer are saturated by gr&gsdR. In order to reduce

finite-size effect due to end group saturation, one can consider

E = lim AE, = lim [E(RUns1)R) ~ E(RUNR) (5.49)
i.e., the energy changes between two oligomers differing just by a single unit cell.
The convergence &E, with respect to the number of unit cells is much faster for the
dynamical correlation energy than for the HF energy, due to the local character of elec-
tron correlations. One can use Bloch or Wannier orbital approach for the calculation
of the long-range HF energy.

5.2.1.2 Incremental approach

In the incremental approach using localized orbitals, the correlation energy per unit
cell is expanded as

Ecor =) &+ ) Agij + Z Agij +-- -, (5.50)

I i<] <)<k

where the summation overinvolves localized orbitals in the reference cell, while
those overj andk include all the localized orbitals of the crystal. The "one-body"
increments; = Ag; are calculated by correlating each of the localized orbitals in turn,
while others are kept frozen at the HF level. The "two-body" increments are deter-
mined by considering pair of bonds and performing correlated calculations for each
chosen pair. Excitations are allowed only from the orbitals belonging to this pair, keep-
ing the rest of the orbitals frozen. Hence the "two-body" incremAstsare defined
as/Aejj = &jj — (& +€j), wheregj; is the correlation energy obtained by correlating
orbitalsi and j. Higher-order increments are defined in an analogous way. Finally,
adding all increments, with the proper weight factors determined by the occurrence in
the unit cell, one obtains the exact correlation energy per unit cell of the infinite system
as given in Eq.%.50. The procedure described above only makes sense, if the incre-
mental expansion is well convergent and can be truncated at low order increments,
e.g., after second or third sum. However, the truncation of order of increments and
special truncation for a given order is very important. In practical calculation usually
the given order of increments is truncated including interactions up to certain nearest
neighbor unit cells. The contributions from higher-order increments as well as from
interactions between more distant cells are negligible.

Localized orbitals for finite-cluster calculation: Due to the fact that electron cor-
relation effects are "local”, the above localized-electron picture helps to handle the
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problem of infinities at the correlated level. Localization of spin orbitals is readily
accomplished by maximization of functional

L{®i}] = Y v{Tii (5.51)

wherev; is the occupancy of the localized spin orbialand|Tij. | is the localization
tensor. Various algorithms are available for the maximization[¢®; }]. Following
choices of T« | lead to different localization criteria:

(a) Edmiston-Ruedenberg localizatidill, 113:

TR = (D1(1) D(2) 13|} (1) P (2) (5.52)
(b) Foster-Boys localizatioril{L4,/115:

Tie = —(®i[r|®y) - (Dyr|@y) (5.53)

(c) von Niessen localizatioL[Lg]:
Tia = (DI Py) (5.54)

Edmiston-Ruedenberg localization method calls for repeated transformation of two-
electron integrals and is computationally expensive. Therefore Foster-Boys and von
Niessen approaches are more appropriate for large systems. All three criteria possess
the propensity of mixing o6 andtt spin orbitals in planar molecules. This hampers

the clear interpretation of the resulting localized one-electron wavefunctions and calls
for other localization criteria, e.g., Pipek and Mez&{ 1], etc.

5.2.2 Bloch-orbital-based approach

During the last couple of decades, the HF and DFT problems had been solved for the
infinite periodic systems and the state of the art are present in the CRYSTAL program
[11&€119. In this section the formulation of the HF theory in CRYSTAL program is
presented12(. Consider¥;(r,k) as a linear combination of Bloch functions (BF),
@u(r) (here referred as atomic orbitals, AOs):

Wi(rik) = % aui(k)qu(r;k), (5.55)
v
where,
Qu(r;k) = gq)p(r —Au—G)expik-G). (5.56)

Here, A, denotes the coordinate of the nucleus in the reference cell on which
centered, and the summation o¢&is extended to all set of the direct lattice vectors,
G. The local functions are expressed as the linear combinations of a certain number,
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ng, of individually normalized Gaussian type functions (GTF) characterized by the
same center, with fixed coefficients, and exponentsyj, defined as

Ny

q)u(r—Au—G):Zdjg(aj;r—Au—G) (5.57)
]
The expansion coefficients of the Bloch functioag;(k), are calculated by solving
the Fock-matrix equation for each reciprocal lattice vedtor,
F(k)C(k) = S(k)C(k)E(k) (5.58)

in which (k) is the overlap matrix over the BE(K) is the diagonal energy matrix
andF (k) is the Fock matrix in the reciprocal space given by

F(k) =S Feexpik-G) (5.59)
G
The element of the Fock matrie®, can be written as a sum of one-electron and
two-electron contributions in the basis of the AO:
F5=HS+BS,. (5.60)

The one-electron contribution is the sum of the kinetic and nuclear attraction terms and
are given by

HE = T3 +25 = (07ITI02) + (971Z165). (5.61)
The two-electron term is the sum of the Coulomb and exchange contributions:

Bz =Jiz +Kiz= 3 3 Pa 3 [(970710305°") - S (09030501, (5.62)

TheP" density matrix elements in the AOs basis set are computed by integration over
the volume of the Brillouin zone (BZ2),

Pha=2 [ dk explik-n)y as ()as(k)8(er —&(k)), (5.63)
J

wherea; , denotes théh component of theth eigenvector is the step functiorgg,
the Fermi energy ang}, nth eigenvalue.

5.2.3 Wannier-orbital-based approach

In Wannier-orbital-based method, instead of describing the electrons in terms of Bloch
orbitals, one describes them in terms of mutually orthogonal orbitals localized within
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the individual unit cells constituting the infinite solid. The Wannier-type orbitals are
pseudo-canonical within the reference cell, i.e., they are not the most localized orbitals
possibleL2]]. The following discussion outline the solution of the HF problem of an
infinite periodic system in the Wannier representation.

A crystalline solid, in its ground state is composed of identical unit cells and the
orbitals belonging to any other unit cell are identical to the corresponding orbitals
belonging to any other unit cell and are related to one another by a simple translation
operation. Consider the number of orbitals in a unit celldand if thea-th orbital
of a unit cell located at the position given by the ved®rof the lattice is denoted by
la(Rj)) then the sef|a(Rj));a = 1,n¢; j = 1,N} denotes all the orbitals in the unit
cell. The translational symmetry condition expressed in the real space can be stated as

[a(Ri +Rj)) = T(Ri)|a(R))), (5.64)

whereT(R;j) is an operator which represents a translation by a veéRtorOne can
write the total electronic energy of the solid as

E= N{ZZ 0)|T|a(o z 0)|Z|a(o
ne N
+ > Z (O)B(RJ)>—<G(0)B(Rj)\B(RJ)G(0)>)}7 (5.65)

a,B=1j=1

where|a (o)) denotes an orbital centered in the reference unit cell. By assuming trans-
lation invariance in real space, the total HF energy of the infinite solid is expressed
in terms of a finite number of orbitals. In order to make energy given in Bd5\(
stationary with respect to the first-order variations in the orbitals, subjected to the or-
thogonality constraint, HF operator is obtained and defined as

F=T+Z+25 3- Kp. (5.66)
B B

The conventional Coulomb and exchange terms are defined as

i) = ¥ (BRI [BRp)a), (5.67)
J
and
Kgla) =5 (B(Rj) |—|0( B(R))), (5.68)
J

respectively. In order to impose the requirement of obtaining localized Wannier or-
bitals, a projector operators corresponding to the orbitals centered in the unit cells in a
sufficiently large neighborhood of the reference cell is introduced and given by

(T+Z+2)-K+ 3 5 MIV(Re)) (V(Ro)|a) = &qa). (5.69)
keN 'y
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Here |a) stands forja(o)), an orbital centered in the reference céll,collectively
denotes the unit cells in the neighborhood. The choichll efill dictate the system
under consideration. The more delocalized electrons of the system are, the larger
should be theN. The shift parameterk'\} are the shift parameters associated with
the corresponding orbital ™. For perfect orthogonality and localization, their values
should be infinitely high. Here the projection operator along with the shift parameters
simply pays a role of a localizing potential, since upon convergence their contribution
to the HF equation vanishes. The orbitals contained in unit cell located farther than
those inN should be automatically orthogonal to the reference cell orbitals. It is easy
to see that the orthogonality of the neighboring orbitals to the reference cell orbitals
along with translation symmetry of the infinite solid makes these orbitals as Wannier
functions.
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Chapter 6

Structural Properties

A variety of experimental techniques, particularly diffraction experiments can pro-
vide information concerning microscopic structure of amorphous solids. However,
this information is limited almost entirely to the first two coordination shells, i.e., the
bond lengths and angles of nearest-neighbor atoms comprising the basic structural unit.
Even for monoatomic systems the RDF derived from scattering experiments have the
difficulty, that peaks other than the first and second cannot be uniquely associated with
a particular interatomic correlation. These are made up from a variety of contributions
from higher-lying shells. This matter gets more complicated for multicomponent sys-
tems. One solution to these difficulties is the construction of models using theoretical
methods like MD and MC.

In the following sections the discussion of structural properties of amorphous forms
derived from ZSM-5 is presented, which were obtained using MD simulations.

6.1 Computational Details

The calculations were carried out with a modified and extended vei$ish ¢f the
code of Oligschleger and Laird23.

6.1.1 Interaction potential

The pairwise atomic interaction potential proposed by Kragtai. [124] was used in

all simulations. It was parameterized using data fdmnitio calculations and exper-
iment for achieving high accuracy and transferability. This potential has already been
successfully applied for modelling of crystalline zeolite systet@£]. The functional

form is a combination of Buckingham and Coulomb type and is given by

OaOp€? C
Wrop) = P +Adexp(—BaBraB)—TaB. (6.1)
ap rGB

75
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Hererqg is the distance between the two iom&ndp (a,B € {Si,0}). The values of

the partial chargegy andqg and the constant&qg, B;g andCyg are documented in
Table.6.1. The non-Coulombic contribution to the potential was truncated and shifted
at a distance of 5.5 A in order to remove fluctuations in the potential as described in
chapter 2, section(2.4.1.1).

Table 6.1: Force-field parameters for BKS (Beest, Kramer and van Santen) poten-
tial.

a—p Aap Bap Cap o
(eV) A1 (eV AB)
0-0 444.7686 | 2.48513| 0.0000 || go=-1.1
Si— 0O || 24441.2370| 4.93504| 180.8045| gsi=2.2

The above defined potentials have the unphysical property to diverge to minus
infinity at very small distancedP€,127]. However this is not a severe drawback, since
in order to get to such small distances the particles have to overcome a large barrier.
In order to prevent the rare cases in which the particles cross the barrier and fuse
together, we have substituted the potential given in Bdl) by a harmonic potential
whenr g is smaller than the location of the barrier, i.e., fgg <1.1936 A for Si-O
interaction. At low and intermediate temperatures this modification does not affect
the results obtained with the potential given by E@&.1( and in this limit we are
thus working with the usual BKS potential. The cutoff radius for the total short-range
and long-range part was taken to be 7.5 A and 17.5 A, respectively. The long-range
Coulomb part was evaluated by means of the Ewald summégitjrwfith a constant
a of 8.5 in Eq. @.46) and by using alk-vectors with|k| < 8.(21/L) wherelL is the
average length of the box.

6.1.2 Preparation of amorphous configurations

The simulations have been carried out on a (formally periodic) system with 3456 par-
ticles (Si,0) in the central MD box. The amorphous states of the silicious zeolite
were generated by starting with an orthorhombic lattice of silicious ZSM-5 also widely
known as silicalite, whose initial positional parameters were taken from [R2f]. [
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Figure 6.1: Zeolite ZSM-5 viewed along [010]. Yellow and red sticks represent Si
and O atoms, respectively.

Zeolite ZSM-5 shown in Figb6.1 belongs to the MFI structure type. Examples of
their uses include the conversion of methanol to gasoline, dewaxing of distillates, and
the interconversion of aromatic compoun@g$ 13J. It posses orthorhombic symme-
try Pnmawith cell parametersa=20.07,0=19.92, anct=13.42 A and is characterized
by a framework density of 81000 A2. The three-dimensional channel system con-
sists of straight channels running parallel to [010] having 10-membered rings &f 5.4
5.6 A free diameter and sinusoidal channels running parallel to [100] having 10-fold
ring openings of 5.1x 5.4 A.

This initial configuration was heated to the temperatures 4700 K, 4800 K,

4900 K, 5000 K, with heating ratBnest < 4.7 x 1013 K /s, was then equilibrated and
finally quenched directly t& = 300 K with quenching rat®quench< 4.7 x 108K /s,
followed by equilibration and storage of atomic coordinates. Different maximum tem-
peratures were applied in order to study the effect of the extent of amorphization on
structural properties. Whereas properties such as coordination number, internal sur-
face area or ring and pore size distribution are affected by the extent of amorphiza-
tion, i.e., the maximum temperature, the positions of the peaks of the pair correlation
functions and bond angle distributions are not. Volimetyal. demonstrated by sim-
ulations of amorphous silica that microscopic properties (radial distribution function,
bond angle distribution and ring size distribution) are more affected by the choice of
the quenching rate than macroscopic properties (density, enthalpy, thermal expansion
coefficient) [L27,131]. Nevertheless, the simulated results using orders of magnitude
higher quenching rates than feasible in the laboratory, e.g., the positions of the peaks of
the pair correlation functions and bond angle distributions, are usually in good agree-
ment with experimental data. The number density in the simulation cell was kept
constant during all MD runs and corresponds to the mass density785 g/cn?.

The equilibration was always done via constant-temperature MD simulations, by in-
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tegrating the equation of motion with the velocity form of the Verlet algorithm using
periodic boundary conditions. The equilibration time was about 0.6 ns corresponding
to 3 x 10° integration steps. The time step was kept sufficiently small to guarantee
a negligible drift of the total energy. We used the velocity rescaling method, where
we averaged (t;) over a period of 20 time step&,y = %z{fmlgT(ti)] and scaled the
velocities after each period by To/Tay With Tg being the "desired" temperature and
Tav being the averaged temperature.

We monitor the atomic displacements during the course of MD runs by

AR() =[S IR0 ~RMO)F 6.2)

whereR"(t) is the position vector of particle at timet andR"(0) is the one at the
starting or reference configuration. If the total displacement of the atoms exceeds a
cutoff value, and the residence time of the atoms in the new positions also exceeds a
minimal period of at least three times the period of a typical soft vibrational mode, the
new positions of the particles were accepted as a starting point for the determination
of a possible new minimum configuration. The cutoffs of displacements and resident
time are chosen to avoid spurious minima. All stored coordinates were then quenched
to T = OK using a combined steepest-descent-conjugate-gradient (SDCG) algorithm
[137] to locate the nearest minimum configuration. These were further used for the
analysis of the structural properties of the amorphous material.

6.2 Short-Range Order

To get insight into two-body structural correlation we have calculated total and partial
pair-distribution functions from the MD trajectories. Partial pair-distribution functions
dop are calculated from

(Np(r))Ar = 410 2Ar pnCaGap(r) (6.3)

wherenygAr is the number of particles of speci@sn a shell of thicknesar, and ra-
diusr around a particle of speciesand(...) represents the ensemble average and av-
erage over all particles of speciespy is the total number densityN /V,N = Ny +Ng)
andcg is the concentration of specis The contributions to the total pair-distribution
function can be assigned by the peaks obtained in the partial pair-distribution functions.
The computed total pair-distribution function and partial pair-distribution functions of
Si-O, O-O and Si-Si are shown in Fi®.2. The most intense peak in the total pair-
distribution function (Fig.|6.2(a)) arises frongsi_o (Fig. 6.2(b)), smaller peaks at
larger distances frorgo_o (Fig. 6.2(c)) andgs;_s; (Fig. 6.2(d)). From the positions

of these peaks we conclude that the Si-O bond length is-£.6D4 A and the nearest
neighbor O-O and Si-Si distances are 2460.21 A and 3.19+ 0.15 A , respectively.
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The errors are obtained from the full width at half maximum (FWHM). The physi-
cal significance of the small peaks observed at smaltean the most intense peaks
appearing in Figs6.2(c) and6.2(d) are discussed later.

The average coordination number (CN) of spediesirrounded by specig Zyg,
is one of the most important pieces of information that can be obtained by performing
integration around the first peak in the pair-distribution function.

R 2
Zag(R) = 41g | gaglr)rar (6.4)

Here R is the cutoff radius, usually chosen as the position of the minimum after the
most intense peak afyg(r). For this integration the cutoff radii for Si-O, O-O and
Si-Si are taken as 1.8 A, 3.1 A and 3.4 A, respectively. From this analysis it is found
that Si atoms are on the average coordinated by 3.99 O atoms and surrounded by
3.95 Siatoms. Similarly O atoms are coordinated by 2.00 Si atoms and surrounded by
6.02 O atoms. These findings indicate that the most common structural feature are all
corner-sharing Si@tetrahedra. The deviations from this pattern are discussed below.
The three-body correlations in amorphous ZSM-5 based material are examined and
compared to the crystalline ZSM-5 through bond angle distributions plotted i Eg.
which give further information on local structural units. The O-Si-O angle distribution
has the main peak 408> with FWHM of 12.6°. The O-O-0O angle distribution has an
intense sharp peak 89.4° with FWHM of 7.2° and the O-O-Si angle distribution has
a main peak aB5.1° with FWHM of 6.2°. These peaks arise from atoms belonging
to the same Si@tetrahedra. For an ideal tetrahedron the O-Si-O, O-O-O and O-O-Si
angles ard0947°, 60° and35.26°, respectively. The small deviations from the ideal
values show that slightly distorted Sj@trahedra are the basic structural unit. Besides
these peaks other intense peaks related to the connectivity between jhet&edra
are present. Similar to the pair-distribution functions in F&12 smaller peaks at
unexpected positions are observed in [BE All these features will be analyzed in
the next section.

6.3 Connectivity of the Elementary Units

Considering the peaks of the pair-distribution and bond angle distribution functions
we can interprete that the Sj@etrahedra are linked in two ways as shown in &gk

The model shown in Fig6.4(a), corresponds to the usual corner-sharing tetrahedra
network. This structural pattern can be inferred from the peak of the Si-O-Si angle
distribution atl57 with a broad FWHM o#(°, which represents the connectivity be-
tween two Si atoms present in neighboring tetrahedra with corner-sharing. The broad
Si-O-Si angle distribution in the amorphous phase compared to the one obtained in
the crystal indicates a considerable amount of flexibility in the Si-O-Si angle which is
a major source of the disorder and allows for relaxation in a strained system. It has
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even been shown by ball milling experiments of Kosanatial. [19] that breaking

of these Si-O-Si bonds occurs in high silica zeolites and results in the collapse of the
crystal structure leading to the formation of the amorphous phase. In the Si-Si-O an-
gle distribution the peak arourl® comes from two silicon atoms bound to the same
oxygen. The broad distribution fro®0° to 180° in the O-O-O angle stems from O
atoms bound to different Si atoms. The bond angle distribution for Si-Si-Si is peaked
at5% stemming mainly from Si atoms at their nearest neighbor distanse3l\,, and
exhibits a broad maximum a106°, hinting to a pattern in which Si is distorted tetra-
hedrally surrounded by four Si atoms=at5 A. The first peak points to the existence

of 3-fold rings in this ZSM-5 based amorphous form, whereas the broad maximum
results from the usual coordination between Si€@rahedra also present in the crystal.

The positions of the first and less intense pealgyin andgs;_s; occurring around
2.2 Aand 2.5 A, respectively, look surprising at first glance. But selectively collect-
ing the coordinates of such configurations provides strong evidence for the presence
of edge-sharing Siptetrahedra. These are present in small percentage of around
1%-4% (depending on the extent of amorphization) in the ensemble of collected con-
figurations. This model of edge-sharing between tetrahedra as shown i6.A(g),
is also in agreement with small peaks appearing in the bond angle distributions of
0O-Si-O at83, Si-O-Si at95°, O-0O-Si at48 and Si-Si-O a¥2°. These are related
to four atoms, i.e., the Si centers of two edge-shared tetrahedra as well as the bridg-
ing O atoms. The peak &3° in the O-Si-O bond angle distribution shows that the
edge-shared tetrahedra are distorted severely. Edge sharing tetrahedra are also found
in nature in the Si@allotrope W-silica/L33 and the silicate mineral leucophoenicite
Mn7(SiO4)3(0OH), [134]. We note that in Car-Parrinello molecular dynamics studies
of dehydroxylated silica surface also edge-shared tetrahedra are ob3&isjetHpw-
ever, the edge-shared tetrahedral structures in nature are quite rare, which is usually
explained by Pauling’s third rule in terms of Coulombic repulsion between the cations
sharing polyhedral units. Pauling’s third rule states that the presence of shared edges
and especially of shared faces in a coordinated structure decreases its stability. Viola-
tion of the rule is strong evidence that the structure is covalent.

In the past molecular orbital studies at the SCératad CNDO/2 level on the rhom-
bohedral molecule $0, and two silicate tetrahedra sharing a common edge and sat-
urated with hydrogens at the periphery, i.epC&H4, have shown that covalent forces
play an important role in causing edge-sharing type distortid8€,[L37]. In order to
analyze the validity of the results for such structural units obtained via MD, we carried
out geometry optimizations using gradient-corrected DFT, HF and MP2 calculations
on the edge-shared model systenCgH,. The DFT and MP2 calculations were per-
formed using the TURBOMOLE13§ and MOLPRO [L35,/14( program packages,
respectively. Geometric parameters for the bridged unit for edge-shared tetrahedra
are presented in Table.2. It is obvious that the result of MD for the amorphous
form derived from ZSM-5 is consistent with the experimental data for W-silica and the
guantum chemical values for the edge-sharing model system. Note that the DFT and
MP2 calculations on the model system do not include the effect of the surroundings.



6.3 CONNECTIVITY OF THE ELEMENTARY UNITS 81

We have also carried out solid-statk initio calculations of the edge-sharing system,
which include the effect of a condensed environment. The details of these calculations
are presented in Chapter 8.

Frequency calculations at the HF-level on the edge-shared model system give all
positive frequencies indicating that the structure corresponds to a local minimum. In
the polarized Raman spectra of vitreous SitheD; defect line at 495m~1 was left
unassignedl41,157). We suggest that this could be due to the out-of-plane bending
motion of the bridged unit, which was obtained in our frequency calculation on the
edge-shared model system at 561, It is fair to note, however, that other inter-
pretations also exist, i.e., no edge-sharing tetrahedra were observed in Car-Parrinello
dynamics of vitreous silica and tH2;, defect line was associated with a breathing
motion of 3-fold rings/L47].
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Figure 6.3: Bond angle distribution in crystalline ZSM-5 (red line) and amorphous
zeolite derived from ZSM-5 (black line) at T=300 K.
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(@)

(b)

Figure 6.4: Model for the connectivity of tetrahedra in amorphous zeolite derived
from ZSM-5. (a) Corner-sharing tetrahedra, (b) edge-sharing tetrahedra.
(Big spheres represent Si atoms and small spheres represent O atoms.)
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6.4 Extent of Amorphization

It was shown recently that there is a direct connection between the percentage of crys-
tallinity of partially crystalline zeolitic material and its catalytic properties and ion
exchange capacit2§, 28,14§. If such chemical properties are based mainly on elec-
tronic effects, accurate quantum chemical calculations are needed for their investiga-
tion and explanation. However, in zeolitic systems steric effects play a great role to
direct selectivities of reactions. These can be investigated by analysis of structures ob-
tained by MD. Hence we choose a semiquantitative description to analyze the extent
of amorphization, which is similar to the percentage of XRD crystallinity advocated
by Nicolaides as in Eqg.1(1) [28]. In order to get a measure independent from the
number of atoms in the central MD box we choose the energy per atom as a criterion
to describe the extent of amorphization of the system. We define the "percentage of
energy crystallinity” (PEC), i.e.,

PEC_ Eamorphous— Econfiguration % 100 (6.5)

Eamorphous— Ecrystalline

as a normalized dimensionless measure of the extent of amorphizatiorEddgFghous
corresponds to the energy per atom of the maximum amorphized structure we have
obtained after minimization in our simulation, i.e., -16.90 eV/atom (in the part of con-
figurational space spanned in our simulation no higher lying minimum occurs), and
Ecrystalline COrresponds to the energy per atom of the crystalline ZSM-5 system, i.e.,
-17.17 eV/atomEconfigurationStands for the energy of the structure whose PEC we are
interested in. It should be mentioned that clearly our definition of PEC depends on the
maximum extent of amorphization obtained in the simulations, i.e., on the maximum
temperature (here 5000 K) as well as the quenching rate (hese #0¥2 K/s).

As shown in Fig. 6.5 the comparison between the cross section of crystalline
ZSM-5 and the simulated ZSM-5 based amorphous structure with different extent of
amorphization, the amorphization leads to local disorder and partial collapse of the
framework structure. It is mainly this modification of pores and cavities which may
allow a tuning of properties of significant interest.

6.4.1 Defectin coordination number

In Fig. 6.6 the distribution of coordination numbers (Z) for O atonZy) and Si
atoms Zs)) for different PEC is given. If the interatomic distance: 1.8 A (i.e., the
distances corresponding to the first peak in the pair-distribution functioreiga))
then the atoms are considered to be neighbors. One can easily observe the fraction of
coordination defects, i.e., atoms with coordination numbers other than the ideal ones
(Zo=2 andZsi=4) decrease with PEC. Even in highly amorphized structures (low PEC)
95% of O atoms and 90% of Si atoms remain 2- and 4-coordinated, respectively.

Only 3% of the O atoms are under-coordinatéd=£1) and 2% over-coordinated
(Zo=3). In the case of the Si atoms around 9% are under-coordinZggeB] and
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Figure 6.5: Cross section of (a) ZSM-5(crystalline), and simulated amorphous form
derived from ZSM-5 with (b)80%, (c)60% and (d)20% crystallinity. Red
and yellow sticks represent O and Si atoms. In all figures 3456 atoms are
displayed and the view is along the Y-axis.
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Figure 6.6: (a) Distribution of coordination numbers in which an O atom is sur-
rounded by 2 atomsZp=2) and a Si atom is surrounded by 4 atoms
(Zs=4) vs. percentage of energy crystallinity (PEC). (b) Distribution of
coordination number in which an O atom is surrounded b¥Jd=() and
3 (Zo=3) and a Si atom is surrounded by Zs£3) and 5 Zsi=5) atoms.
The solid lines were obtained from linear regression and should serve as
guides for the eye, for each distribution. Note the difference in scale of
the y-axis in (a) and (b). The data displayed results from a total of 140
configurations.
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1% over-coordinatedZgi=5). The analysis by linear regression suggests that in this
amorphous material low coordinations are more favored than high coordinations, (cf.
Fig. 16.6). We note that also in other related amorphous systems, e.g, ¢kSs

at low temperaturell49, under-coordination of Si and O is preferred, whereas with
increasing temperature over-coordination of both Si and O becomes more frequent
[149/1504. However, in the molecular dynamics simulation of silica glasses it was
shown by Feustoat al. that the coordination number distribution strongly depends on
the interaction potential used and that the structures obtained by introduction of three
body potentials have fewer defects compared to those derived from calculations using
only pair potentials157].

6.4.2 Internal surface area

Table 6.3: Atomic/ionic radii Reporg (in A) for O and Si depending on the coordi-
nation number (CN).

CN Reoord(O) || Reoord(SH)
0 1.52 2.10°
1 1.435 1.64
2 1.35 1.18
3 0 0.72
4 0 0.26¢
5 and higher 0 0

aVan der Waals radius of O atom.
b\/an der Waals radius of Si atom.
¢ Jonic radius of0?~, having CN 2.
d |onic radius ofSi* having CN 4.

Among the most characteristic structural features of zeolites are their large internal
surface area (ISA) and high porosity, which both are important factors for catalytic
properties (apart from the presence of acidic sites in heteroatom-substituted zeolites).
Therefore it is of interest to study the dependence of both ISA and porosity on the
degree of amorphization, e.g., the PEC.
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In order to calculate ISA we model the system as an ensemble of intersecting hard
spheres with radii depending on the CN of the constituting atoms/ions. The CN of
Si/O was determined as the number of O/Si centers within a distance of 1.8 A, i.e., all
bonds contributing to the first peak in the pair-distribution functieno (Fig. 1(b))
were included. Since the higher the CN of an atom/ion in the framework, the lower
its contribution to ISA, we chose the radii according to Te®l@ for uncoordinated
atoms the van der Waals radii were chosEst], whereas for standard CN 4 for Si and
2 for O the ionic radii of St and G~ were selectedll53. For intermediate values
of the CN a linear interpolation was used. Contribution of atoms/ions with higher than
the standard CN were neglected.

The effective ISA of a system under study depends also on the size of the probe
used to measure it. A standard way to derive the effective ISA is the so-called probe-
atom model, where the ISA is defined by a surface generated by the center of a hard
test sphere of radiusyrone rolling over the ensemble of intersecting sphei®sZ].
Recently Moloyet al. demonstrated for various crystalline zeolites that the ISA de-
creases by a factor of 1.4 to 2.8 when the radius of the probe atom is increased from
0.5 Ato 1.1 A [I54). We therefore applied four different radii of the probe atom, i.e.,
0.5, 1.0, 1.5 and 2.0 A, in order to investigate the probe size dependency of the ISA
upon amorphization. For the practical calculation of the ISA we increment the radii of
the intersecting spheres described above by the probe-atom radius. The surface of the
resulting ensemble of sphere was estimated as

N !
ISA= % (i;A’n[Rcoord(i) + rprobe]z%) (6.6)

Here the sum runs over all centers in the MD box,Rcoorq(i) refers to the atom/ion

radius from Table5.3, rprope is the probe-atom radius amd refers to the amount of

SiO, present in the structure considered. A totapgioints (hergp=614) is distributed

equally on the surface of each spherand the numbep; of points not located inside

other spheres is determined. The raiigp then provides the fraction of the accessible
surface contributed by centér Note that our definition of ISA does not consider
cases where there may be internal surfaces which are not accessible due to absence
of windows by which probe molecules can enter. Therefore, the values obtained here
represent upper bounds to the actual accessible internal surface area.

Fig. 16.7 (a)-(d) contains our result for the ISA of 310 configurations determined
with four different probe radii. Our values for crystalline ZSM-5, i.e., 160.77 and
83.86m?- 10%/mol for probe-atom radii of 0.5 and 1.0 A, respectively, are in excellent
agreement with results published by Moleyal, i.e., ~ 162 and~ 84 m?- 10°/mol
(taken from their Fig. 7, entry MFI)154]. Amorphization leads to a collapse of the
zeolitic framework and reduces the number of big pores (cf. also the discussion of
ring statistics given below). This is evident from Fi@.7 for rpope= 2.0 A, where
amorphization decreases the ISA by roughly a factor of 2. However, for a small probe
radius as prope= 0.5 A one observes an increase of the ISA by about a factor of 2. This
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is explained partly by the increasing percentage of under-coordinated centers in the
amorphous system (cf. Fi$.€), but also by the increasing tendency to convert larger
rings into smaller rings (cf. below). In conclusion amorphization makes the framework
less accessible for larger species and more accessible for smaller ones. Such structural
changes can be of high importance for catalysis, where the accessibility of the acidic
sites (in case of protonated ZSM-5) and the rate of adduct-product exchange at the
active site can be the crucial parameters to influence the yield and selectivity of certain
reactions/14&/155. Changes in the network topology may also result in the closure

of sites suitable for ion exchange (in case of hetero-atom substituted zeolites).

6.4.3 Ring analysis

In order to gain further insight in the connectivity between the,S&rahedra and to
measure quantitatively the effects of amorphization on the structure, e.g., the porosity,
we performed a ring analysis. In the following we define a n-fold ring by the number
n of Si atoms connected by bridging O to give a ring. The number of Si atoms was
determined by first assigning to each bridging O atom a pair of adjacent Si atoms
and then tracing possible connections to a ring containing a maximum of up to 15
Si atoms. Double counting is avoided and sets of Si atoms defining a small ring are
not allowed to contribute as a whole to a large ring. Since rings can extend to periodic
images of the MD boxes the periodic boundary condition was removed for determining
the ring distribution. The latter is sensitive to the temperature and the threshold for
the maximum distance between bonded atoms, thus configurations with similar PEC
can exhibit slight differences in their ring distributions. The statistics for n-fold rings
presented in Fig6.8 and Table6.4 nevertheless clearly shows characteristic features
depending on the PEC.

Crystalline ZSM-5 contains mainly 5-fold (48.9%) and 6-fold (39.2%) rings, along
with a smaller amount of 10-fold (9.0%) and 4-fold (2.9%) rings. Amorphization is
found to lead to a broad distribution of ring sizes from 2 to 10. In 15% energy crys-
talline amorphous material we observe still 5-fold (29.3%) and 6-fold (26.8%) rings
to be most frequent, however also 4-fold (17.3%) and 3-fold (13.0%) rings contribute
significantly. We can compare these findings to those from previous related work on
SiO, glass, which exhibits a pronounced dominance of 6-fold rings, i.e., 3- to 6-fold
rings contribute with 3.0, 11.1, 24.2 and 61.6 %, respectivEbg[ Whereas for our
system at small PEC (as well as for the crystal) larger than 6-fold rings are present to
less than 10%, they contribute with up to 20% for intermediate values of PEC. In these
cases 7-fold rings contribute roughly as much as 4-fold ones. Therefore, besides the
collapse of the 10-fold rings in crystalline ZSM-5 upon amorphization, also a "fusion”
of smaller membered rings to more than 6-fold rings must occur.
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Figure 6.8: Frequency of occurrence of n-fold rings in (partially) amorphous material
derived from ZSM-5.

The bond angle distributions suggest that both 2-fold and 3-fold rings are essen-
tially planar. For 2-fold rings Si-O-Si and O-Si-O angle distributions have a peak near
90° and for 3-fold rings Si-Si-Si and O-O-0O angle distributions have a peakg@ar
This result agrees quite well with the finding of Galeener based on force-field calcu-
lations that 2-fold and 3-fold rings of Si-O bonds in the vitreous form of ;Sate
expected to be planei$7]. The presence of 2-fold rings again indicates the existence
of edge-sharing tetrahedra. However, the modest number of 2-fold rings suggests that
most tetrahedra are linked to each other by corners.

Much more difficult than the purely topological analysis of ring sizes is their ge-
ometrical measurement. Whereas small rings are essentially planar, larger ones are
usually puckered considerably and make the definition of a ring diameter meaningless.
Therefore, we calculate two simple measures for each ring, i.e.,

o= 3 [Rsil)—Rd 6.7)

iering

and

min .
F'min = i € ring Rsi(i) — R¢| (6.8)
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Table 6.4: Ring analysis for ZSM-5 based amorphous material depending on the
extent of amorphization at 300 K measured as percentage of energy crys-
tallinity (PEC). The first line for each PEC gives the occurrence of n-fold
rings in percent (%). In the second and third line the average and mini-
mal radiirayg andrmin are listed (in A). The rightmost column contains
estimate of the pore siZ&g andSnin.

PEC|n=2| 3 4 5 6 7 8 9 10 | pore size

100 - - 2.9 1 48.9|39.2| - - - 9.0
2.19| 2.57| 2.85 4.70| 2.86
2.16| 2.42| 2.53 432 2.62

79 | 10 | 26 | 90 |37.7/334| 82| 24| 19| 3.8
122 | 1.72| 2.17| 2.58| 2.89| 3.28| 3.65| 4.16| 4.68| 2.81
122 | 1.66| 2.04| 2.37| 250| 2.70| 2.97| 3.49| 4.17| 2.48
60 | 25 | 7.5 |13.2| 209 35.0|150| 36 | 1.3 | 1.0
1.23]1.71| 2.16| 2.54| 2.68| 3.29| 3.70| 4.06| 4.49| 2.64
1.23]166|2.01|2.26|1.87|2.70| 3.00| 3.04| 3.54| 2.13
45 | 3.7 | 8.0 |153|285|26.7 121 29| 2.2 | 0.7
1.23|1.88| 2.50| 3.07| 2.78| 3.29| 3.63| 4.01| 4.26| 2.82
1.23|1.64| 2.00| 2.19| 1.94| 2.67| 2.84| 3.08| 2.99| 2.12
15 | 40 |13.0|17.3|293|268| 5.7 | 20| 1.3 | 0.6
1.25|1.90| 2.54| 3.00| 2.57| 3.22| 3.42| 3.80| 4.12| 2.63
125157181 181|1.37|252|258|229|244| 171

The center of a n-fold ringR¢ herein is defined as

Re=1 5 Rsii) (6.9)

iering
The quantityrmin gives a maximum radius below which atoms/molecules will be able
to pass through the ring. For planar and regular ripgswill be close to the average
ravg for puckered and irregular ringsyg will be significantly larger thammyin. Mea-
suresrayg andrmin for the effective size of a certain type of rings are then generated
by averagingavg andrmin over all rings of the specific type in the systems. Clearly,
these quantities derived solely from the positions of the Si atoms are to a certain extent
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arbitrary. In reality the effective ring size depends not only on the electron density
distribution of the Si and O atoms in the ring but also on the one of the probe system.
In addition vibrational motion will affect the effective ring size. Summing up, a well
defined unique probe-independent measure of ring size cannot be given, nevertheless
we believe that the values ofyq andrmin listed also in Tabl&.4 provide reasonable
trends.

For crystalline ZSM-5 the values ofygandrmin are quite similar with a maximum
deviation ofx~ 13%for 6-fold rings. With increasing degree of amorphization the ratio
F'avg/Imin iNncreases up to almost a factor of two for some ring sizesak9 for 6-fold
and~1.7 for 5-,9- and 10-fold rings. This indicates that the most frequently occurring
ring types (5- and 6-fold) have the largest tendency to irregular shape and puckering,
leading to smaller effective pore sizes in amorphous systems.

From the individual ring averageg,g andrmin we can derive global averag8s,q
andSyn for the amorphous system (cf. the right column in Ta&bi) by weighting the
ring-specific valuesayg andrmin with the occurrence of the ring types. These should
have some relation to measured effective pore sizes. Whereas the averageiyalue
does not exhibit a clear trend with decreasing PEC, the av&agelearly decreases.

This finding is in line with the concomitant decrease of ISA for large probe-atoms
depicted in Fig6.7. We conclude tha$i, might be more helpful in the discussion of
catalytic processes. Finally we want to mention that despite all reservation the order
of magnitude ofSy;, appears to be realistic: for crystalline ZSM-5 we estimate an
effective pore diameter of at least 5.2 A. This agrees well with the value of around 5.5
A of the micropore size distribution by Saiét al. obtained experimentally from high
resolution argon adsorption on ZSM-53g.

This part of the work is published in RefL%9






Chapter 7

Vibrational Properties

Experimental studies on the mechanical treatment of zeolites by ball-milling processes
show that the amorphization also causes remarkable changes in the vibrational infrared
(IR) spectra which were associated with the breaking of Si-O-Si bd$j&(]. It was
suggested that certain characteristic bands could be used as probes for detecting the
extent of the presence of the zeolite framewdtk(. In the following section, a
detailed investigation of vibrational properties of amorphous materials derived from
the silicious ZSM-5 is presented.

7.1 Vibrational Density of States

The absence of a periodic lattice in amorphous materials has several effects; an im-
mediate consequence is that there is no reciprocal lattice akdsswo longer a good
guantum number for excitations in the solid, such as phonons (as described in chapter 4
section (4.2.3)). Thus phonon states cannot de described in terms of dispersion curves,
instead the only quantity which is a valid description of excitations in a non-crystalline
solid is the "density of states" (DOS).

The dependence of many thermodynamic properties, e.g., the specife/heat
vibrational motions, makes the vibrational DOS a crucial property of solids. Experi-
mentally it can be measured with inelastic neutron scattering as well as IR and Raman
spectroscopy. In the following we present calculations of the vibrational DOS obtained
by two theoretical methods, i.e., the diagonalization of the dynamic matrix and the
Fourier transformation of the velocity-autocorrelation functit®f1,162]. Numerical
calculations of the vibrational DOS by the diagonalization of the dynamic matrix are
based on the harmonic approximation of the potential energy, allow an analysis of the
vibrational modes, but neglect anharmonicities as well as temperature effects. Using
the second method proposed above, one is able to study the temperature dependence
of the vibrational and thermodynamic properties of the solids. However, this method

97
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suffers from the finite resolution of frequencies and the lack of information about the
eigenmodes of the structures.

A detailed description of the structure generation is given in Chapter 6. In all
20 structures each comprising of 1152 particles were generated. After quenching the
low-temperature configurations, i.e., the ones obtained at 300 K, a final quenching
to 0 K leading to the local minima of the potential energy surface was performed. In
these minima we calculated the dynamic matrix whose elements are the mass-weighted
second derivatives of the potential eneldjyvith respect to the atomic positions

pm_ 1 0°U(R™—R")
B /MaMm ORJORY
mn=[1,2,....N],a,B=[xY,Z. (7.1)

HereM, represents the mass of thth atom andRy is the coordinate of atomin a
direction. Diagonalization of the dynamic matrix gives 3N eigenvalues corresponding
to the square of the eigenfrequencie®,(wherew = 21v) and real eigenvectorg)(
Among the 3N vibrational modes the contributions by the three translation modes are
almost negligible. The vibrational DOS is obtained from the frequendiesf 3N-3
vibrational and rotational modgsas

Z(v):<wl_3;6(v—vj)>, (7.2)

whered is the discretized delta function anﬁd.} stands for an ensemble average. Due
to the small system size the low-frequency part (below 0.7 THz) could not be obtained
and hence we calculated the Debye spectrum given by

3
Zpebye= —3V27 (7.3)
Vb
with 3N \ 1/
VD =C W) . (74)

Here c represents the average sound velocity given in terms of the longitudinal and
transverse velocitieg andc, respectivelyN/V is the number density of the system.
We use the fact of the isotropy of amorphous materials and calculated these velocities

from the elastic constants &= /c11/p and ¢ = \/Csaa/p, Wherep is the mass
density of the system. These values of the elastic constants were obtained from the

changes in the potential energ¥ under an applied strain

R&n—> Rg]—F ZSGBRﬁT’ (7.5)
B

Vv 1
AE = — Z Pap€ap + > Z €apCapysEys + > Z PagEayEyp- (7.6)
ap apys apy
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Hereg is a transformation matrix which determines the shape of the system cell, i.e.,
the relative expansion and compression of a structure. The first term inE6). (
accounts for the work done against the forces for an ensemble which is not in equi-
librium against the volume changes, whég is the virial of the forces. The second
term comes from the usual definition of the elastic energy density. The third term is
the correction for a volume change under a finite shegys are the elastic constants
(c11 = C1111, €a4 = Cozp3a@ccording to Voigt’s contraction schemis).

As mentioned above the vibrational spectra can also be calculated by the velocity
autocorrelation function defined as

N <vmit).vmo) >
9 = Zl < vM(0).vM(0) >

m=

(7.7)

Herev™ represents the velocity of thth atom. The Fourier cosine transformation of
the velocity autocorrelation function gives the vibrational DOS

Z(v) = <% /0 t°bsg(t)cos(znvt)e><p(—At2)o|t>. (7.8)

Due to the energy-time uncertainty principle, the resolution of the spectrahling
inversely proportional to the observation titggs. The finite integration timéps and

a non-zero value of will give a Gaussian-like contribution for each mode, leading to
a broadening of the vibrational spectrufibf]. The effect of the choice of has been
studied by Oligschleger et al. on seleniub®f]. It was shown that the resolution of
the frequency spectra increases with decreasing damping fgaod more and more
details of the DOS of the finite-sized system become visible.

0.04
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Figure 7.1: Vibrational DOS Zy) vs. frequency obtained by the diagonalization of
the dynamic matrix (black-colored line) and by the Fourier transformation
of the velocity autocorrelation function at temperature 10 K (red-colored
line) averaged over 10 configurations.
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Fig. [7.1 shows the vibrational density of statéév) obtained by both the above
mentioned methods for the ten structures with an average PEC of 50 %, which is a
subset of the 20 generated configurations of partially crystalline forms. In the collec-
tion of ten such structures the lowest and highest value of PEC taken into account was
47 % and 52%, respectively. In order to obtain the vibrational density of states by the
Fourier transformation of the velocity autocorrelation function, the equations of mo-
tions were integrated with a time step of 0.1 fs for a time intelpygak1.00 ps. Ten sets
of initial conditions with a temperature of 10 K and a damping fadte#/t3 were
chosen. The overall shapes of the spectra are very similar. Details, e.g., more or less
pronounced peaks observed for the Fourier Cosine Transformation depend on the num-
ber of sampled systems, the choicexadnd the length of the observation tinesg).

In contrast to the diagonalization of the dynamic matrix the approach also accounts for
relaxation and temperature effects, i.e., a complete agreement is not to be expected.
The elastic constants; andcyy are found to be 7.03%10'° N/m? and 5.77x 100

N/m?, respectively, for the systems with the mass density of 1.785%/efance the
calculated sound velocities andc; are 6275 m/s and 5687 m/s, respectively. The
percentage of anisotropy seen in terms of elastic constants in the system is found to
be less than 7%, hence, the system can be considered to be isotropic for all practical
purpose. At this point we want to mention that we also calculated the sound velocities
¢ andc; using potentials designed by Vashishité&%. We obtain the values 5181 m/s

and 3358 m/s foc; andc;, respectively. Despite of yielding a good description for the
structural [L59124] and vibrational 127] properties, it was shown that the potential

by Krameret al. used in the present simulation, yields somewhat less accurate elastic
properties in zeolite124]. For sodalite the values @f 1, Ca4, C12 Were overestimated

by 30%, 8% and 72%, respectively. As a consequence the values obtained for the
sound velocities in our simulation also seem to be at the higher end. Nevertheless
we decided to use the potential of Kranedral. since it yielded the experimentally
observed characteristic structure of the high-energy spectrum of SikGh fvhereas

this is not the case for the one of Vashisatal.[149.

In Fig. 7.2 we analyzed the motion of single elements and their contribution to
the vibrational DOS obtained by the Fourier transformation of the element-specific
velocity autocorrelation function given by

A 2 [loos , 2
ZAWv) = <— [ o\(1) cos2m) exp( At )dt> (7.9)

where N e A
@ <VA(1).VA(0) >
g(t) = 2 VA0 VAQD) >

n=

(7.10)

HereNa represents the number of atoms of tyjelt is easy to see that the motions

of oxygen atoms contribute dominantly for all frequency regions in the vibrational
DOS. Nevertheless, the contributions of the silicon atoms become quite significant
and comparable in magnitude for a peak in the mid-frequency region, i.e., around 24
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THz. By MD simulations of silica glasses it was shown that the contribution of the
silicon atoms even exceeds that of the oxygen atoms for this particularb&gk [
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Figure 7.2: Averaged element specific-contribution to the total vibrational DOS for
10 configurations with an average PEC of 50% obtained by the Fourier
transformation of the velocity autocorrelation function. Total vibrational
DOS (black-colored line), Si contribution (red-colored line) and O contri-
bution (blue-colored line) are plotted versus frequency in THz.

The best known anomalous low-temperature property of amorphous materials is
their specific heat as mentioned in Chapter 4. In crystals the observed specific heat
is directly proportional tol® and the proportionality constant is determined by the
velocities of sound. In an amorphous system due to the presence of additional modes
one observes deviations from this behavior. In the harmonic approximagiquer
atom is expressed in terms of the DOS as given in Eg34[. In Fig. 7.3we plotted
the specific heat &, /T2 as a function of temperatufe. The dashed line shows the
values obtained for the spectrum by adding the Debye contribution up to a frequency
smaller than the lowest possible vibrational frequency seen in our system, i.e., 0.7 THz.
This correction amounts to 1.8 102 of all the modes.

7.2 Analysis of the Vibrational Modes

7.2.1 Element specific motion with respect to bonds

—_

In Fig. 7.2 the relative contributions of oxygen and silicon atoms to the vibrational
DOS is presented. To learn about the typical motions of these components we calcu-
lated the angle between the displacement of atmnmode| and the bond of this atom
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to its nearest neighbdx; i.e., rpong=r ik,

]
T
Olgbond = arcco M) (7.11)
’q Hrbond|

10

CT [uIi(gK")]
=

1 10 100
TIK]

Figure 7.3: The specific heat &, /T3 plotted versus the temperatuFen a double-
logarithmic scale. The black-colored solid line shows the contributions
of the spectrum of the partially amorphous structures derived from zeolite
with an average value of PEC of 50 % and the red-colored dashed line is
the one with the Debye correction.

The element-specific weighted-average angle distribution for ten configurations
with an average value of PEC of 50% is presented in¥ig. In order to suppress the
small contributions of only slightly moving atoms we weighted the distribution with
e,z. For both the components, i.e., silicon and oxygen, the distributions are peaked at
90°. This hints that the motions of both silicon (significantly) and oxygen (mainly)
atoms are perpendicular to the bonds. The fact that the distribution for oxygen atoms
is more sharp than the distribution of silicon atoms indicates that the silicon atoms
have some contributions to the motion which are either not parallel or perpendicular
to the bonds, but in between. The distributionogfong for oxygen atoms has three
significant peaks at 2090° and 170 with an approximate ratio of the peak height of
1:2:1. This ratio can be explained by the significant contributions of oxygen atoms to
the asymmetric stretching motions of QiOnits (cf. below).

7.2.2 Relative contribution of motions of structural subunits to
DOS
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In order to investigate the atomic motions for different eigenmodes we follow the
method used by Taraskin and Elliot, where one projects the eigenvectors onto vari-
ous vibrational modes of the typical structural suburili&f]. n order to analyze the
motion of Si and O atoms we consider two basic structural subunits Si-O-Si agd SiO
with the approximate local point group symmetngs and Ty, respectively. For the
Si-O-Si (assuming O at rest) and Sissuming Si at rest) subunits the components
of the vibrational vectors for stretchin§)(and bendingB) are given in Tabl&.1and
Table.[7.2, respectively.

Since the mentioned vibrational vectors in TaBl& and Table7.2 describe the
motion of the structural subunit using internal coordinates, the relative displacement
eigenvectorasli’(io) are used for an atoimand are given for th¢th mode by

ub = (ul —ul)/\ /). (7.12)

Table 7.1: Vibrational vectors for Si-O-Si subunits (assuming O at rest) are pre-
sented below. The Si-O-Si subunits have two nondegenerate vibrational
vectors ofA; symmetry corresponding to the symmetric stretching and
bending motions and one vibrational vectorBaf symmetry for asym-
metric stretching. In the following, the indey represents the central
iImmobile oxygen atom and the subscripts 1 and 2 refer to the silicon
atoms. 3; is the unit vector directed from atoip to atom 1.612 is the
unit vector perpendicular to the bond between atagrend 1, lying in
the Si-O-Si plane and pointing as much as possible in direction of atom
2, i.e.,81.b12 = 0 and&,.b12 > 0. The superscripts in the vibrational
vectors represent the symmetry of the modes. Note that the second com-
ponent of the vibrational vectors represents the motion of oxygen which
is the central, immobile and reference atom of the subunit. The first
and third entries of the vibrational vectors refer to the motions of silicon
atoms connected to the reference atom.

Vibrational vector| Components of the vibrational vector
(A1) 11a 043
Sgié)l)) ﬁ{al,(l 8.2}
1 N N
S((igl)) ﬁ{?l, 0, —Aaz}
Bi) %{blz,O, b21}
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Table 7.2: Vibrational vectors for Si@subunits (assuming Si at rest) are presented
below. The SiQ subunits have one vibrational vector wah symmetry
for a symmetric stretching motion, two triplets for asymmetric stretching
and bending motions df» symmetry and a doublet for bending BEf
symmetry. In the following, the indeis represents the central immobile
reference atom, i.e., the silicon atom of the $80bunit whose motion is
described by the first component in all the vibrational vectors. The other
four components refer to the motions of the oxygen atoms connected to
the reference silicon atog and are numbered as 1,4 as a subscript.
X andY are the normalization constants used for the bending vibrational
vectors ofE symmetry.

Vibrational vector| Components of the vibrational vector

Sio 5{(0.20,8,50.8)

SEiF;)l) ﬁ{Q a1, 8, —ag, —a4}

Sgi?,)Z) ﬁ{o, ap,—ap,—az, a4}

SEE%) 310,81, 8,83, — 4}

BEE)@ \/%1{07 b12,b21, —D34, —Das}

BEE)Z) \/%{0, D14, —b23, —b32, 041}

BEE)Q,) \/%1{07 D13, —D24, D31, — D2}

Bgi,l) X{0,2b12 — D13 — b14,2021 — b2z — D24,

2b34— b31 —b32,2b43— ba1 — bao}

Bgi?z) Y{0, (b13— b14), — (Do + b24),

(b1 —bs2), —(bar+bao)}

HereCijO is the norm given by

C,= uf —ui . (7.13)
|
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Figure 7.4: Distribution of element-specific weighted-average anglggnqbetween
the atomic displacement eigenvectors and the bonds. The black-colored
solid line corresponds to the angle distribution of silicon atoms and the
red-colored dashed line to the one of oxygen atoms for ten configurations
with an average value of PEC 50%.

~ The displacement eigenvectans are derived from the eigenvectogs asu/ =
elj/\/m with the mas3aVi; of theith atom. Herdg represents the central, immobile,
reference atom for the structural subunits. The squared value of the projection of the
relative displacement elgenvectrqJ o) onto the vibrational vector; ;) (Ss andB’s
in Table7.1 and Table?.2) of the structural subunit gives the partlal contrlbutlon of
the vibratlonal motion of a specific kind for the eigenmqgderhese squared projec-
tions were averaged over all structural subunits as

: 51 (w)? (Zirq Dy y)?
(r))? = —— (a0 . (7.14)
ZI(Wl)
Here the index runs over all the structural units, i.e., Si-O-Si or gi@nd the index

i’ runs over all the atoms comprising the structural subunit.The weighting M{;ﬁer
used in order to suppress the contributions of units which have negligible values and

is given by
I~ (yep)” (7.15)
WI == < e./ > . .
Sls
In order to obtain the rotational component of the spectrum, we obtain three perpendic-
ular axes for a given subunit as eigenvectors by diagonalizing the shape tensor given

by

Gyplio) Z My r,ol,rlol, (7.16)
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Here for a given central atorgin a structural subunit the indéxruns over other atoms
connected tdp. My represents the mass theidh atom andio(‘)i, refers to the distance

in a direction between thith andi'th atom. The squared weighted projection of the
displacement eigenvectors onto the rotational vectors around the three perpendicular
axes summed and averaged over all the subunits gives the contribution of the rotational
motion.

In Fig. [7.5 we show the partial vibrational DOS obtained by the projections onto
the vibrations of the Si-O-Si and Si@ubunits which are averaged over all subunits in
all ten configurations with an average PEC of 50 %. The percentages of the individual
contributions were determined by integrating the DOS over the frequenagere
we also assessed low-frequency (high-frequency) contributions by integrating up to
(from) the minimum in the DOS at 28 THz (Table7.3). The contributions by rota-
tional and bending motions are significant for both subunits. For Si-O-Si[7E(R))
rotational motions contribute to the DOS for the entire frequency range and become
very significant for the low-frequency region (47.7 %) with a maximum around 3 THz.
The rotational motions of the Si-O-Si subunits have strong contributions and hence in
Fig. [7.4 we find that the distribution for the element specific weighted-average an-
glesdepong Shows a maximum around 9for the silicon atoms. The bending modes
contribute also quite significantly for the low-frequency region (29.9 %). The sym-
metric stretching motions exhibit a maximum at 23 THz, but their overall contribution
is not so dominating (7.6 %). The high-frequency region is mostly dominated by the
asymmetric stretching motions (54.1 %) and has a broad maximum around 33 THz.
In contrast to the vibrational features obtained for silica, where one observes a sharp
splitting of both rotational and asymmetric stretching motions in high frequency peaks,
this is quite diminished in case of the amorphized form derived from zeQki€.|

Fig. 7.5(b) shows the corresponding projection onto theS8@bunits. Similar to
the Si-O-Si subunits, the rotational motions of the £80bunits become quite domi-
nant (34.0 %) in the beginning of the low-frequency region and exhibit a maximum at
5 THz. The bending motions are significant for the end of the low-frequency region
(40.7 % forF type and 19.2 % foE type). The bending motions with E type have
a broad maximum at 14 THz and a small maximum at 22 THz. In silica this bending
motion has just one broad maximum at 15 THBE.

For the bending motion of Ftype we observe two peaks, one with a flat max-
imum around 17 THz and another sharp maximum at 23 THz. In silica this sharp
peak is found to be missind6€,/167. For the partially amorphous system studied
here one sees a very strong contribution of the asymmetric stretching motions around
32 THz in the high-frequency region (65.8 %). The symmetric motions contribute
weakly for the whole spectrum (4.1 %). A slightly forked feature of the DOS in the
high-frequency region is mainly due to the existence of the symmetric and asymmetric
stretching motions of the Si&ubunits. Due to the occurrence of a very sharp peak for
the asymmetric motions and a strong peak for the rotational motions one can explain
the peaks observed for the distribution of element specific weighted-average angles
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Figure 7.5: (a) The total and partial vibrational DOS obtained by the projection of the
relative atomic displacements onto the vibrational vectors of the (a) Si-O-
Si and (b) SiQ subunits. All the plots are shown as an average over 10

configurations with an average value of PEC of 50 %.
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Oebongfor oxygen at 10, 90° and 170. 10° and 170 are related to the strong asym-
metric stretching motions and 9& related to the dominant low-frequency rotational
motions. A small contribution occurring at the band gap, i.e., around 28 THz, comes
mainly from the bending motions of both E angtypes.

Table 7.3: Partial contributions of the eigenmodes of the subunits (Si-O-Si and
SiO4) calculated by the integration of respective DOS each related to
the low- frequency, high-frequency part of the spectrum and the total
spectrum displayed in Fiy..5 (numbers presented below are in percent-

age).
Subunit| Motion | Below 28 THz| Above 28 THz|| Total
Si-O-Si Sym. 8.2 5.4 7.6
Asym. 0.9 54.1 12.7
Bend. 29.9 10.8 25.7
Rot. a47.7 29.1 43.6
SiOy Sym. 1.4 13.5 4.1
Asym. 7.3 65.8 20.2
Bend.(R) 40.7 17.9 35.6
Bend.(E) 19.2 4.2 15.9
Rot. 34.0 2.2 27.0

7.2.3 Mode localization

In order to determine the degree of localization of phonons there are two commonly
used concepts, i.e., the effective mass and the participation/i&ill69. The effec-
tive mass is defined as _ _
2
Mars=My/le)[%, (7.17)

wherei' corresponds to an atom with largest displacement and with a real eigenvector
ei’, for the jth mode. However, this concept is not suitable for the description of the
localization of the modes in the case of large systems. For localized nvbgdess

a system independent quantity but for the extended modes its value scales with the
system size. The participation ratio is given in terms of the eigenvectors as

pl = (N imﬂ“) - (7.18)
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For the extended modep,is unity and for the localized or quasi-localized modes it
scales inversely with the system size.

1

participation ratio p'

v [THZ]

Figure 7.6: Comparison of participation ratios of the crystalline (red-colored circles)
and amorphous systems with PEC of 50% (black-colored plus).

Fig. 7.6 shows the comparison of participation ratios of the crystalline form and
the partially amorphized form obtained from a configurational average over 10 struc-
tures with an average PEC of 50%. One can see easily see that amorphization leads
to a remarkable localization of the modes at the tails of the high-frequency modes
and at very low-frequency modes, i.e., around 1 THz. At 0.7 THz one observes very
few modes with high participation number, i.e., around 0.6. These correspond to the
extended modes, i.e., the lowest-lying phonons permitted by the system size. Simi-
lar to other theoretical simulations on amorphous silica systd®& 167,161], we
see a very strong localization of the modes with effective mass centered on 2 atoms
at the tail regions of the high-frequency modes. For the low-frequency modes the
strongest localization is centered around 8 atoms with a participation ratio as low as
0.2. These modes are formed by the interactions of localized modes and phonons and
hence referred to as quasi-localized mode&]. Localized and quasi-localized vi-
brations are well-known phenomenon in the phonon theory of crystals with impurities
or defects 171]. he localized vibrations occur outside the continuum of the lattice
frequency, do not interact with the lattice modes and their eigenvectors decay expo-
nentially with the distance. In amorphous systems this type of vibrations are seen in
the the high-frequency tail. Defects and localized vibrations are also possible at the
low-frequency regime where the DOS is quite low. These types of localized modes
would hybridize with extended acoustic modes, lose their strict localized nature of the
vibrations and are referred to as quasi-localized modes. Similar to the localized modes
occurring at the tails of the high-frequency regime, these modes are localized near the
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defects. However, their eigenvectors do not decay exponeni@]y [
~ Similar to the analysis of Jiet al. we calculated the effective radius of gyration
Rlyr for the jth mode as

Rlye = 1|3 < Xal()2> — < Xa(i) >2, (7.19)

where N
<Xa(j)?>= _Z|gjayz(ria —1)? (7.20)

and N
<Xa(i)>= 3 [6,F(rs 1) (7.21)

Herei' refers to an atom with the largest displacement forjthenode. For a localized
mode involving essentially only the motion of a single atBgy: will be zero and for

an extended mode it is the average root-mean-squared distEsifefig. 7.7 shows
Rgyr/L for various frequencies. The average box lerigih128.8 A. The average radius

of gyration for the quasi-localized low-frequency modes are approximately 0.3 times
of the box length. However, for the high-frequency region the modes especially at the
tails become highly localized, i.e., within 0.01 times the box length.
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Figure 7.7: Plot of radius of gyration aByyr/L versus frequency with L as length of
the simulation box.

7.2.4 Phase quotient
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In order to determine the behavior of the correlation between the individual atomic
displacements, we analyzed the phase quotients of the modes. Phonons in a crystal
can be distinctly classified as acoustic and optical modes. In purely acoustic modes
adjacent atoms move in phase, while in the optical modes their motions are out of
phase. Since in amorphous structures the modes cannot be specified by wave-vectors
such classification is not justified in strict sense. However, one can associate a phase
character to a modgby a so-called weighted phase quotient defined as

il ‘222 ru‘| |u Ll (722

Herei andi’ run over all the silicon atoms and the neighboring oxygen atoms, respec-
tively. For the in-phase acoustic-like modes the phase quotient is close to unity and for
the out-of-phase optic-like modes its value is close to minus uh@y, [L66].

In Fig. 7.8 we show the weighted phase quotient for the modes with respect to the
frequencies. The phase quotients tend to unity with the decrease in frequency indicat-
ing the acoustic character of the modes increases upon decrease of the frequencies. In
the high-frequency region the phase quotients are mainly negative and show significant
optic-like character.

1=

05

phase quotient ¢
o
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Figure 7.8: Weighted phase quotient vs. frequency.

7.3 Effect of Extent of Amorphization on Vibrational
DOS
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Figure 7.9: Vibrational DOS obtained by diagonalization of the dynamic matrix for
different PEC obtained from ZSM-5 versus frequency. The black-colored
line refers to the vibrational DOS for the crystalline ZSM-5 and the red-
colored line represents the density of states obtained for the structures with
PEC of 70 % and the blue-colored line for the structures with PEC of 50
%.

Fig. 7.2 we analyzed the change in the vibrational DOS with different PEC. It was
found that the structures with PEC less than 50% show very similar features of vibra-
tional DOS as those of the ones obtained with PEC of 50%. In order to have a not
too crowded figure we present the dependence of the PEC on the vibrational DOS for
crystalline ZSM-5 and partially amorphous structures with the PEC of 70% and 50%.
At this point we want to mention that the calculated vibrational DOS of silicalite, us-
ing the interatomic potentials of Kramet al. [124] are in good agreement with the
DOS measured experimentally using the inelastic neutron scattering spectrum obtained
by Jobicet al.[172]. The high-frequency double peak obtained in our simulation at
34 THz and 37 THz was experimentally observed at 33 THz and 36 THz, respectively.
The generalized force field used in previous simulations could not reproduce the forked
nature of the high-frequency peadsR177. The peaks at the mid-frequency region
seen at 16 THz and 23 THz were observed experimentally at 16.5 THz and 22.5 THz,
respectively. We see that the amorphization has a significant effect on the intensities
and leads to a broadening of the high-frequency peak. There is also shift in the peaks
of the high-frequency region towards lower frequency with a narrowing of the band
gap. The low-frequency region shows a relatively small dependence on the PEC.

It has been shown by Kosanowt al. that during amorphization by ball milling
experiments the absorbance at 16.5 THz was reduc@dJacobset al. assigned this
peak as asymmetric stretching mode of distorted double five membered rings present
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in the zeolitic framework and suggested this band as a probe for detecting the presence
of a zeolitic framework16Q. In Fig. 7.Swe do see a slight decrease of the intensity

of the peak at 16.1 THz. But this change is not so drastic for the structures below
50% PEC and could be justified by the ring distribution of five membered rings. On
analysis of the ring distribution we find that the percentage of 5-fold rings reduces
from 49% for the crystalline form to 38% for a structure with PEC of 79% and to 21%
for a structure with PEC of 60%. It remains roughly constant at a value of 29% for
structures of PEC below 50%%9.

7.4 Low-Frequency Vibrational Excitations

The origin and nature of the low-frequency vibrations in (partially) disordered ma-
terials as well as their influence on low-temperature thermodynamic properties such
as specific heat and thermal conductivity is still not fully understood and under de-
bate P0,174. Especially the so-called boson-peak (BP) in the reduced DOBVA(

which is traditionally associated with a vibrational DOS exceeding the Debye value
around 1 THz, remains a subject of theoretical controversy (cf. Rég] pnd refer-
ences therein). The reduced DOS is shown in Fid((a) for five selected structures
with different PEC (representatives for a total of 30 structures studied). The maximum
of the reduced DOS in the BP region (0.5 THz to 1 THz) for 30 structures are plotted
in Fig. [7.1Qb). The two distinct ranges of PEC exhibiting opposite behavior of the
intensity of the BP with respect to amorphization are observed: for structures with
PEC of 100% (crystalline) te=60%, the intensity of the BP decreases with increas-
ing amorphization and the opposite behavior is found for structures with PEC below
~60%. In the following we try to explain these trends on the basis of the competition
between various factors in the framework of Maxwell counting of floppy motiédq |

In a generic case, e.g., a general infinite system formed by linked rigid tetrahedra,
an exact balance between the degrees of freedom and the number of constraints ex-
ists [L77. However, the zeolites fall into the category of non-generic cases, where
the high symmetry present in these materials can make some constraints degenerate
and allow for floppy modesll7g. Hammondset al. have proposed the existence of a
significant number of floppy modes with respect to the total number of modes in the
zeolitic systems, thereby explaining the flexibility of the framework and its relation to
the adsorption sited[9/180.

Low-frequency modes for crystalline structurs order to investigate the high
intensity of the peak obtained for the crystalline system we generated the phonon dis-
persion curves along the symmetry directions of the orthorhombic unit cell of ZSM-5.
The dispersion curve is obtained from the dynamic matrix gpace and defined as

DP( -expik.(Rik — Rj)). (7.23)

1 0°U
=, %aa@kaRﬁ



114

CHAPTER Y VIBRATIONAL PROPERTIES
0.03 x :
—— 100%
e 79%
&---461%
*— - 20%
o 12%
0.02
2
>
N
0.01 F
o J
0 1 2 3
v [THZ]
(@)
0.03
+
0.02 |
2
51 +
3 +
E T 4 H-
0.01 + +
e
0 1 1 1 1
0 20 40 60 80 100
PEC

(b)

Figure 7.10: (a) Z(v)/v? vs. v for zeolite ZSM-5 based partially amorphous structures

with different percentage of energy crystallinity. (b) Maximum value of
reduced DOS obtained in BP region, i.e., max)& for 30 structures.
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Figure 7.11: Phonon dispersion curves along the symmetry directions for the silicious
ZSM-5.

Herea and[3 denote the Cartesian indicés] the unit cells, and, j the sublatticeRjy

andR;) are the atomic positions amd; andM; the atomic masses. The summation is
over all cellsl k within the interaction sphere. Diagonalization of matbikk) yields

as eigenvalues the squared phonon frequengie$he calculated dispersion curve is
shown in Fig.[7.11 Since ZSM-5 has a large unit cell of 288 atoms, it has a large
number of optic modes along with three low lying acoustic modes. For the analysis
only modes up to 2 THz are shown. The curves show that the peak obtained in Fig.
7.10around 1 THz is due to the low-lying modes which are mainly optical in character.
Since there is merging of the phonons of the acoustic branches with the optic ones the
possibility of having hybridized modes cannot be neglected as proposed by Taraskin

a A

et al. for the case of vitreous silicd§1].
Various factors may influence the modes associated with the BP as documented

in the literature 182,183 184,185). It has been proposed by Nakamwtal. that
buckling motions of mismatched rings (No. of Si in the rigg6) could be related

to the origin of the BP in vitreous silica. This was further supported on the basis of
the suppression of the BP in densified silica and was related to the reduction in the
number of these mismatched rings (regarded as floppy ridgs].[ A very intense

hump present in the reduced specific heat vs. temperature (which has a relation to the

BP [184]) for the zeolites belonging to the family of MFI and BEA in comparison to
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vitreous silica and cristobalite, was associated with the presence of large 10-fold and
12-fold rings, respectivelyll8. The degree of coordination defects was also found to
influence the intensity of the BP. Finkemeadral. showed for amorphous silicon that

the intensity of the excess DOS increases upon introduction of defects by modifying
the coordination numbers (CN£)34,/185.

Table 7.4: The first line for each PEC gives the occurrence of n-fold rings in per-
cent. In the second line, the quantttylescribes the degree of puckering
of the rings. The numbers in parentheses in the first column represent
the average participation ratios of the modes in the BP region.

PEC n=2| 3 4 5 6 7 8 9 10

100 (0.45)| - - 29 /48.939.2| - - - 9.0
1.01]1.06|1.13 1.09

90 (0.42) 04 | 48 |453/38.1| 2.3 09 8.2
1.04]1.04|1.08|1.15| 1.23 112 1.11

79(041)| 10 | 26 | 90 |37.7(334| 82| 24| 19| 3.8
1.001.04/1.06|1.09|116|1.22| 1.23|1.19| 1.12
61(040)| 1.8 | 7.2 |149|24.7|31.7|142| 3.2 | 14 | 09
1.001.09/1.10,1.20| 1.37| 1.22| 1.22| 1.22| 1.28
47(0.38)| 3.1 | 9.1 | 15.8|27.8| 259|125 3.0 | 21| 0.7
1.00|1.04|1.08|1.15/155|1.22| 1.23| 1.33| 1.28
20(0.31) | 39 |11.8|16.4|25.7|26.6|10.7| 28 | 1.4 | 0.7
1.00|1.07|1.15|1.27153|1.27|1.31| 1.32| 1.40
12 (0.27) | 45 |13.8/17.8|26.0/28.4| 55| 22| 1.2 | 0.6
1.001.15/1.211.32|2.78| 1.30| 1.47| 1.46| 1.54

In order to study the relationship between the above mentioned factors with the
simulated behavior of the intensity of the BP in this letter, we present an analysis of
ring statistics and CNs in Tabl&4 and 7.5, respectively. Ring distributions were
calculated by the procedure described in Chapter,, refers to the average of the
radii of all n-fold rings in the system ang,;, refers to the average of the maximum
radii below which atoms and molecules will be able to pass through these rings. A
deviation ofp from 1.00 quantifies the degree of ring puckering. We note here in
passing that although in a partially amorphous system a higher degree of puckering
will most likely correspond to a lowering of the symmetpycannot be regarded as a
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measure of symmetry in a strict sense. In order to study the localization of the modes
in the BP region (0.5 THz to 1.5 THz), average participation ratios calculated using
the definition of Bell and Dearllbq are also presented in Tabled. The distribution

of CNs of the most active 10% of the atoms in the modes contributing to the BP region
selected on the basis of the magnitude of the mass-weighted eigenvectors is listed in
Table7.5.

Table 7.5: Distribution of the coordination numbers (CNs) in percent for the 10 %
most active atoms present in the modes belonging to the BP region.

PEC Si O
CN=4||CN>4||CN<4|CN=2| CN>2 || CN<?2
100 1 - - 99 - -
90 5 0 0 94 0 1
79 7 0 0 89 0 4
61 14 0 0 81 0 5
47 17 0 1 68 0 13
20 17 0 1 59 1 23
12 17 0 2 55 1 25

Low-frequency modes for the structures with PEC alze86% The modes in the
BP region are found to be relatively delocalized with average participation ratios of
0.4 or larger. The most active atoms are mainly located around large 10-fold rings
as shown in Fig.7.12 For the crystalline system the large 10-fold rings are quite
regular p ~ 1.09, cf. Table7.4). Amorphization causes a drastic disappearance of
these rings (9% reduces to 0.9%) accompanied by a formation of 7-,8- and 9-fold mis-
matched large rings. However severe puckering of the rings takes jplaceréases
from 1.09 to 1.28) thereby reducing the possibility of having more regular and sym-
metric rings. In the framework of the model of the floppy modes, the presence of large
rings alone without the additional effect of symmetry cannot break the basic balance
between the constraints and the degrees of freedom and thus cannot give rise to the
floppy modes17€. Therefore these modifications described above result in a reduc-
tion of the number of floppy modes and thereby decrease the intensity of the BP.

Low-frequency modes for the structures with PEC belgb0% The possibility
of having floppy modes due to the closed rings is quite low due to severe puckering
(p > 1.22 for 7-fold and larger rings, cf. Table4). A tremendous increase of the
number of under-coordinated active atoms (5% to 27%, cf. Talbeis observed.
These are related to non-bridging Si-O bonds and 'open’ rings. The resulting reduced
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Figure 7.12: The active atoms shown by red lines of the modes at 0.5 THz and 1 THz
in the structures with PEC of 100% ((a) and (b), respectively) and 73%
((c) and (d), respectively) in the yz plane.
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number of constraints leads to an increase of the number of floppy modes. Note that
for the structures with PEC larger thar60% this effect is largely suppressed due to
the much lower number of active under-coordinated centers. The average participation
ratio decreases drastically on amorphization (from 0.40 to 0.27 for structures with
PEC of 61% to 12%), with the formation of highly localized modes as shown in Fig.
7.12 The increased number of these localized floppy modes associated with under-
coordinated centers causes most likely the increased intensity of the BP for this range
of PEC.
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Figure 7.13: Participation ratios of the low-frequency modes of the partially crys-
talline structures corresponding to different PEC.

Nature of the vibrational motions in low-frequency madég performed an anal-
ysis similar to the one used by Taraskin and Ellid&4]. We projected the eigenvectors
of the SiQ, and Si-O-Si structural subunits (active subunits) containing active Siand O
atoms onto the vibrational vectors of the ideal $#nd Si-O-Si units with § and Gy
symmetry, respectively. The calculated contributions of the vibrational motions exhib-
ited by the active subunits are shown in TaBlé. Obviously the stretching motions
of both kinds of active subunits contribute negligibly. For the active;Sibunits the
main contributions result from the rotational motions. However, for intermediate and
low values of PEC the bending character contributes noticeably, indicating that dis-
tortions of the SiQ subunits are associated with these low-frequency modes. Hence
the floppy modes are not in strict sense rigid unit modes in these systems. The mo-
tions of the active Si-O-Si structural units involve a strong mixing of both bending and
rotational motions for the crystalline case (43% and 56%, respectively). Upon amor-
phization the bending character decreases and the vibrational motions become mainly
rotational in nature. Since the BP occurring in the partially crystalline forms are in the



120 CHAPTER7 VIBRATIONAL PROPERTIES

same frequency region as for the crystalline one, although with a reduced intensity as
shown in Fig.7.10 we predict that the modes are mainly optic in nature.

Table 7.6: Contributions (in percent) of the vibrational motions exhibited by the
active subunits (Si@and Si-O-Si) as described in the text. 'S’, 'B’
and 'Rot. represent the stretching, bending and rotational contributions,
respectively and the superscripts denote the symmetry of the motions.

PEC SiOy Si-O-Si
SA) | g(R2) | B(R2) | B(E) | Rot. | S0 | S(Bu) | B(A1) | Rot.

100 1 1 4 1 93 0 0 43 | 56
90 1 1 4 2 93 1 0 40 | 59
79 0 0 6 3 90 1 0 37 | 62
61 0 0 8 4 88 0 0 29 | 71
47 0 0 9 6 84 0 0 27 72
20 0 0 6 5 89 0 0 20 | 79
12 0 0 6 4 90 0 0 16 | 84

Hence, we conclude that in relatively high crystalline porous structures, the de-
crease in the intensity of the BP can be associated with the reduction in the number
of the floppy modes due to the decrease in the concentration of the large membered
rings and the lowering of their symmetry upon amorphization. The opposite behavior
for relatively low crystalline structures is explained by the increased number of floppy
modes due to the formation of non-bridging bonds and 'open’ rings. Although there
may exist other mechanisms which are not investigated in this thesis, floppy modes as-
sociated with 'open’ rings and coordination defects have most likely a strong influence
of the intensity of the BP in partially crystalline zeolitic systems.

This part of work is published in Refsl87,18€]



Chapter 8

Relaxation Properties

Amorphous phases exhibit over an extremely broad range of time particular motional
processes known as relaxatiof8$190,191,192,193. Classical relaxation in glasses,
sometimes also callesecondary relaxatiomo distinguish it from the primary relax-
ation at the glass transition, is generally believed to be well described in terms of the
Arrhenius-Kramers picturélP4], with a relaxation timer given by the Arrhenius re-
lation

T=Tp exp( (8.1)

fot)
wheretg is a macroscopic time of the order of 1§ s, E is the energy of the barrier be-
tween two energy minima of the system. The secondafyrefaxations are envisaged
as thermally activated transitions over the barriers separating the local minima in the
potential energy landscap#9s, 196,197, thus an insight into the topography of the
inherent structures can be obtained by investigating these relaxat©®nd 9€,199.

In contrast, the primary relaxation processieprocess, the onset of the flow pro-
cess at the glass transition temperaffyand above, seems to follow a much steeper
law [20G,207]

), (8.2)

T=Tgex ( A

T —T)
where A and Ty are constants with the dimension of temperature. This is the well
known empirical Vogel-Fulcher-Tamman equation.

In the following sections we present a MD investigation of secondary relaxations
occurring in our chosen model system, i.e., (partially) amorphous-forms derived from
zeolite ZSM-5. The occurrence of these relaxations might change the level of crys-
tallinity and hence, it can effect the selectivity of the reactions which are dependent on
the percentage of crystallinit2§]. The dynamics show some interesting phenomena
like aging and dynamical heterogeneities at the intermediate time scales studied (1 ps

121
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to 0.6 ns). In all 20 structures with 3456 particles were chosen to study the relaxational
dynamics below the critical temperatuiig,

An estimate off; was obtained by calculating the diffusion constBrf the sys-
tem as a function of temperature using the relation

Dy :tlmglt < |Ra(0) = Rq(t)[2 > . (8.3)
HereRq(t) is the time-dependent position vector of a particle of tgpe {Si,O} and

< ... > denotes the configurational average. In FRB11 one can observe that the
temperature dependent diffusion constants for both silicon and oxygen atoms show a
rapid drop below 4000 K, which can be taken as the upper limiffforSuch high

T. is a common problem to most of computer simulations and caused by too high
heating/quenching rates, which exceed the experimental ones by many orders of mag-
nitude [L27]. After the MD-quench to 300 K as described above, the chosen structures
were heated to elevated temperatures (306K 1000 K— 2000 K— 3000 K)

and further aged at each temperature for 300,000 time steps corresponding to 0.6 ns.
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Figure 8.1: Element-specific diffusion constants in zeolite ZSM-5 based patrtially
amorphized material at different temperatures.

To detect relaxations at a given temperature in the course of MD-runs, we moni-
tored the atomic displacements defined as

BRIE) = /3 [Ralt) ~Re(O)F 8.4)

HereRp(t) is the position vector of the particleat timet, whereasRp(0) is the one

at the starting or reference configuration on the potential energy surface. If the total
displacement of the atoms exceeds a cutoff value and the residence time of the atoms
in the new positions also exceeds a minimal period of at least three times the period of
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a typical soft vibrational mode, the new positions of the particles were accepted as a
starting point for the determination of a possible new minimum configuration. All the
stored coordinates were then quenched te 0 K using a combined SDCG algorithm
[1327] to locate the nearest minimum configuration in the potential energy surface.
In the following section we discuss on the relaxation properties of these minimum
structures during aging at the temperatures mentioned above.

8.1 Time Evolution on the Energy Landscape

Figs.l8.2 (a) and (b) show the time evolution of the ensemble averaged potential ener-
gies and displacements per atom obtained during the aging of the systems at different
temperatures. These averages were taken over ten configurations with a starting aver-
age PEC of 60%. In general the potential energy drops during aging. After heating
there is a subsequent leveling off of the potential energy at lower temperatures (300K
and 1000K). The largest part of the atomic-displacement immediately follows after
heating. The average displacements of the atoms is very small, i.e., less than 2% of the
Si-O bond distance at 3000 K. The decrease in the average potential energy and dis-
placement per atom increases with temperature as the possibility to cross large energy
barriers and to visit farther away minima in potential energy landscape increases.

8.2 Structure and Mode of Relaxations

To study the localization behavior of the relaxations we calculated analogous to our
study of the vibrations (chapter 7), the relaxational effective mass and participation
ratio. The effective mass of a relaxation is defined as

(AR%)?

(AR%L02) (8:5)

Meff = Mma

whereAR® represents the distance between two successive minimum configurations as
obtained using Eq/8(4). |A(RY,.,0?| andmmay denote the maximal distance and mass
of the farthest jumping atom. The participation ratio is defined as,

(AR%)*

PARO = i ) (86)
NZn(Ri’ ~Ra®)*

whereR:° ander,’O denote the initial and the final position of the atarandN repre-
sents the total number of atoms. The participation ratio has the ughiéf n atoms
are equally involved in the relaxation process. If all atoms contribute equally in the
jump, the resulting participation ratio will be 1.

The influence of the temperature on the jump lengths and the participation ratios
are shown in Fig.8.3 The participation ratios roughly grow linearly with the jump
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Figure 8.2: (a) Changes in the potential energy per atom and (b) displacement per
atom during aging obtained as the ensemble averages. The temperature
intervals are indicated by the dotted lines. The heating procedures con-
sisting of 50,000 MD steps between each temperature interval are omitted
in the plots.
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lengths. The average participation ratios of 0.009, 0.010, 0.018 and 0.036 are observed
for jumps at 300 K, 1000 K, 2000 K and 3000 K, respectively. These correspond to
the effective masses of 7, 10, 16 and 29 atoms, respectively.

To analyze the relaxation structures we define, a dimensionality of the relaxations
and calculate for each jumjpthe tensoiG;

50 8RE() R, — RE™) R~ ™)
SnlRA(H) M

where the exponenis= 2 andu = 4, correspond to the effective mass and partici-
pation ratio, respectivelyR*™ is the corresponding center of mass coordinate of the
relaxation:

(8.7)
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Figure 8.3: Participation ratios of relaxations against jump distance at different tem-
peratures.

DiagonalizingG we obtain three eigenvalu«pé(j,p) (fori=1,2,3). From these
an average radius of gyration is obtained as,

Royr(J, 1) = ,/3Zp J, 1) (8.9)

If a relaxation is localized on a single atoRy,,=0. For an extended relaxation, it is
the root-mean-square distance with the weight determingd Byeffective dimension
of the relaxation can be defined as

d(j,0) =5 0'(J, W) /mavp'(j. . (8.10)
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Fig. 8.4 and Table8.1 summarize the results for temperature-dependent dimen-
sionalities and average radii of gyration, averaged over the whole relaxation. We find
that at lower temperature the relaxations are of lower dimensionality. At elevated tem-
peratures the average dimensionality as well the average gyration radius increases due
to the side-branching of the relaxing chains. The effective mass related values are
always higher than the ones related to the participation ratio, reflecting the different
weights of the long range displacements.
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Figure 8.4: The dimensions of the jumps related to the participation ratio at different
temperatures.

Table 8.1: The average dimensionalitid%p) and average radii of gyratidﬁgyr(u)
(in A) are summarized corresponding to the expongrts2 andp = 4.

T | d2) | d4) | Ryr(2) | Reyr(4)
300K || 1.34 | 1.22 6.10 3.88
1000K | 1.511 1.28 8.63 5.46
2000K | 1.55( 1.48| 11.29 8.69
3000K | 1.72] 1.70|| 13.05 11.36

Table8.2 summarizes the results of the relaxations with respect to the Si-O bond
changes in terms of the increase or the decrease in the coordination number (CN) per
jump. The cutoff value of the Si-O bond is 1.8 A taken from the position of the
minimum according to the most intense peak in the total pair-distribution function (for
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details refer Fig6.2(a)). Another possibility may be that the CN is conserved but the
atoms can switch bonds during the relaxation. We denote such changes as bond switch
in Table8.2. At lower temperature (1000 K and below) the relaxations are mainly
due to the small changes in the atomic positions and bond breaking occurs only in few
cases. At elevated temperatures, bond formations and dissociations occur for 3.38 % of
the atoms. The percentage of bond switching processes seems to increase significantly
from 0.65% to 2.56% on elevating the temperature from 2000 K to 3000 K.

Table 8.2: Relaxation with respect to bond changes. The numbers represent the
percentage of atoms undergoing the mentioned changes per jump.

T increase in CN| decrease in CN bond switch
300 K 0.04 0.04 -
1000 K 0.04 0.04 0.01
2000 K 0.24 0.23 0.65
3000 K 0.41 0.41 2.56

Table 8.3: Contributions (in percent) of the relaxations exhibited by Si-O-Si and
SiOy4 subunits by the projectional analysis. 'S’, 'B’ and 'Rot.” represent
the stretching, bending and rotational contributions, respectively and the
superscripts denote the symmetry of the motions.

T SiOy Si-O-Si

SA) | g(R) | B(R2) | B(E) | Rot. | S | S(Bl) | B(A) | Rot.
300K 1 1 11 10 77 1 0 18 81
1000K || O 0 9 14 | 77 0 0 17 | 83
2000K | 1 2 11 | 10 | 76 1 1 20 | 78
3000K| 1 3 11 9 76 2 1 21 | 76

In order to study the type of motions involved during the relaxations, we performed
the projections of the relaxation vectors onto the symmetry modes of the ideal Si-O-
Si (Cpy symmetry) and Si@(Tq symmetry) subunits, analogous to the mode analysis
for studying the vibrational properties (cf. chapter 7). The calculated contributions of
the motion involved in the relaxations exhibited by the subunits are shown in Table
8.2. The respective motions of the oxygen and silicon atoms in thg &id Si-O-Si
subunits mostly stem from rotation followed by bending. The rotational contribution of
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the Si-O-Si subunit decreases slightly with increase of the bending contributions with
increasing temperature. The contributions from the symmetric and anti-symmetric
stretching motions are not so significant. The contributions of Si-O-Si subunits are
similar to the modes corresponding to the boson peak region (cf. Ta)leHowever,

the bending contributions of the SiGubunits are quite significant for the case of
relaxations.

8.3 Correlation between Jumps

30 — ‘ ‘ ‘ ‘ ‘ ‘ ‘ ‘ — 10
300 K - 1000 K
1 11 1 | 1 175
20 f
15
10 f
’_n H {25
I LI,
5% | 2000 K . 3000 K .
& ] -
=) *15
10 f
— 1 10
6 | ]
15
O H T ’-|_H \'_‘ T T 0
06 08

0 02 04 1 0 02 04 06 08 1
CARO[j’r] CARO[j!j’]
Figure 8.5: The distribution of correlations between the successive jumps at different
temperatures.

Looking more closely at the active atoms, the relaxations are found to consist of collec-
tive jJumps of chains of atoms. These jumps are not uncorrelated events, but successive
jumps tend to involve the same atoms. As a quantitative measure, we calculate the
correlation between the jumps as

cel 1 = oSG 811)
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where | andj’ denotes successive relaxations. For reversible jumps}j, j']=1 and
for completely uncorrelated jumps one would get values of the order of 1/N.

Fig. 8.5 shows the observed distributions of all the correlation values averaged
over all the relaxations. At low temperatures (300 K and 1000 K) there exists a wide
distribution of the correlations. Extremely high-correlated jumps are mainly due to re-
versible jumps, whereas very low-correlated ones imply that the different parts of the
active regions of the system contribute to the relaxations at different times. In contrary
at high temperatures (2000 K and 3000 K), the jumps with very high and very low cor-
relations become rare. The former case is due to a strong drop in the potential energy
and hence, the possibility of having reversible jumps or highly correlated successive
jumps are removed. The latter case is due to the aggregation of different active regions
to form large complexes and thus decreasing the possibility of jumps with very low
correlations.

8.4 Heterogeneity

In recent years one particular aim of intensive experimental and theoretical studies of
relaxations in amorphous solids and liquids was to determine whether the relaxations
involve only groups of atoms or they are spread over the whole sy2@#03 204,
205]. While the first case is related to the heterogeneous scenario, the latter features
are homogeneous ones. Various investigations showed that the system becomes ho-
mogeneous at high temperatures for sufficiently long times, corresponding ¢to the
relaxation regimel20€,207]. In the intermediate time domain, corresponding to the
[ relaxation, the heterogeneity becomes more pronounced when the system is cooled
down [150.

A detailed picture about the atomic-motions in the relaxations can be obtained by
investigating the self part of the van Hove correlation functBa(R,t), defined as,

N
GERY = (1 3 3R~ Ri(1) ~Ri(O)). ©12

Ri(t) is the time-dependent position vector of atorand R;(0) corresponds to the

initial configuration. If all the atoms have the same mobility the van Hove correlation
function is a Gaussian one. However if atoms are trapped in cages or some are more
mobile than the rest, the resulting function will be a non-Gaussian one.

In Fig. 18.€ we show the time-dependent element-specific van Hove correlation
functions at 1000 K, 2000 K and 3000 K and at times 0.02 ns, 0.2 ns and 0.6 ns.
We observe that with increasing temperature, the atoms move over larger distances
as the particles have higher diffusion constants. A striking feature occurs at 2000 K,
especially for oxygen, where a formation of distinct peaks in the correlation function
has been observed. At still higher temperature (3000 K), these peaks develop into
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2000 K 3000 K

10°

Figure 8.6: Log-linear plots of the van Hove correlation functions of (a) Si and (b) O
atoms at different temperatures. The plots are for increasing time of 0.02
ns, 0.2 ns and 0.6 ns in each graph.
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weak shoulders. The existence of such peaks are direct evidence of the hopping pro-
cesses existing in the system that are more prominent for the oxygen atoms. The van
Hove correlation functions for the oxygen atoms exhibit a shoulder at 2.6 A for all the
temperatures whose positions correspond to the first peak in the O-O pair-distribution
function (refer Fig.l6.2 for details on structural properties). These jumps can be en-
visaged as defects corresponding to the one-fold or the three-fold coordination. One
also observes crowding of graphs at lower temperatures compared to the one observed
at 3000 K. These observations lead to the manifestation of the cage effect. At lower
temperatures the particles are unable to leave the cage formed by other particles that
surround them over the time scale studied in this simulation. However, at higher tem-
peratures (nearing the critical temperature) the particles have sufficient kinetic energy
to overcome this cage effect, hence, the motion starts to get more diffusional in nature.

4
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——— 0 (2000 K)

Si (3000 K) -
—-—- 0 (3000 K) y

()
N
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Figure 8.7: Log-linear plot of the non-Gaussianity parameter for Si and O at 2000 K
and 3000 K.

The non-Gaussianity parameter (NGP),
az(t) = (3/5) < RH(t) > / < R¥(t) >% -1 (8.13)

quantifies the deviation dbs(Rt) from a Gaussian form. Fig8.7/shows, in a log-

linear plot thea, at 2000 K and 3000 K covering a span of 3 decades. At very short
times the NGP is quite small and limiting to zero. In the intermediate time range (0.01
ns - 1.00 ns) the NGP increases with time. The limiting behavior for large times (not
shown here) has been studied for various other systems and usually the NGP tends
of NGP, hence, its a clear evidence that the oxygen atoms probe a more heteroge-
neous environment than the silicon atoms and can be attributed to smaller mass. For
sufficiently long times the non-Gaussianity becomes more pronounced for lower tem-
perature (2000 K) than higher one (3000 K) for both the Si and O atoms. This part of
work is documented in Ref2[L{.






Chapter 9

Two-Fold Rings in Silicates

Most polymorphs of silicates are formed by corner-sharing of the; $&@ahedra
with differing topology of the networks. However, there also exist structures like
stishovite P11] and W-silica [L33 containing Si@ octahedra and edge-sharing tetra-
hedra, respectively. The edge-sharing tetrahedral structures in pure silicates are quite
rare in nature. Recently, Car-Parrinello MD simulations of a dehydroxylated silica
surface showed the presence of edge-sharing tetrahkEghja Ve have also obtained
a small percentage of edge-sharing tetrahedra in (partially) amorphous structures ob-
tained by MD (cf. chapter 6).

Considerable interest has been focused on the study of edge-sharing®abe-
dra as defective centers in vitreous silica, which act as sites of high chemical reactiv-
ity [212,213/214,215. The occurrence of these edge-sharing units makes structures
geometrically constrained and results in an energy penalty. The lack of experimental
insight into the stability of these unusual features makes theoretical methods impor-
tant tools to investigate these strained systems. The knowledge of the energy penalty
presently rests on theoretical studies of mainly small clusters using the techniques of
guantum chemistryZ1€,217,21¢ and classical force field models based on quantum
chemical reference datd37]. Such calculations neglect the effect of the condensed
environment in which the strained part of the system actually resides. Calculations
on other solids showed the importance of electron correlation to allow a meaning-
ful comparison of calculated quantities like cohesive energy etc. with experimental
data P1922(. The most widely used approach is DFEJ2[,222,223. The attrac-
tiveness of this method for practical calculations results mainly from the speed with
which the computations can be carried out. Recently, Hamann used DFT based on
the generalized gradient approximation (GGA) to extract the strained energies of two-
and three- membered rings in models of a Si@twork 221]. The calculations gave
much smaller strain energies than previously estimated from HF calculations applied
to small hydrogen-terminated molecular mod2%6,217,21§. However despite the
large success in electronic structure theory DFT has the drawback that the results are
highly dependent on the chosen functional and cannot be improved in a systematic

133
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way. As an alternative one can use wave-function based quantum chemicadio
techniques (cf. chapter 5), which are free from these flaws and provide a large array
of methods of different accuracy and computational cost. In this approach one can im-
prove the calculation systematically by enlarging the basis set and by including more
terms in the expansion of the wavefunction, however at the price of a considerably
higher computational cost.

In the following we present HF SCF calculations and subsequent correlation calcu-
lations of the energy of edge-sharing tetrahedra and provide a comparison to the usual
corner-sharing tetrahedral system. We choose W-silicaxaqdartz as the model sys-
tems for edge-sharing and corner-sharing silicate systems, respectively. The total and
correlation energy per unit cell of W-silica andquartz were obtained using a finite
cluster and an incremental approach. Various non-metallic polymeric systems have
been studied previously using the finite-cluster approach, which yielded accurate re-
sults for geometries and energii §,224]. The incremental scheme has been used
to explore cohesive and geometrical properties of covalent s@@f 22€, semi-
conductors227,122C and ionic solids 22§ 229. Within the incremental approach,
starting from HF data obtained with a standard solid state program package as CRYS-
TAL [11§, the necessary correlation corrections to the total energy per unit cell of a
periodic system can be obtained as a sum over increments defined in terms of localized
orbitals. The correlation energy increments of well localized orbitals may be derived
from quantum chemical calculations on finite model systems.

Figure 9.1: Model of W-silica which is characterized by weakly interacting chains of
edge-sharing Si@tetrahedral units. Red and green spheres represent O
and Si atoms, respectively.
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Figure 9.2: Potential energy surface plotted with respect to the variations of the area
of a-b plane, where the ratia/b is constant and the lattice parametén

A

9.1 Applied Methods and Technical Details

W-silica as shown in Fig9.1has a body-centered orthorhombic crystal structure with
Ibam space-group, characterized by chains of edge-sharing teitahedra. Since,
these chains are interacting only by weak van der Waals forces, the geometry is mainly
determined by the lattice parametemn the chain direction, i.e., the Si-Si distances.
We have carried out series of all-electron calculations using DFT based on the GGA
of Perdew and Wang (PW91)44, 230 varying c over a range 4.2 A t0 5.2 A andb

were varied with fixed/b ratio to change the-b plane area by-5%. These calcula-
tions were performed using a new version of the CRYSTAL code, i.e., CRYSTAL2003,
which can optimize the fractional coordinates implicitiyif]. These calculations are
analogous to the ones by Hamar#2j] where the Si and O ion cores were repre-
sented by pseudopotentials. One can see in F@gthat the potential energy surface

is considerably flatter with respect &b variations compared to variation. This is
consistent with the fact that no significant change of energy and ring geometry could
be obtained by optimizing tha andb parameter as shown by Hamarié2j. Cal-
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culations with and without chain interaction at the minima show only a small energy
difference of~ 0.005a.u. Hence one can neglect the weak inter-chain interactions and
consider only a single chain for the calculation of geometries and energies.

9.1.1 Finite-Cluster approach/A simple approach

In principle, the total energl per [SbO4] unit cell of a single chain of W-silica may
be obtained as the limit

 E(SbnOunioH
E — jim £ r:‘r‘*z 4). (9.1)

n—oo

i.e., by performing calculations for increasingly long oligomers (&§BpO4)nH2. In
order to reduce the finite-size effects due to the termination of the oligomers by two OH
and H groups saturating the dangling bonds ob@&),,., one may consider instead

E = lim AE,

Nn—oo

= lim [E(Sin;204n16Ha) — E(SknOani2Ha)], (9.2)
i.e., the energy change between the subsequent oligomers differing by a single unit
cell. Therefore, identical unit cells were used as building blocks for both oligomers,
i.e., the geometrical optimization was restricted only to the parameters relevant for the
polymer. Eq. 9.2) was used for computing the energy per unit cell employing HF,
MP2 and CC levels of theory.

9.1.2 Incremental approach

The simple approach outlined in the previous section relies on the correlated calcu-
lations for the whole finite model system, i.e., all the valence electrons have to be
correlated at a time. For larger basis sets or more complex systems (as in the case
of a-quartz) this approach may become computationally too expensive. Therefore we
used an incremental approach based on localized orbitals. One of the prerequisites
for the electron correlation treatment within the incremental approach is a reliable HF
ground state calculation. We performed such a calculation using the periodic HF code
CRYSTAL 98 [11§]. Starting from the occupied canonical orbitals of a standard SCF
calculation localized bond orbitals are generated using a suitable criterion, e.g., the
Foster-Boys localization. The correlation energy per unit cell is expanded as given
in Eq. (.50 in Chapter 5. In order to get reliable results a size-extensive correla-
tion method should be used, although non-size-extensive schemes also may provide a
reasonable estimate. We used MP2 and CCSD for this approach for both the systems.
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9.2 Structure and Stability of Two-Fold Ring

Calculations on both the systems, i.e., W-silica anguartz were performed with 6-
31G** basis sets231,232]. Usually for polar polymeric systems, calculations using
the finite-cluster approach at the HF level may not be applicable due to the long-range
of Coulomb interactions. Nevertheless in case of W-silica the finite-cluster approach
seems to be accurate enough. ket 4, the HF energy per 80,4 unit is found to be
-877.6282 a.u. at the optimized geometry (cf. below). The Bloch-type function based
periodic HF code CRYSTAL 98 uses five parameters(ITOL1 to ITOL5) to determine
the accuracy of the integral evaluation with respect to the Coulomb and exchange se-
ries. For the default combination (6, 6, 6, 6, 12) the HF energy p&,Sinit is found

to be -877.6268 a.u. and for an even tighter threshold (10, 10, 10, 12, 26) a value of
-877.6278 a.u. in excellent agreement with the finite-cluster value is obtained. For the
HF calculations on the infinite system, using CRYSTAL, the most difkis&aus-

sian exponents of the original basis sets had to be increased due to linear dependency
problems. This led to exponents of 0.28 for oxygen (original 0.27) and 0.21 for sili-
con (original0.0778. We want to mention that the energy obtained using CRYSTAL,
shows a drastic dependence on th&aussian exponents. For the optimized geom-
etry and the tighter threshold the HF energy pexziunit is found to be -877.6513

a.u. with optimizedd exponents of 0.48 for oxygen and 0.72 for silicon. However for
the correlated calculations and for the comparison wituartz, we used the original
basis set as a lower value of the total energy per unit cell is obtained.

The correlation energy was calculated by subtracting from the MP2, CCSD and
CCSD(T) values the corresponding HF energy/ cell. In this manner we ensured that
no spurious contributions to the correlation energy arose due to the use of two differ-
ent basis sets. The cohesive energies were obtained by subtracting the corresponding
energies of the free ground state atoms from the energy per unit cell. These calcula-
tions were performed using the MOLPRO molecular orhdtalinitio program pack-
age [139/140,233. The energy per unit cell and the cohesive energy converge rapidly
with respect to the cluster size (cf. Fif.3). One findsAE; — AE3 ~ 107° a.u. (see
Eq. (9.2) for definition of AE,). An all-electron CCSD(T) (CCSD with a perturbative
contribution of triples) approach could not be used to complig due to the large
system size. The optimized geometry reported in Bid(a) and (b) and in Tabl@.1
was obtained by performing in turn several total energy calculations for various val-
ues of each geometric parameter and fitting the results by a least-squares procedure
to polynomials of suitable degrees. The computed lattice pararoaen.75 A is
in good agreement with the experimental value e of 4.72 A. However, the Si-O bond
length of 1.844 A determined in Ref133 appears to be un-physically large. This
bond length is even larger that those of three-fold coordinated O in stish@@ieds
was pointed out also in other theoretical studiE&]221]. Generally, our MP2, CCSD
and CCSD(T) structural values agree with those of a previous gradient-corrected DFT
study within 0.02 A and 1
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Table 9.1: Geometries of two-membered rings in W-silica.

Method C Si-O || Si-O-Si|| 0O-Si-O

A A ) ()
CRYSTAL SCF | 4.680| 1.643| 90.86 89.13

Finite cluster SCH| 4.717| 1.650| 91.28 88.72

MP2 4.744| 1.683| 89.62 | 90.38
CCSD 4.744| 1.676| 90.09 | 89.91
CCSD(T) 4.745| 1.680| 89.81 | 90.19
GGA? 4.757| 1.678| 90.3 89.7
ExptP 4,720 1.844| 79.6 | 100.4

a Reference22]].

b Reference133.

In order to perform a comparison of the stability of W-silica with respeatito
quartz, we performed correlated calculations for both systems on the same footing,
i.e., by using the incremental approach truncated at the same level of correlation incre-
ments. The experimental geomelRBE| was used fon-quartz, whereas the optimized
geometry at the CCSD level was used for W-silica (cf. above).

The HF ground state calculations were done using the CRYSTAL code. In order
to overcome the convergence problems due to too diffuse exponents and the resulting
near-linear dependencies we optimized the exponents of the most diffGaussians
of a 6-31G** basis set also fan-quartz as performed in Ref28¢. For O and Si
values of 0.28 and 0.21, respectively, were obtained. The exponents of thedingle
shell of O and Si were optimized to be 0.45 and 0.72 respectively. These d exponents
led to a lower total HF energy compared the to the original basis sets.

The exact equation for the infinite system, i.e., EBL.5() in chapter 5 is of little
use in practice. However, since electron correlation is a local phenomenon one may
derive Ecoir from a finite model system. Thereby changing the infinite sums in Eg.
(5.50 to finite sums up to a maximum order of increments given by the number of
bondsn in the finite system. It has been shown by previous calculations that usually
there is a rapid convergence of the many-body expansion with respect to the number
of atoms included and the integration error decreaseswittj220,237]. Therefore,
we restricted the expansion of the correlation energy per unit cell to one- and two-
body increments, and included the interaction between up to second-nearest neighbor
unit cells. The resulting finite clusters as shown in F@5 (a) and (b ), contain
30 and 57 atoms with dangling bonds saturated by hydrogens for W-silicaand
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guartz, respectively. We performed standard SCF calculations on the clusters in C
symmetry and localized the bonds according to the Foster-Boys critdrighwithin

the occupied valence space. Following the procedure described above we calculated
the correlation energy increments at the MP2 and CCSD level using the MOLPRO
molecular orbitakb initio program packagelBS 14(0,233. Computed increments to

the correlation energy are summarized in Te®@2 It is interesting to note that for
a-quartz the two-body increments amount to 69% and 65 % of the correlation energy
computed by the MP2 and CCSD methods, respectively.

4.75 T T T T 1.69

——a——~&8—*H
1.68 1
474 f 8

1.67

473 r

Si-0 (A)

1.66

Lattice paramter c (A)

472 r b
/\. 1.65 | o 0 @

4.71 ! ! ! ! 1.64
0 0
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Figure 9.4: (a) Lattice parametarand (b) Si-O distance of W-silica computed using
the finite-cluster approach, plotted as a function of the number unitrcells
(filled circles, squares, crosses and diamonds represent HF, MP2, CCSD
and CCSD(T) results, respectively).

The correlation contributions to the cohesive energiesifquartz were obtained
asEgon = Egglig — Yi Egtomi Per SiQ unit. The results are shown in Tatfe3 for
different theoretical methods. For the best method, i.e., CCSD, we obtain 88% of the
experimental cohesive energy, which amounts<te/% of the "experimental” cor-
relation contribution to the cohesive energies (defined as the difference between the
experimental cohesive energy and the SCF value). DFT using the local density ap-

proximation (LDA) overestimates the cohesive energy by 18%.
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e Al

(b)

Figure 9.5: Finite clusters of 30 and 57 atoms of (a) a chain of W-silica andx(b)
quartz, respectively, which are used for the incremental approach. The
reference cell is represented by red-colored spheres and the environment
by light ones. Here the small-, medium- and large-sized spheres represent
H, O and Si atoms, respectively.
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Table 9.2: Various increments to the correlation energy per unit cell (in Hartrees)
for W-silica anda-quartz. 1NN and 2NN stand for nearest and next-
nearest neighbors, respectively.

W-silica a-quartz
Correlation treatment MP2 CCSsD MP2 CCSsD
One-body -.261366| -.336929| -.327725| -.419682

Two-body (INN) || -.535584| -.565459| -.692420| -.738037
Two-body (2NN) || -.016056| -.019333|| -.037162| -.044587

In Table9.4 we present the relative energy pep@j unit for two-fold rings with
respect tax-quartz. Our HF value seems to be much higher compared to the values in
Referencesd16,217,227). These calculations were done on small clusters which lack
the strain effect of the environment due to successive edge sharing units. Correlation
also seems to play an important role for the stability of these edge-sharing systems. A
DFT study using a GGA functional gave a much lower relative ene2@d][ In our
calculations, by considering MP2 correlation contributions the stability increased by
65%, whereas upon inclusion of CCSD correlation increments the stability increased
by 73%. The most sophisticated correlation approach used in our study based on
CCSD gave a strain energy of 0.0427 a.u., even less compared to the one of 0.0452
a.u. obtained by a previous DFT calculati@21].

We conclude that edge-sharing Sitetrahedra in (partially) amorphous Si€ys-
tems are possible at a modest energetic expense. This part of work is published in
Ref. [239.

Table 9.3: Cohesive energies per Si@nit (in a.u) ina-quartz at different the-
oretical levels. The percentage of the experimental value is given in
parentheses.

. HF HF+MP2 | HF+CCSD| LDA® | Expt |

507 (72%)]| .598 (85%) | .618 (88% )| .824 (118%)| .706 |
a Reference239.

b Reference153.
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Table 9.4: Relative energy of a $D4 unit for various systems with respectde
quartz (in a.u.).

Method System AE
HF W-silica .156
MP22 W-silica .0547
Ccsp»? W-silica .0427
GGAP W-silica 0452

HFS || HaSibOg (Con) | .0849
HFY | H4SibOg (Cop) || .0673
HF® H4Si>O2 (Dop) || >.1058

HFf H14SigO2s5 .0680
a This work.

b Reference221].
¢ ReferenceZ1§.
d ReferenceZ17).
€ Reference21§] [Relative to HSizO4 (Dan)]-
 Reference227].







Chapter 10

Summary and Outlook

In this thesis we present an investigation of static and dynamic properties of zeolite
ZSM-5-based (partially) amorphous materials. The partially amorphized structures
were obtained by quenching configurations, which were generated by heating the
ZSM-5 crystalline structure using MD. Our simulations gave a detailed account of
many significant structural properties at the microscopic level which explain the modi-
fied properties and applications of these low crystalline and amorphous materials. The
simulations showed that the elementary building blocks are distorteglt8i@ahedra
which are mainly connected by corner sharing. A small percentage of edge-shared
tetrahedra are also present in the simulated structures. Two-body structural correlation
was analyzed by pair-distribution functions and showed the average bond distance be-
tween Si and O atoms to be about 1.62 A. Si-Si and O-O distances correspond to 3.19
A and 2.61 A, respectively. Three-body structural correlation was analyzed by bond
angle distributions and supports the presence of mainly corner sharing tetrahedra in
the network along with a small percentage of edge-sharing ones. The extent of amor-
phization was quantified by the parameter "percentage of energy crystallinity”. Crucial
properties like coordination number distribution, effective internal surface area, ring
size distribution and effective pore size are found to be a functional of the extent of
amorphization. Amorphization leads to a collapse of the framework which reduces
for large species the porosity of the system and brings about a closure of large-sized
rings and channels. Whereas for larger species the effective internal surface is reduced
by this process, it is increased for smaller species, probably due to the increase of the
amount of under-coordinated atoms and the generation of smaller rings from larger
ones. Hence, it can effect properties like ion exchange and steric effects on reactions.
In the amorphous phase 5-fold and 6-folds rings contribute most to the ring distribu-
tion followed by 4-fold, 3-fold and 7-fold rings, however, due to irregular ring shape
the pores provided by 5-fold and especially 6-fold rings appear to be relatively small.
Vibrational densities of states were calculated by Fourier transformation of the
velocity-autocorrelation function and by the diagonalization of the dynamic matrix.
The element-specific contributions show that the oxygen atoms participate more signif-
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icantly than the silicon atoms, however the contributions of the silicon atoms become
quite remarkable for the peak obtained near 24 THz. By means of the eigenmode anal-
ysis it was shown that in general both silicon and oxygen atoms exhibit motions which
are perpendicular to the Si-O bonds. However oxygen atoms have also significant con-
tributions for their motions parallel to the bonds. The contribution of the individual
modes to the specific heat has been analyzed and the pligt/a with respect toT

shows a maximum around 15 K.

The vibrational analysis was done in order to get an insight into the nature of vibra-
tional modes, the degree of mode localization and the phase relation. We found that the
localized modes are centered in the high-frequency region whereas the quasi-localized
states are in the low-frequency region. The phonons in the low-frequency region are
mainly acoustic in character whereas those of the high-frequency region are optic-
like. Projection of the eigenmodes onto the vibrational symmetric vectors of Si-O-Si
and SiQ structural subunits suggests that for both structural subunits the asymmetric
stretching motions dominantly contribute to the high-frequency region. The symmet-
ric stretching motions of Si-O-Si subunits contribute mostly for the peak at 24 THz in
the mid-frequency region and for the peaks between 30 THz and 40 THz in the high-
frequency region for the Sisubunits. The rotational and bending motions mainly
contribute for the low- and mid-frequency region. Analysis of the dependence of the
vibrational DOS with respect to the degree of amorphization reveals that besides an
overall smoothening of DOS the high-frequency modes are more drastically affected
compared to the low-frequency ones.

Analysis of the low-frequency excitations show that for higher crystallinity the in-
tensity of the boson peak decreases upon amorphization, whereas the opposite behavior
is observed for forms with lower crystallinity. The former effect is associated with a
decrease of the concentration of 10-fold rings and a general lowering of symmetry by
puckering of large rings. The latter behavior is related to an increasing participation of
under-coordinated centers in the relevant low-frequency motions. Both observations
can be explained in the framework of Maxwell counting of floppy modes. The modes
associated with the boson peak for these materials are found to be mainly optic in
nature.

The investigation of relaxational properties were restricted to the secondary pro-
cesses occurring at the temperatures corresponding to 300 K, 1000 K, 2000 K and
3000 K. At higher temperatures (2000 K and 3000 K), the configurations show a sharp
drop in the potential energies during aging and reflecting the possibility to visit far-
ther away minima increases. At low temperatures (300 K and 1000 K), the relaxations
are mainly due to the small changes in the positions of the atoms. Bond creations
and annihilations become significant at higher temperatures (2000 K and 3000 K).
The localization of the relaxations was studied using participation ratios and effec-
tive masses. We found that participation ratios and jump lengths increase with the
increasing temperatures. The structure of the relaxation was quantified by the dimen-
sionality of the jumps. At low temperatures the relaxations consist of chains of atoms
that are mainly one dimensional. The dimensionality of the jumps increases with the
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temperature due to side-branching of the chains. There exists a wide distribution of
correlations between successive jumps at low temperatures. On increasing the temper-
ature we found very high and very low correlated jumps becoming rare. The former
fact is due the sharp drop in the potential energy occurring during relaxations making
reversible jumps to become rare events. The latter is due to the aggregations of various
active regions to form large complexes. Analysis of the heterogeneity in the relaxations
occurring in these systems was performed by the van Hove correlation function and
the non-Gaussian parameter. The van-Hove correlation function specially for the O
atoms exhibits peaks, which are characteristic for the hopping processes. The analysis
of non-Gaussianity parameters shows that the oxygen atoms probe a more heteroge-
neous environment than the silicon atoms and probably attributed to the smaller mass
of oxygen atoms. For a longer time scale at low temperature (2000 K) the dynamics
becomes more heterogeneous than at the higher one (3000 K). Caging effects are also
found to be more prominent at lower temperatures.

We have performed a comparative study on periodic W-silicacendartz based
on correlatedhb initio electronic structure calculations. The former compound is con-
sidered as a model system for edge-sharing; $&@ahedra silicates and the latter for
corner-sharing ones. Periodic HF theory was used to obtain the mean-field results. The
finite-cluster and the incremental approach were used to determine correlation effects
in W-silica anda-quartz. For the finite-cluster approach, the geometry as well as the
energy per unit cell seem to converge rapidly. Our optimized geometry supports the
claim of a previous DFT study that the experimentally available Si-O distance is ab-
normally large and might be incorrect. Forquartz we have obtained at the CCSD
level around 88% of the experimental cohesive energy using a 6-31G** basis set. The
remaining error may be partly due to the lack of higher polarization functions in our
one-particle basis set as well as the absence of triple excitations.

Our results and those available from literature predict the strain energy associated
with the two-fold rings to depend highly on the chosen model system as well as on
the method. Correlation contributions seem to play an important role for the relative
stability of the edge-sharing units with respect to corner-sharing ones. HF calculations
done solely on the infinite W-silica system gave a strain energy of 0.156 a.u. much
higher than the relaxed finite-cluster calculations. Correlation contributions reduce this
result by about a factor of three. The most sophisticated method, i.e., CCSD, gave a
strain energy of 0.0427 a.u, even slightly lower than the value of 0.0452 a.u. obtained
by a previous DFT calculation. We conclude that edge-sharing 8@ahedra in
(partially) amorphous Si@systems are possible at a modest energetic expense.

Since the success of MD depend on applied potential it will be worth to re-investigate
these properties using other potentials. The available potentials for pure silicate sys-
tems are that of Vashish&t al [165], Oumi et al [24(, etc. An even deeper insight
into catalytic properties of real system can be obtained by using H-ZSM-5 for the sim-
ulation. Recently, ZSM-5 based materials with XRD crystallinity levels as low as 2%
exhibited superior catalytic performance in skeletal isomerization of linear butenes to
iso-butenes8]. This was ascribed to the decrease in the extend of the alkene inter-
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conversion and H-transfer reactions (reduced acidity) occurring as a consequence of
decreased zeolitic pore-length. Zeolite ZSM-5 has 12 distinct site for substitution of
Si by Al. There exist numerous theoretical studies in order to determine the most fa-
vorable position of Al in crystalline ZSM-52141,242,243. The model of crystalline
H-ZSM-5 can be build from these information. In order to model H-ZSM-5 and its
derived system the pair-potential of Kranmetral [125] can be used. The method used
in this thesis can be used to generate the (partially) amorphous structures correspond-
ing to different extent of amorphization. Further the active site containing Al centers
can be cut out with a few layers of environment and the geometry can be allowed to
relax within the combined quantum mechanics and molecular mechanics (QM/MM)
approach244,245. Brgnsted acidities of the active sites can be studied which signif-
icantly influence the occurrence of the above mentioned reaction.

Finally, the results presented in this thesis are mainly predictions using theoretical
model, it will be dream-coming true to see that these are confirmed by experiments in
future.
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