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ABSTRACT

We have studied the e ect of di usion on the dynamics of desoption on a lattice-gas
model

The chemical potential during the adsorption phase was vamd in order to vary
the initial size distribution for the desorption phase. The e ect of diusion on the
size distribution dynamics during the desorption process s observed by turning the
di usion on and o while keeping the chemical potential duri ng desorption constant.

We study the e ect of di usion on correlation length during t he desorption process.
We also compare size distribution dynamics without and withthe application of di usion
and study the e ect of di usion on the size distributions at g iven coverages.

During the desorption process, the correlation length inceased up to a maximum
and then decreased. We found that di usion tends to increasecorrelation length at any
given coverage. However di usion increase correlation legth by very small percentage
in the regime where correlation length is decreasing, and kirease it more signi cantly
when the correlation length is increasing.

When the correlation length of the initial con guration is | arge, the correlation
length during the desorption only increase slightly at initial coverages and decrease for
the most part. As a result, diusion only increase correlation length insigni cantly
during the whole process.

When the correlation length of the initial con guration is s mall, the correlation
length increase during a signi cant part of the process. As aresult, di usion increase
correlation length signi cantly during the process.

By studying the size distributions at some coverages duringhe process -before and
after di usion- we found that di usion tends to shrink large clusters and grow or create
small clusters. When the clusters growth or creating of new lusters by di usion is
small, the increase of correlation length by di usion is smdl and large otherwise.

We study Bromine and Chlorine chemisorption on a Ag(100) suface, using a lattice-
gas model and the quantum-mechanical Density Functional Tkeory (DFT) method.
In this model the Br and CI ions adsorb at the fourfold hollow stes of the Ag(100)
surface, which can be represented by a square lattice of adgaion sites. Five di erent
coverages were used for each kind of adsorbate. For each adsate and coverage,

Xiii



we obtained the minimum-energy con guration, its energy, and its charge distribution.
From these data we calculated dipole moments, lateral inteaction energies, and binding
energies. Our results show that for Br the lateral interactions obtained by tting to
the adsorption energies obtained from the DFT calculation ae consistent with long-
range dipole-dipole lateral interactions obtained using he dipole moments calculated
from the DFT charge distribution. For Cl we found that, while the long-range dipole-
dipole lateral interactions are important, short-range attractive interactions are also
present. Our results are overall consistent with parameterestimates previously obtained
by tting room-temperature Monte Carlo simulations to elec trochemical adsorption
isotherms [I. Abou Hamad et al., J. Electroanal. Chem. 554 (B03), 211; Electrochim.
Acta 50 (2005), 5518].
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CHAPTER 1

INTRODUCTION

Adsorption, desorption, and di usion of adsorbate particles on lattices has been exten-
sively studied [1{21]. One of the early theoretical studiesby Honig [1] is based on
a model in which adsorption occurs on a xed number of de nite sites in which the
coverage is limited to one monolayer and the gas above the ldte consists of a single
species. Using a statistical mechanics approach, he addsed the problem of calculat-
ing adsorption isotherms, i.e. specifying the coverage at @iven temperature and gas
pressure taking lateral interactions into account. On the mmputational side, Abraham
and White [2] applied the Honig model to vapor deposition on tvo-dimensional lattices
where the fundamental atomic processes areondensation, evaporation and migration
of adsorbed atoms (adatoms). to neighboring sites. Gilmeret.al. [3, 4] developed a
computational method that takes advantage of the fact that some of the atoms on
the surface have a higher probability to evaporate, conders, or migrate, than others.
Bartelt et.al. [5] made an island-by-islandin situ observation of the coarsening pro-
cess by Ostwald ripening. They wanted to understand how each island behaves in
response to its surroundings. Here, atoms detach from smalklands, diuse through
the two-dimensional gas surrounding the islands, and eventally attach to larger is-
lands. Frank et.al. [19, 20] studied the e ect of nearest-neighbor di usion on the
kinetics of phase transformations. By varying the lateral d usion rate while keeping
the chemical potential at a constant value, they studied the e ect of di usion on the
dynamics with the help of simulations and the Kolmaogorov-Jdinson-Mehl-Avrami the-
ory [23{25]. Rikvold et.al. [6] applied the lattice-gas model approach to obtain e ectve
lateral adsorbate-adsorbate interactions by comparing mdel results on underpoten-
tial deposition of copper on gold with experiments performel at or near equilibrium.
Hamad et.al. [18] applied an equilibrium lattice-gas model for the electosorption of ClI
on single-crystal silver (100) surfaces Ag(100). By tting the Monte Carlo simulations

1The growth of larger clusters at the expense of smaller clusters [22].



to experiments, they extracted parameters such as the nextearest-neighbor lateral
interaction energy nnn-

1.1 Monte Carlo Simulations and Density Functional
Theory

In Monte Carlo simulations, we start with an initial con gur ation and propose the
next con guration, which is accepted with a given probability. The probability can be
determined by any arbitrary rules, or by a relevant Hamiltonian corresponding to the
physical system under consideration

To accept a proposal with a probability, or to pick a con guration we are going
to propose, requires that we draw pseudo random numbers usina random number
generator. Hence the term \Monte Carlo" [26]. We propose a sigle move of a particle
or a group of particles away from the current con guration. (A single move of a particle
is su cient to create a new con guration). Because each new o©n guration that we
propose has a strong correlation with the previous one, we daot have to record every
step. We can record evenl ? step, for example. (Here,L? is the size of the system). It is
important to note that the next con guration is always count ed as a new con guration
regardless of whether the proposed move is accepted or not.oSf we propose a new
con guration, and it is rejected, then the next con guratio n would be the same as the
current one.

In Density Functional Theory (DFT) calculations we calculate the total ground-state
energy of a system by minimizing it with respect to the election density. Two important
guantities that can be obtained from DFT calculations, therefore, are the total energy
and the electron density distribution.

In DFT we calculate total energies and electron densities obpeci ¢ con gurations.
By calculating some important representative con gurations, we can t our model to
the results and obtain estimates of parameters necessary fd1C simulations.

1.2 Organization of Dissertation

Our work consists of two di erent projects: (1) Kinetic Mont e Carlo studies of a
lattice-gas model, and (2) parameter estimation by DFT calalations for a lattice-gas
model. In the rst project we study the e ect of di usion on th e cluster size dynamics,
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Figure 1.1: Connections between Monte Carlo simulations, BT, and Experiments

while in the second project we calculate the lateral interation energy constants and
binding energies of Cl or Br on Ag(100) by tting a lattice-ga s model to DFT calculation
results. The rst project is described in Chapters 2 - 5, and the second is described in
Chapter 6.

In Chapter 2 we discuss the general description of a latticayas model. Here, we
concentrate on how we analyze the con gurations generated Yo applying a lattice-gas
model. The dynamics involves adsorption, desorption, and dusion on a square lattice.
The simulation produces a chain of con gurations, each of with characterized by a
cluster distribution. We establish methods to measure the aerage properties of the
con gurations, such as correlation length and mean clustersize, and the details of the
cluster size distribution in the form of number density histogram plot. We discuss the
appearance of percolation and focus our attention on the dyamics at coverages below
the percolation-threshold .

In Chapter 3 we discuss the method to generate the chain of cogurations. We
discuss the Ising model, which can be mapped to a lattice-gasiodel. For convenience
we maintain the Ising language throughout this chapter. In Ising language, adsorption
and desorption corresponds to spin- ip, and di usion corresponds to spin-exchange. To
illustrate the dynamics of a single spin- ip model, we disciss Glauber Dynamics, and we
discuss the Kawasaki Dynamics for a spin-exchange model odining the rst indications
of the e ects of di usion on the dynamics. We nd that there ar e two di erent e ects of
di usion on the Glauber adsorption dynamics. The di usion c an speed up adsorption
or slow it down. In the Kawasaki dynamics, we learned the e ed¢s of di usion on the

2Here a cluster is de ned as a contagious collection of sites. A percolating cluster is de ned as a
cluster that spans from edge to edge either horizontally or v ertically



cluster size distribution. To obtain a simulation that is cl oser to a real system, we
introduce energy barriers in the system. The use of rejectin-free Monte Carlo methods
is discussed in the last part of the chapter.

In Chapter 4, we concentrate on the e ect of di usion on the dynamics of the cluster
size distribution during desorption from an initial con gu ration generated by adsorption.
The di erent e ects of di usion seen in the adsorption dynam ics are included by varying
the initial con gurations. The dynamics of the cluster size distribution is generated
by the desorption process, and we keep all simulations at thesame (relatively weak)
chemical potential, the same di usion rate (for simulations with di usion), and also the
same low temperature.

In Chapter 5, we discuss the e ects of di usion on the dynamics of the cluster size
distribution during desorption when the initial con gurat ions are generated arti cially.
Here, we apply the same methods developed in Chapter 4, but Wi arti cially prepared
initial con gurations in which the size distributions can b e changed to emphasize the
e ects of di usion on certain size distributions.

In chapter 6 we discuss the application of Density FunctionalTheory for a lattice-
gas model of Br and Cl chemisorption on Ag(100). We t the lattice-gas model to
the adsorption energies obtained from the DFT calculationsto obtain the next-nearest-
neighbor lateral interaction energy nnn and the single-site binding energyE,. We
compare the nn from the tting with the calculation based on charge transfer function
also obtained from the DFT calculation.

In Chapter 7 we summarize and discuss the conclusions.



CHAPTER 2

LATTICE GAS MODEL

2.1 Introduction

The focus of our research is the e ect of di usion on the dynamics of distributions of
particles adsorbed on a surface. The dynamics of particle dtributions can be viewed as
the change of con gurations with time. The con gurations ar e created by adsorption,
desorption, or di usion.

The simplest kind of model for adsorption, desorption, and dusion on a surface is
a lattice-gas model. The term \lattice gas" was rst introdu ced by Yang and Lee [27]
to describe a collection of atoms, which can occupy only digete positions in space that
constitute a lattice structure. We limit our study to system s in which each site can be
occupied by at most one atom. In this model, we de ne the occupncy number ¢ ,

1 when site (;j ) is occupied

0 otherwise (2.1)

Gj =

The surface is then modeled by a lattice where each site is mked as either occupied
or unoccupied. Therefore, adsorption is the process of ocpying an empty lattice site
by a particle, while desorption is the opposite. Di usion can be viewed as desorption
from an occupied site followed by adsorption on a neighborig site. In our study, we
work with square lattices with a total number of sites N = L L with periodic boundary
conditions.

The total number of adsorbed particles is given by

X %
Np = Gj (2.2)
i=1 j=1

The coverage (or particle concentration) is de ned as



= W" (2.3)

2.2 Random Con gurations

In the simplest approach, the particles are not mutually interacting. The only limitation
is that each lattice site can be occupied by at most one partite at a time. In this case, the
way to adsorb, desorb, or di use particles on the surface istirough random adsorption,
desorption, or di usion. Any application of additional rul es for the particle distribution
requires some sort of interaction.

The objective is to create a series of random con gurationsstarting from an empty
lattice up to a coverage cut-o close to = 1:0. To achieve this, we use the simplest
way of creating random con gurations, which is random adsoption. The algorithm for
random adsorption is as follows:

1. Start from an empty lattice.

2. Choose a lattice site randomly.

3. If the site is unoccupied, place a particle. If not, do nothng.
4

. For each attempt, increase time with one unit regardless Wether the attempt is
successful or not.

We set up a square lattice, with L = 256. We run 100 simulations in which we
record the time interval for every xed interval of  and average the result$. Figure 2.1
shows a plot of coverage versus time for random distributionafter averaging over 100
runs. Here the unit of time is one Monte Carlo Steps per Site (MCSS), where one
MCSS means that each site is visited one time on average. Forlattice of sizeN = L?,
one MCSS is equal toL? attempts. The gure shows that the time to increase the
coverage by a given amount increases with increasing covega, as the attempt to nd
an empty site is becoming more dicult. The function (t) =1 exp( t) ts well
to the simulation result. This is veri ed theoretically as f ollows. We assume that the
change of the number of occupied sitesIN=dt is proportional to available empty sites
at time t,

dN
— = k(L? N); (2.4)
dt

! Alternatively we can record the coverage for every xed interval of time and average the results.
We obtain identical results either way.




multiply both sides with 1 =L2,

=k@ ) (2.5)

and integrate to obtain

=1 exp( kt): (2.6)

0.8 .
0.6
0.4

0.2

Data ——=—

B(H)=1-exp(-t) -
Time (MCSS)

Figure 2.1: Coverage, (t) for random adsorption. The adsorption is faster

at the beginning and becomes slower as the number of empty & decreases,

hence making the attempt to adsorb more di cult. The theoret ical function
(t)=1 exp( t) ts well to the result of the simulation.

As shown in Fig. 2.1, tting the function to the data gives k = 1 as expected. Fig. 2.2
gives a few snapshots of surface con gurations at several gerages. As a visual aid,
we colored the largest cluster dark, which gives us a rough Bk about the sizes of
the clusters. The size of the largest cluster increases sldyvuntil the system reaches
a coverage window where a spanning cluster suddenly appearg\fter that, the whole
lattice is dominated by the largest cluster.



Figure 2.2: Some snapshots of random distributions, takenta (A) = 0:58,
(B) =0:59,(C) =0:60, (D) =0:61.

2.3 Adsorption with a Simple Rule

Our goal is to study physical systems in which there are inteactions between the par-
ticles. The interaction can be attractive or repulsive, shat-range or long-range. In
our lattice-gas model, particles are being adsorbed, desbed or di used with a certain
probability. The interactions, therefore, are manifested through these probabilities.

Here we model attractive nearest-neighbor interactions uimg a simple rule. We ad-
sorb a particle on an empty site with probability p = 1:0 when there is at least one
particle at a nearest-neighbor site, andp =1 cor (which is a number less than one)
otherwise. We call this method of distribution correlated distribution. Furthermore, to
study the e ects of randomness on the distribution, we modelthe system as a competi-
tion between random distribution and correlated distribution. The competition is done
by distributing the particle randomly with a probability r and with a correlation with
a probability 1 r. The algorithm is as follows.

1. Start from an empty lattice.



Choose a lattice site randomly.
Generate a random numbery,.

If qu is less thanr, and the site is unoccupied, place a particle and go to (8).

a > w DN

If op is equal to or larger than r and the site is unoccupied, check the nearest
neighbors. If there is at least one site occupied among the aeest neighbors, set
p=1:0, otherwise setp=1:0 cor.

6. Generate another random numberg,
7. If @ is less thanp, place a particle. Otherwise do nothing.

8. For each attempt, increase the time by one unit regardlessvhether the attempt
is successful or not.

T (MCSS)

Figure 2.3: Coverage (t) for adsorption with a simple rule with 1 cor = 0:005.
r = 1:0 gives a random distribution. Smaller r gives less randomness and
stronger correlation.

Figure 2.3 shows (t) for various values ofr with xed 1  cor = 0:001. We include
r = 1:0, which gives a random distribution (no correlation), and r = 0:1;0:01, and



C D

Figure 2.4: Some snapshots for adsorptions with simple rulgaken at = 0:55
for (A) r =0:001, B)r =0:01,(C)r =0:1, (D) r =1:0. The simulations were
done at 1 cor =0:005.

r = 0:001 for stronger correlation. From this gure we see that inaeasing the correlation
(by decreasingr), changes the shapes and the time scales of the graphs. Figs 2.4
shows some snapshots from the simulations. As before, therlgest clusters are colored
in a darker shade as a visual aid. The snapshots show that lesandomness and more
correlation result in more compact clusters

2.4 Measurements

2.4.1 Correlation Function and Correlation Length

In our lattice-gas model, two sites are correlated if they hae the same state, or
anti-correlated if the have opposite states. Two occupied ites or two unoccupied sites
are correlated, while an occupied site and an unoccupied stare anti-correlated. To
accommodate these possibilities, we de ne a quantity analgous to the Ising spin

10



1 when site (;j ) is occupied

1 otherwise (2.7)

s(i;j) =
The correlation between two sites (;j ) and (i%j9 is s1(i;j )s2(i%j 9. With this expres-
sion, we de ne the correlation function ( k),

00 1 0 1,1
1 1% R
(= 58027 7 Sij)(s(i+ ki) + sij + DA @ si)A A;

=1 j=1 i=1 j=1
(2.8)
where 0 k L=2. For k =0 Eqg. 2.8 reduces to

@= @a ) (2.9)
where is the coverage. The range of (0) is O< (0) < 0:25.
The normalized correlation function is

k= LK. (2.10)

© "
The correlation length is estimated from the inverse of the initial slope of the nornalized
correlation function (k), which for the discrete case in our lattice-gas model is wtten
as

1
T (2.11)
In our study of the di usion e ects, we know that di usion ess entially works on the
interfaces of clusters. In a lattice-gas model, the interfae of a cluster is measured by
the number of broken bonds on that cluster. The larger the nuniber of broken bonds on
a cluster, the greater the number of possible di usion evens. Equation 2.12 [28], used
to estimate correlation length, gives a relation between tle correlation length and the
number of broken bonds, which is an indication that correlaion length is important in
our study on the e ects of di usion.

_4a ),

— (2.12)

Here, s is the total number of broken bonds at a given coverage, and N = L
L is the size of the lattice. The detailed derivation of the fomula can be found in
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Appendix A. Figure 2.5 shows an example of correlation-funtton and correlation-
length measurements. Here we run simulations with a simpleule with r = 0:0001 and
1 cor=0:0001.

0.25 ‘ ‘
| 6=0.16 ——

0.2 H 0=0.45 ]
"\ 6=0.55 -~

0.15 ™ 6=0.84 - 1

=
= Ol wr ]
0.05 |
0 2 E=40(1-0)/(s/N) === '
-0.05 : : ‘ ‘ ‘ 15 ‘ E=1/(1-y(1)) ——
0 5 10 15 20 25 30 0 02 04 06 08 1
k (r/(1at.const)) 9
A B

Figure 2.5: (A) Correlation Function for several coverages =0.16, 0.45, 0.55,
and 0.84. (B) Comparison of correlation lengths from Eq. 2.11 and Eq. 2.12.

2.4.2 Cluster Labeling

One important measurement on a con guration is cluster couning in which we count
the number of clusters and list the size of each cluster. Fronthis list, we extract mean
cluster size, cluster size distribution, diversity, and many other quantities. To generate
this list, we employ the Hoshen-Kopelman algorithm of cluser labeling [29]. To execute
the algorithm we need three main arrays: (1) site-label arrg I(i;j ) (Eq. 2.13), (2) cluster
label array u(i;j ) (Eqg. 2.14), and (3) proper label array p(l) (Eqg. 2.15).

—— 1 when site (;j ) is occupied
(i53) = 0 otherwise (2.13)
..y _  Cluster label, when site {;j ) is occupied
u(izj) = 0 otherwise (2.14)

8
< next lower cluster label when the label
p(l) = | belong to a multilabeled cluster, (2.15)
0 when the labell is the lowest label of the cluster
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The algorithm is as follows

1. Start by labeling the bottom left corner of the lattice by zero if it is unoccupied
and 1 if it is occupied with the help of the site-label array I(i;j ). Scan the rst
row to the right. If an occupied site is connected to the prevous occupied site,
assign the same label as the previous site. If not, assign a welabel. Store the
label in the cluster label array u.

2. Scan the rst column of the lattice the same way, starting from the second row
going up to the last. Store the label in the cluster label array u.

3. Scan the remainder of the lattice row by row starting from the second row. But
this time we compare each site with the site to the left and bebw. Usem =
I 1;j) I(i;j 1) to check if both sites are occupied. Ifm =0, we continue
the scan, and ifm = 1 we proceed to check the labels of the two sites. If they are
di erent, choose the lowest label, and store it in the cluste label array u.

4. Scan the lattice for the second time, this time identifying clusters that have more
than one label, and relabel the cluster by the lowest label vth the help of the
proper label array p. Also identify and correct the label of clusters separated
by the edges, thus taking care of the periodic boundary condions. Store the
corrected labels in the cluster label arrayu.

Figure 2.6 shows a cluster that has more than one label (in thdé case, the lowest
label is 2). The dark colored part of the cluster shows the parwhere multiple labels
start to appear. Because we are labeling this cluster row byow (in this case we start
from the bottom) and check the site to the left and below, the dsconnected site to the
right will be assigned a new label. Because of this new labethere is a chance that
we will encounter a site where the left and below sites have dérent labels. Here, we
choose the lowest of the two, and proceed with the labeling grcedure until the whole
cluster is labeled. The end result is a cluster that has morehan one label.

To correct the multilabel, we create an array of proper labet (Eqg. 2.15). The initial
value of the elements of this array is zero. And if all clustes have been labeled properly,
the value of all the elements should be zero or stay zero. At te second scan, when we
encounter a cluster with multilabels, the element of the prger label array corresponding
to the site with the lowest label is set to zero. The element fo the site corresponding
to the next label is assigned with the lowest label, and the ngt with the second lowest,
and so forth. For example, if a cluster has three labels, 23 and 4, the corresponding
proper label array elements would be: p(4) =3, p(3) =2, and p(2) = 0.

By means of this proper label array, the lowest label for eacimultilabeled cluster can
be found and the cluster can immediately be relabeled propéy. During the relabeling

13



(A)

(B)

Figure 2.6: (A) a single cluster that has more than one label.(B) a portion of
the cluster in (A), where we show examples of how the multilakeling starts.

process, the cluster size corresponding to each proper labis counted, and after the
counting the corresponding labels in the cluster label arrg u are labeled properly, and
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the corresponding elements in the proper label arrayp are set to zero. Now the cluster
label array (Eq. 2.14) contains the proper labels and we can enerate the cluster size
list, and since the indices of this array are the coordinate®f each site, this array is also
useful for many cluster calculations (e.g. nding the spannng cluster).

2.4.3 Mean Cluster Size

Now that we already have the cluster size list, we can do someseful cluster mea-
surements. One important average property of the con guraion is the Mean Cluster
Size S. The explanation of the meaning of the mean cluster size is afllows [30]. For
Ns clusters containing s occupied sites each,

Ns
L2
is the number of suchs-clusters per lattice site. Hence,nss is the probability that a
randomly chosen site belongs to ars-cluster, and the coverage

X
= nss; (2.17)
S
is the probability that it belongs to any cluster, i.e., that it is occupied. Thus, the
probability that the cluster to which an arbitrary occupiedsite belongs contains exactly
s sites is:

Ns = (2.16)

NsS
ws = P2 (2.18)
NsS
S
The mean cluster sizeS which we measure in this process of randomly hitting some

cluster size is therefore

X

S = WsS
P

NsS?

- P (2.19)
NsS

Another way of calculating an average cluster size is
P
NsS
S= pPs >=: (2.20)

sMNs
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Figure 2.7: An example of (A) mean cluster sizeS, (B) percolation sus-
ceptibility  from a simulation with the simple rule with r = 0:001 and
1 cor =0:005, the lattice sizeisL L =256 256

The average cluster size de ned in Eqg. (2.20) is the averagelgster size when every
cluster, and not every site as in Eq. (2.19) is selected randomly. To avoid confusion,
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from here on we apply the termmean cluster sizefor S in Eq.(2.19) and average cluster
size for S in EQ.(2.20). From the above explanations it is understood hat the mean
cluster size is a better representation of a con guration beause it has the element of
choosing anysite at random.

Another useful quantity is percolation susceptibility p, which is the mean cluster
size obtained by excluding the largest cluster and/or the snning cluster.

P
ngs®

=B

nsso: (2.22)

P
s0
Here the prime indicates exclusion of largest and/or spanmig cluster. Fig. 2.7 gives an

example of mean cluster sizeéS and percolation susceptibility , measurements from a
simulation with the simple rule, with r =0:001 and 1 cor = 0:005.

2.4.4 Number Density Histogram Plot

The details of the con gurations at the beginning and during the desorption are elab-
orated further from number density ( s) histogram plots [19]. To get the distribution
we measure rst the number density ng
where ng is the number of the clusters with sizes per site. We average each result
over 100 runs, thereforeng becomes the probability of nding on a randomly chosen
site the center of a cluster of a sizes. We then create the histogram for the number
density distribution. The number density for larger clusters is very low compared to
that of the small clusters. For that reason we use exponentily growing bins for the
histograms. The growing bins are set up such that the next binis always twice as
large as the previous one. This results in an equal distribubn of data points on a
logarithmic scale. Fig. 2.8 is an example ohg from a simulation with the simple rule,
with r =0:001; 0:006 0:1; and 10 and 1 cor = 0:005. The simulation with r =1:0
results in a random con guration. Here we can see that reduaig the randomness
increases the size and the number of the larger cluster and deeases the number of the
smaller clusters, including the number of monomers.

2.4.5 Diversity

We de ne N (s; ) as the total number of clusters with sizes for a con guration with
coverage . The total number of clusters, averaged over the number of egeriments,
where each experiment results in a con guration with coveraye , is then [31],

* +

X
n()= N(s; ) : (2.22)
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Figure 2.8: An example of s from a simulation with the simple rule, with
r=0.001, 0.006, 0.1, and 1.0 and 1 cor = 0:005. The simulation with r =1:0
results in a random con guration.

From Eq. 2.22, we de ne the diversity as [31]:

X
D()=h [ N(s; )li: (2.23)

S
In the above equation, the Heaviside function is dened as (x) = 1 if x > 0 and
( x) = 0 otherwise. Thus, D( ) is the number of dierent cluster sizes for a given
Fig. 2.9 gives an example ofD( ) from a simulation with simple rule, with r =
0:00%; 0:006, 0:1; and 1.0 and 1 cor = 0:005. The simulation with r = 1:0 results
in a random con guration. The peak of the diversity D( ) for a random con guration
gives us the maximum diversity that can be achieved for a paricular square lattice size
(in our caseL =256). As we introduce correlations into the simulation, the maximum

diversity is reduced, and the maximum is reached for lower .

2.4.6 Percolation Threshold

For an in nitely large lattice, the spanning cluster appears at a de nite coverage,
which is called the percolation threshold For a nite lattice, the spanning cluster ap-
pears within a nite window of coverage. The appearance of te spanning cluster is a
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Figure 2.9: An example ofD( ) from a simulation with the simple rule, with
r = 0:00L 0:006 0:1; and 10 and 1 cor = 0:005. The simulation with
r = 1:0 results in a random con guration.

universal phenomenon that happens regardless of the naturef the method of the cre-
ation of con gurations, random or otherwise, as it basically arises from the geometrical
properties of the cluster distribution. Initially most clu sters appear and grow with-
out coalescence. This continues until the system reaches ¢hmaximum diversity (the
maximum number of di erent sizes). After that, the clusters start to coalesce and at
some point form a spanning cluster. After the appearance oftte spanning cluster, the
dynamics on the surface is severely limited by the largest dister.

The percolation window for nite lattice can be estimated by the regime where the
spanning probability (the probability that any randomly ch osen site belongs to a span-
ning cluster) is start to increase from a very small value to asigni cant value close to 1.
The clusters start to coalesce after the system pass the maxium diversity. To illustrate
the connection between diversity and spanning probability we normalize the diversity
of random distribution for L =256 and plot it together with spanning probability. For
random distribution the intersection between the spanning probability and normalized
diversity is rather close to the theoretical percolation threshold . = 0:59274621 [32{
34]as shown in Fig. 2.10. At this point we are not sure if this 8 a method to locate .
from a small nite-size lattice.
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Figure 2.10: Intersection of normalized diversity and spaming probability for
random distribution. The theoretical percolation threshold = 0:59274621 is
quite close the intersection.

Figures 2.11 shows the spanning probabilities for variousalttice size, and also for
various level of correlations. Here, we see that percolatiowindows are becoming smaller
as we increasé. sizes. This gives us a good method to estimate the percolaticthreshold
for correlated percolation.
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Figure 2.11: Spanning probability from a simulation with th e simple rule, with
r=0.001, 0.001, 0.1, and 1.0 and 1 cor = 0:005. The simulation with r =1:0
results in a random con guration. (A) L=64, (B) L=128, (C) L=192, (D)
L=256.
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CHAPTER 3

KINETIC MONTE CARLO

In this chapter | give a brief introduction to kinetic (dynam ic) Monte Carlo Simula-
tions. The adsorption, desorption, and nearest-neighbor dusion are discussed in Ising
language of single spin- ip and spin-exchange model. We imbduce the rejection-free
n-foldway Monte Carlo method to accomodate the inclusion of eergy barriers and
simulations at low temperatures.

3.1 Ising Model
3.1.1 Single Spin-Flip Ising Model

We consider a 2D square lattice where each site is occupied ky spin. The spins
have one of two values +1 and 1. The energy of a spin with spin values; is the
total interaction energy of the spin with its nearest neighbors (S;; j =1;2;3;4) plus its
interaction energy with the magnetic eld. The energy of spin i in a xed environment
for a ferromagnetic material (in the reduced form where the rearest neighbor interaction
constant equals unity) is

X4
Ei= s sj hs (3.2)
j=1
where h is the reduced magnetic eld. The total energy of the whole ldtice is then

X X
H = sis; h s (3.2)
i<j [
At each attempted move in a Monte Carlo simulation we try to i p a single spin.
We calculate the change of energy that would occur if we ip the spin
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E(single spin) — E(after ip) E(before ip) (3-3)
We then accept the spin- ip with the probability [35]

P=min(l;exp( E=T)) (3.4)
where
0 1
x4
E=25@ g +hA (3.5)

=1

Computationally it is more convenient to pre-calculate all possible values ofP. In
our model  Esingle spiny has 5 possible values

2 8 3
4
E(single spin) — 04 +2h: (3-6)
4
8

We then calculate P using Eq. 3.4 for all possible values of E at a given T and create
a list. At each attempt, we obtain the value of s; and all its nearest neighborss; and
look up the list to get P. We then draw a random number O<r < 1, and ip the spin
ifr< P.

3.1.2 Equilibrium Ising Model

In the equilibrium Ising model, we are particularly interested in the properties of
the system in its equilibrium state as a function of temperature. In principle we could
sample the con gurations randomly and calculate the averags with appropriate weight.
This procedure is very ine cient because most con gurations do not contribute or
contribute very little to the averages. The more e cient way is to use importance
sampling to sample only the con gurations that contribute signi can tly to the averages.
The importance sampling is realized by the principle ofdetailed balance

Equation 3.4 (often refereed to as theMetropolis function) was constructed so that
the next con guration Xj+1 is generated from the current con guration x; while obeying
detailed balance [36].

There are other choices that also satisfy detailed balancesuch as theGlauber func-
tion [37]
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exp( E=T)
l+exp( E=T)
Both functions give exactly the same equilibrium results. Wth the Metropolis function,
however, the system can reach equilibrium faster, by assigng P =1 when E < 0.
The Glauber function, on the other hand, is more appropriateif we want to study dy-
namic properties of the system since we want to assign approte probabilities when

E < 0in order to get the correct time measurement [38]. Fig. 3.1 sows some typical
examples of kinetic simulations using the Glauber function

P (glauber) = (3.7)
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Figure 3.1: Spin- ip and spin-exchange dynamics at (A)h =0:5, (B) h=1:2,
(C) h=1:8, and (D) h =2:5. R =0 corresponds to pure spin- ip dynamics.
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Figure 3.2: Average magnetization per spin as a function of@mperature for
L = 64;128 and 256 for Ising.model simulations using the Metropolis al-
gorithm. Here, Tc = 2=In(1L + = 2) is the critical temperature of the Ising
model [39].

Suppose now that we want to realize the equilibrium con guraions at a given range
of temperatures. We take a square lattice of siz& L and periodic boundary conditions.
We determine the initial spin con guration, e. g. all spins are initially pointing up. Now,
for a given temperature we repeat again and again the followig eight steps.

1.
2.
3
4.
5
6

Choose a lattice site randomly.

Calculate E.

. Calculate P.

Draw a uniform random number O<r < 1.

. If r< P ip the spin, otherwise do nothing.

. For each attempt, increase the time by one unit regardlessvhether we ip the

spin or not.
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7. Analyze the resulting con guration (including the case where we did not ip the
spin).

8. Store the properties to calculate the necessary averages

It should be noted that if we chooseP ietopolis) » Steps (4,5) need not be carried out
when step (2) results in  E < 0 since we always ip the spin in this case.

Figure 3.2 shows the result for average magnetization per $p for equilibrium con-
gurations, at h =0 as a function of temperature. We bring the system from its initial
con guration to an equilibrium con guration by repeatedly applying step (1-8) in the
above algorithm. Once we arrive at the equilibrium state, wecontinue the algorithm to
obtain magnetization M (Eq. 3.8) everyL L attempts for Nsampe L L attempts,
accumulate the results, and get the average magnetization gr spin (Eq. 3.9).

X
My = Sj (3.8)
i
N§(mple
hmji = ——— M yj: 3.9
jmj Neampel 2, M (3.9)

In Eq. 3.9 we accumulate the absolute value oM , instead of its proper value. We need
to do this to take into account the ergodic behavior close to he transition point for

nite systems, which results in the system crossing over bewveen the two equilibrium

magnetization branches [36].

3.1.3 Spin-exchange Ising Model

In the spin-exchange Ising model, we consider a pair of adjaogésites where one site
is occupied with a spin up and the other is occupied with a spindown. We attempt to
exchange the spins keeping the total spin conserved (kawakiadynamics [40]).

To do the exchange, we attempt to ip the pair simultaneously. Assume that we

have a pair of spins wheres;s; = 1. The energy change after the spin-exchange is [20]
I
x4 x4
E=2 s Sk t+ Sj s +4: (3.10)
k=1 I=1

Here s¢ denotes the nearest neighbors of; and s; denotes the nearest neighbors of; .
Note that the sums in Eq. 3.10 are calculated in theinitial con guration.

Figure 3.1 gives some typical examples of spin-ip and spirexchange dynamics.
The simulations are done on aN = 256 256 square lattice with periodic boundary
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conditions, at temperature T = 0:8T¢. The spin ips are done at the rate of Rgpin jp =
1=(1 + R) and the spin exchanges are done at the rate ORspin exchange = R=(1 + R).
The pictures show di erent e ects of spin exchange, from speding up to slowing down
the adsorption rate. The simulations are started from the al spin-down state. Here,
the coverage is de ned as:

= %(hni +1) (3.11)

Figures 3.3 gives some typical snapshot examples of spinehange only dynamics.
As before, the simulations are done on arN = 256 256 square lattice with periodic
boundary conditions. We start the simulation by increasing the temperature to
T = 10:0 >> T . which quickly brings the system to a desired equilibrium stae
with hIMi = 0. Next we quenched the system to the simulation temperatues (T =
1.0; 1:.815 2:5; 3:5) and let the simulations run for 100 MCSS before starting totake
the data. We run the simulations for 20000 MCSS.

The snapshots (Fig. 3.3) are taken att=3000, 7100, 13200, and 17300 MCSS respec-
tively. From snapshots taken at T = 1:0 and T = 1:815, it is evident that the clusters
are growing. The domains form out of the initially disordered state and coarsen as time
proceeds [41]. At higher temperaturesT > T . we cannot see from the snapshots if there
are cluster growth or not.

To have a better indication of cluster growths, we monitor the cluster growths by
plotting correlation length  against t'=3. (It is known that the cluster growth in Ost-
wald ripening is characterized by this =3 power law [22].) A constant increase of
correlation length indicates that the spins are regroupinginto larger and more compact
clusters. At higher temperatures (T > T.), the correlation lengths are approaching a
horizontal asymptote at large t, indicating a balance between thermal uctuation and
spin-exchange. A further details of the process is shown inif. 3.5. Here we see that
for simulations at T < T the smaller clusters are shrinking and the larger clusters &
growing, which is an indication that the larger clusters grown at the expense of smaller
ones. With T > T. simulations we cannot see that because the thermal uctuatons
dominate the process. From here on, we should limit our sim@tions to T < T since it
is the di usion process that we we want to study.

3.2 N-fold way

The goal of Kinetic Monte Carlo is to study how the con gurati on evolves with
time. In our Ising model simulations, we havena accepted attempts andngr rejected
attempts, where nytay = Na + nNr is the total number of attempts. Both accepted and
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Figure 3.3: Typical snapshots from Kawasaki Dynamics (A) T=1.0, (B)
T=1.815, (C) T=2.5, and (D) T=3.5 The snapshots are taken att=3000,
7100, 13200, and 17300 MCSS respectively.

rejected attempts have to be taken into account in order to have the correct simulation
time.

In low-temperature simulations (T < T¢), the number of rejected attempts ng is far
higher than accepted attemptsna. Not only does the computation time become very
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Figure 3.4: (t173) plots from simulations of Kawasaki dynamics with tempera-
tures (A) T=1.0, (B) T=1.815 (C) T=2.5 (D) T=3.5. The simulations run for
20,000 MCSS. The initial con gurations were prepared at a hgh temperature
of T=10.0 and then guenched to the simulation temperatures. Simlations
(A) and (B) show signi cant cluster growth, while in simulat ions (C) and (D)
the correlation lengths approach relatively small constan values compared to
simulations (A) and (B).

long, but most of the time is spent doing nothing.

In a rejection-free algorithm, we only do the successful agmpts and calculate the
number of rejected attempts that would have occurred betwea the current accepted
attempt and the previous one so that we can get the correct simlation time without
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Figure 3.5: Number density histogram plots from simulations of Kawasaki
dynamics with temperatures (A) T=1.0, (B) T=1.815 (C) T=2.5 (D) T=3.5.

At temperatures T=1.0 and T=1.815 (below T;) we see that the the smaller
clusters shrink and large the clusters grow. At the other twotemperatures we
see no signi cant changes in the cluster size distribution.

actually performing the rejected attempts.

The time needed to arrive at the current successful attempt fom the previous one
is the total number or rejected attempts between the two sucessful attempts. If we
normalize it with the lattice size, we get the time interval in units of MCSS (Monte
Carlo Steps per Site).

Now the problem is to decide which event that we are going to relize at any moment,
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and how to calculate the time interval that would have occurred to arrive at that event.
From the previous subsections, we have learned that the pradbility that an event will
happen depends on the con gurations of the nearest neighbar of the particular site
that has been picked. We also know that the possible number ofiearest neighbors
con gurations is limited. In other words, any site on the lattice is surrounded by one
of a nite number of nearest-neighbor con gurations. A class is de ned as a unique
combination of a site (or a pair of sites) state and its nearesneighbors.

In the case of spin-ip, a spin up could belong to any of 5 posdile classes corre-
sponding to the sums of its nearest-neighbor spins

si= 4 2024 (3.12)

and similarly for a spin down. Therefore, for a spin-ip move, we have 10 classes in
total.

For a spin-exchange move, we a have a pair of spins where we e that sijs; = 1.
A pair where the rst spin is up and the second spin is down can lave 16 possible nearest-
neighbor arrangements, and similarly for a pair of spin downand spin up, so that we
have 32 classes in total.

Each time we perform a move, the classes of the nearest neigbis of the spin (or
the pair of spins) are a ected and must be updated along with the class of the spin(s)
that we work on. Figure 3.6(A) shows that there are 4 nearest righbor spins that have
to be updated together with the central spin. Fig. 3.6(B) shows the pairs that have to
be updated each time we perform a spin-exchange.

The transition rate of a class is

Ri = njwy, (3.13)

where i is the class index,w; is the transition probability of that class, and n; is the
number of sites that belong to that class.
We de ne a cumulative function Q; as follows

Qi = Rj; 1=1;2 it ;N: (3.14)
j=1

If we are simulating more than one elementary move (e.g. spiip and spin-
exchange) we choose an elementary move with a probability mportional to Qy .
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Figure 3.6: (A) The nearest neighbors 1,2,3,4 have to also bepdated when we
ip the central spin c. (B) The spin exchange of the central (c,c’) pair a ects
10 nearest-neighbor pairs. Each pair consists of a numberellox and another
box to the right. For a spin-exchange to the nearest-neighbo below we have
a similar picture as (B), obtained by rotating it 90 ° clockwise.

Here N is the total number of classes. Next we decide which class toigk, by drawing
a random number 0 < r < 1 and pick classi if

Q 1<rQn Qi (3.15)

Once a class is picked, we randomly pick a member of that clasperform the move, and
update all sites that are a ected by the move. Next we draw andher random number

r9and calculate the time interval

-1 .
t= o In(r9: (3.16)
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As mentioned before, the classes are determined by unique mbinations of a central
spin (or a central pair in case of spin exchange) and its neast neighbors (or the nearest
neighbors of each member of the pair). The class tables are grcalculated and stored
in an array. Another array is created that would store the class change when we ip
a spin or exchange a pair (alternatively, we can use a formuldhat calculate the class
change).

The algorithm is

1. Before we enter a single run cycle, we scan the whole latécand use the class
table to assign a class to each spin. If we initialize the latice with the same state
(all spins up) then we assign the same class to all spins.

Enter a single run cycle.

Draw a random number and determine the elementary move.

Draw a second random number and choose a class.

Choose a member of the chosen class and perform the elemait move.
Draw a third random number and update the clock.

Update the classes of all a ected spins.

Analyze the resulting con guration.

© © N o 0o M w0 DN

Store the properties to calculate the necessary averages

[EEN
o

. Repeat steps (3-9) until we reach a stopping point deternmed by our stopping
criteria (usually until we reach a certain coverage or a cerain time).

11. Restart a new run and repeat the above steps. Do as many r@gnas necessary.

12. Calculate the averages

3.2.1 Lattice-Gas Model

The grand-canonical e ective Hamiltonian of the lattice-gas model is

X X
H= ci(t)g () ci(t) (3.17)
higj i i

where is the interaction constant and is the electrochemical potential. Theg; is
occupation variable at sitei with ¢ =0 if empty and ¢ = 1 if occupied.
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Here the rst sum in Eq. (3.17) runs over all nearest-neighba pairs. In other words,
the interaction energy between two occupied sites is nonzeronly if the sites involved
constitute a nearest-neighbor pair. The second sum runs ovall sites. This Hamiltonian
is equivalent to a nearest-neighbor Ising spin model [20]. guation 3.17 is linked to
Eqg. 3.2 by the transformations [42].

1
()i = 51+ sl (3.18)
=4; (3.19)
=2h+ (3.20)
Here, o = 8J. The simulations are performed for a 256 256 square lattice with

periodic boundary conditions. The temperatureT equals 08T with T, the exact critical
temperature of the Ising lattice-gas model [43]. Energy andemperature units are chosen
such that Boltzmann's constant kg = 1.

The total number of particles is given by

where V is the total number of sites on the lattice. For our square twodimensional
lattice, V = L L. The surface coverage (particle concentration or fractionof the
occupied sites on the lattice) is given by

P

- Np.
= (3.22)
3.2.2 Energy Barrier

In our previous simulations, the transition probability de pends only on the temper-
atures and the energy dierence E = Eg  Ea. To have simulations that are closer
to a real physical system, we need to take into account the facthat when the system
goes fromEa to Eg it generally has to overcome an energy barrieE,. We de ne the
height of the energy barrier [20]

= En Eav
1
= En E(EA + EB)Z (323)

34



E A

E
Ea\,=(EA+N

Figure 3.7: Energy Barrier

The energy di erence betweenEy and Ep is

E = EH EA
1
= E(EB EA)+ : (324)

A commonly used transition rate corresponding to Eq. 3.24 abve is [20],

Rarn=exp( ( =T))exp( (Es Ea)=2T) (3.25)

The above rate obeys detailed balance as the ratid®Ra1 s=Rg: a cancels the
prefactor.

At this point, we emphasize that our simulations cannot predict the transition rates.
The parameter values needed to calculate the rates are giveas input. To study the
e ect of di usion, for example, we vary the di erence between di usion barrier and ad-
sorption/desorption barrier ¢ ads=des - BY Keeping ags=des CONstant, and varying

d <  ads=dess W€ Vary the ratio of di usion rate and ads/des rate thus studying the
e ect of di usion on the process.

3.2.3 N-foldway Simulations

The classi cation of the elementary moves can be done most &nsparently in Ising
language. We can represent an occupied site with a spin u, = +1, and an unoccupied
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site with a spin down, s= 1. Adsorption is then a spin ip from 1 to +1, while des-
orption is the opposite. We only consider nearest neighborénteractions. For di usion
we use the Ising language o$pin exchange To avoid double counting, we only consider
spin exchange with the right and below nearest neighbors.

The study is performed at a temperature belowT,, the critical temperature of the
Ising lattice-gas model. We consider two kinds of elementar steps: (1) an adsorp-
tion/desorption step, and (2) a di usion step to a nearest-neighbor site. We apply a
rejection-free (n-fold way) algorithm in which we update the clock after every step.
During the simulation, we sample the time development of thecoverage . At certain
coverages or times we calculate the cluster-size distribitn using the Hoshen-Kopelman
algorithm [29].

Figure 3.8 shows a typical simulation results for 4=150 (no di usion corresponds
to R=0) and 4=6.64 (corresponds to R=100). Apart from the dierence in ti me
scale, we see a similar qualitative e ect of di usion as in Fig. 3.1. At a weaker chemical
potential, di usion speed up adsorption, while at a stronger chemical potential, di usion
slow down adsorption.
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Figure 3.8: (A) Nfoldway simulation for 0=0.7 with di usion and without
diusion. In this case RisdenedasR=exp ( G) where G= ¢

ads=des SO that R = 0 without diusion ( 4 = 150) and R = 100 with
diusion( 4=6:64). Here, ,gs=ges = 15 for all simulations. (B) 0=10.0
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CHAPTER 4

DESORPTION FROM INITIAL
CONFIGURATIONS PREPARED BY
ADSORPTION

4.1 Introduction

Island growth and dissolution on surfaces are important prdolems, both from fun-
damental and technological points of view. Studying the interplay of adsorption, des-
orption, and di usion is essential in understanding island dynamics. Heet al. exper-
imentally studied gold cluster formation and dissolution on Au(111) surfaces [11]. In
these experiments, during a short positive potential pulse gold atoms were released
onto a Au(111) substrate, where they quickly nucleated and érmed islands. After the
pulse, the dynamics continued in such a way that small island tended to decay quickly
and large islands initially continued to grow before they ako eventually decayed. Island
stability in this experiment was studied by monitoring the i sland dissolution dynamics.
The overall dissolution dynamics of the islands was descriéd by plotting the island
coverage, i.e., the fraction of the surface covered by islats, as a function of time [11].

Also quite important is the experimental study of the underpotential deposition
of metal on electrodes. One example is the experimental stydof the underpotential
deposition (UPD) of Cu on Au(111) [44]. In UPD, a monolayer of one metal is elec-
trochemically adsorbed onto another in a range of electrodgotentials more positive
than those where bulk deposition occurs [6]. Computationalstudies have also been
performed to reproduce aspects of the phase transition obsed in this system [6, 8].

One important goal of the above type of studies is understanohg the underlying
kinetic processes. Typically, the processes involve adsation, desorption, and di usion
on the surface. Many processes, especially UPD, result in fmation of a monolayer.
The nucleation, growth, and dissolution of clusters on a mowolayer are important tech-
nologically as well as theoretically and can be studied by snple models.
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In this study, we focus on a general kinetic study of the e ectof di usion on the
adparticle cluster dynamics on the surface. We believe thathis will be an important
step toward understanding the kinetic processes in real sysms. Using Kinetic Monte
Carlo (KMC) simulation of lattice-gas models we can study adsorption, desorption, and
di usion kinetics. Speci cally, we are employing the n-fold way rejection-free KMC
algorithm [3, 4, 38, 45]

In a previous study by Lehner et al. [9, 12], KMC simulations were used to re-
produce thermal desorption data. Here, the details of clustr size distributions were
ignored. Frank et al. [19] used the Glauber acceptance probability [37] to perfan
KMC simulations of a lattice-gas model of pulsed electrodepsition. In that study, the
e ect of diusion on the evolution of cluster-size distribu tion was considered, during
the adsorption stage as well as during the desorption stageln a study by Frank and
Rikvold [20] Arrhenius-type dynamics were used for the trarsition probabilities to per-
form n-fold way KMC simulations under xed chemical potential. Here the e ects of
di usion on the cluster-size distributions were also studied.

The e ect of di usion on the desorption of large clusters is di erent from that on
small clusters or monomers. Also, the surrounding con guraion of clusters determines
how the di usion a ects the desorption. Budinski-Petkovic and Tosic [15] have employed
KMC to study adsorption, desorption, and di usion of extend ed objects on a square
lattice. However, to understand the underlying kinetic medanism of di usion in real
systems, we need to understand how the e ects of di usion depnds on the entire cluster-
size distribution. It is not su cient to study the e ect of di usion on the dynamics
of isolated objects. In a large real system, clusters of ramum shapes and sizes are
distributed randomly on the surface. In general we can expdcthat the behavior of
each cluster depends on the detailed con guration of the suounding clusters [5].

Here we study a lattice-gas model of a two-dimensional adlar on a square-lattice
substrate, in which the interactions between nearest-neigbor adsorbates are attractive
and direct long-range interactions are ignored. The study $ performed at a temperature
of T = 0:8T; where T is the critical temperature of the Ising lattice-gas model.

This temperature is low enough to avoid complication from nite size e ects due to
small droplets and high enough to obtain multidroplet con g urations [20, 46].

We consider two kinds of elementary steps: (1) an adsorptiofdesorption step, and
(2) a di usion step to a nearest-neighbor site. We apply a regction-free (n-fold way)
algorithm in which we update the clock after every step. During the simulation, we
sample the time development of the coverage. At certain coverages or times we
calculate the cluster-size distribution using the HoshenKopelman algorithm [29].
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4.2 E ect of Diusion on Cluster Dynamics in
Desorption Processes

Adsorption, desorption, and di usion result in cluster dyn amics by which clusters
are formed, disappear, grow, shrink, split, or coalesce. T8 dynamics is manifested
among other things through the cluster size distribution dynamics. Our goal is to study
the e ect of di usion on the dynamics. One aspect of the e ect of diusion on the
dynamics is its e ect on desorption processes. Desorptionsi useful in studying the
e ect of di usion on cluster dynamics for a number of reasons

1. The initial con gurations can be controlled so that we can examine the dynamics
as a function of the initial con guration.

2. Simulation runs without and with di usion can be arranged to have exactly the
same initial con guration.

3. The chemical potential in all simulations without and wit h di usion can be set at
a constant value.

The above three points signi cantly simplify the process of observing the e ect of
di usion on the cluster dynamics. In this chapter we are con@ntrating on desorption
in which the initial con gurations are prepared by an adsorption process. We are
particularly interested in those con gurations since they are similar to con gurations
seen in real systems.

4.3 Simulation Preparation and Data Analysis
Procedures

We start from an empty lattice with the xed size of L L =256 256. We equilibrate

with negative chemical potential to achieve a very low coveage before switching on a
positive potential until a coverage cuto ¢yo IS reached. The con guration at ¢y

then becomes the initial con gurations for the desorption processes with init = cuto -

We prepare a set of four classes initial con gurations by apjying four di erent chemical
potentials o = 0:4; 1.0; 20; and 100. The coverage cutto is chosen to be
init = 0:35 well below the percolation threshold.

For each run of the simulation, we performed adsorption untl ¢, immediately
followed by desorption until equilibrium was reached. During the adsorption stage, we
xed the adsorption/desorption barriers at  ;4s=ges = 15 and turned o the di usion
by setting 4 = 150.
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As mentioned above, we vary the chemical potential for the adorption stage. For the
desorption stage we xed the chemical potential at o= 04, and we also xed the
adsorption/desorption barriers at  ;4s-qes = 15. To study the e ects of di usion , we
performed two di erent runs for the desorption stage; one wthout di usion (4 =150)
and the other with relatively fast di usion (4 = 8).

During each run we measuredS, , and s for the initial con gurations as well as
during the desorption stage, and also (t) during the desorption stage. We did 100 runs
for each simulation setup and averaged the results. We perfmed both time samplings
and coverage samplings.

The results of the desorption simulations are plotted, shovng together the results
without and with di usion. We have four sets of results corresponding to four di erent
initial con gurations resulting from the four di erent che mical potentials used during
the adsorption stage. By comparing the results for the simuhtions without and with
di usion, we deduce how di usion a ects the dynamics of the size distributions.

4.4 Adsorption and Initial Con gurations

Figure 4.1(i) shows typical snapshots for each of the four itial con gurations. For
convenience, we label each of the initial con gurations andeach of the corresponding
desorption simulations as (A), (B), (C), and (D). Visual ins pections of the shapshots
immediately shows us that con guration (A) is dominated by | arge clusters, while (B),
(C), and (D) are dominated by smaller and smaller clusters, espectively. This is con-
rmed by measurement of S for each of the con gurations. The mean cluster size gives
the average properties of the size distribution. Table 4.1 smmarizes the parameters of
the four initial con gurations. The size distributions of e ach of the initial con gurations
are shown in Fig. 4.1(ii). From table 4.1, it is evident that reducing the mean cluster
size results in reducing the correlation length as well. In ar case, the four initial size
distributions (A), (B), (C), and (D) show some similarity in terms of the shape of the
plot. The number density vs cluster size is always monotonially decreasing, showing
a broad hierarchy of sizes. In con guration (A), the numbers of medium and small
clusters are smaller, compared to the other con gurations.The same can be said when
we compare (B) to (C) and (C) to (D). However, the number density of larger clusters
are always smaller than the number density of smaller clustes in all of these four cases.

The four con gurations are all produced from adsorption without di usion. Apply-
ing di usion to the adsorption process does not change the reulting size distributions
signi cantly. Di usion generally only speeds up the adsorption process. For our study
of the desorption it is su cient to include only the initial ¢ on gurations resulting from
adsorption without di usion, since the desorption process from initial con gurations
resulting from adsorption with di usion would not be qualit atively di erent.
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Figure 4.1: (i) Typical initial snapshots prepared by adsomption, (ii) initial size
distribution for the simulations.

The size of a particular cluster at any given coverage is detenined by whether the
cluster was nucleated early or later. When we apply a weak chmical potential during
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Table 4.1: Parameters for the four simulations. Mean cluste sizes S and
correlation lengths are averages over 100 runs at coverage of,i; = 0:35.

Init. Conf. o(Ads) S
(A) 0.4 1663.73| 4.99
(B) 1.0 343.09 | 2.92
© 2.0 132.17 | 2.15
(D) 10.0 4591 | 1.55

adsorption, clusters appear over a longer time intervals tlan with a strong potential.
The rst clusters to appear therefore have enough time to kep on growing to very large
sizes by the time we arrive at the cut-o coverage . Large cluters are formed, while
the number density of smaller clusters is limited. The largeclusters have the ability to
reduce the number of new nucleations as they form capture zas around them [19].
As we apply higher chemical potentials during the adsorptio process, the time in-
tervals between nucleation events becomes shorter on avega. The next droplet appears
early, thus preventing the previous droplet to grow to a very large size. Since the nu-
cleation process is still the same (but with a shorter time irterval between nucleation
events), the resulting size distributions still show a hiearchy of sizes as before, albeit
with smaller mean cluster size. The result, therefore, is gie distributions with smaller

maximum cluster size and larger numbers of clusters of medm and small sizes as shown
in Fig. 4.1(ii).

4.5 Simulation Results

The dynamics during desorption as a function of the initial con guration results in
di erent time evolutions of (t) as shown in Fig. 4.2. The gures show the coverage
as a function of time corresponding to the four simulations @), (B), (C), and (D),
with initial con guration shown in Fig. 4.1. For simulation A, in which the initial
con guration is dominated by large clusters, the time scaleof desorption is longer than
those dominated by smaller clusters (simulations B, C, and D. Basically, the smaller the
sizes dominating the initial con gurations, the shorter th e time scale of the desorption
process.

In simulation A, the e ect of di usion is to speed up the desorption process. The
same e ect is shown in simulation B, but on a smaller scale. Insimulation C, the
e ect of di usion starts to cross over, and nally we see that di usion slows down the
desorption process in simulation D.
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Figure 4.2: Desorption with a1 = 0:35. Note the di erent time scales.

Figures 4.3 shows the cluster size distribution for simulaibns A through D without
diusion. For simulation A without di usion, we see a signi cant depletion of small
size clusters § . 100) during the early stages of desorption. During the laterstages,
the size distributions for s. 100 essentially remains constant, while the process now
consists of the shrinking of larger clusters. The depletiorof small clusters in run (D)
without di usion during the early stages also occurs, but it is mostly limited to clusters
with s. 10. This is to be expected since run (D) started out from a sizalistribution
with a much smaller mean cluster size. During the later stags, the process consists
of shrinking and depletion of almost all sizes except for thevery small clusters and
monomers 6 . 5). The manner in which the size distribution changes for runD is
quite di erent from run A. Here, the size distribution chang es are more hierarchical, as
the largest size shrink to smaller sizes, the smaller sizefisnk to the next smaller sizes,
and so on.

Next we turn our attention to the e ects of di usion. Figures . 4.4 shows number

43



%)

0.0001

le-06

le-08

le-10

D DD D

%)

0.0001

le-06

le-08

le-10

le-12 . le-12 .

1 10 100 1000 10000 1 10 100 1000 10000

Cluster Size Cluster Size

© (D)
—T —

0.01 0=035 —+— - 0.01 % 0=0.35 —+—
0=0.25 —->-- - 0=0.25 —->-- -
0.0001 6=0.14 -- K-~ o 0.0001 6=0.14 -- *--
6=0.03 ---A-- ] 0=0.03 O ]
. le-06 - . le-06 X -
i = \ _
le-08 ] le-08 9 ]
le-10 |- — le-10 —
TN N R RPN B B le12 L NN B I
1 10 100 1000 10000 10 100 1000 10000

Cluster Size Cluster Size

Figure 4.3: Desorption without di usion for iy = 0:35.

density size distribution for simulations A and D, while Figs. 4.5 shows the corresponding
coverage fraction also for simulations A and D. In simulation D we see that di usion
changes the size distributions at a given quite signi cantly for small sizes, in contrast
to the simulations A, on which di usion changes the size distibution only slightly. In
both cases, diusion depletes the number density of clustes at any given sizes. In
runs (A), diusion depletes slightly the number density for clusters nears 10. ltis
interesting to note that the depletion by di usion of small ¢ lusters at those two early
coverages is not compensated by an increase of the number dgty of monomers or the
smallest clusters. Since the e ect of di usion is measured tithe same coverages, the
depletion of the small clusters in this case has to be compeated by increases of sizes
or number densities of larger clusters.

Run-B and C basically show the same tendencies, but with di @ent magnitudes.
In all simulations we conclude that di usion always grows or forms small clusters, or
shrink large clusters. The di erence between run A through D is basically a di erence
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as to which e ect is more dominant.

Figure 4.6 shows the mean cluster sizes and correlation letigas functions of the
coverage corresponding to the four simulations (A), (B), (O, and (D), with initial con-
gurations as shown in Fig. 4.1. A common feature of all thesecorrelation length plots
is that they always increases during the early stages of deggtion and then decreases
later. As the initial size distributions become more and moe dominated by smaller
clusters, starts to decrease at later time. Another common feature is hat di usion
increases in all four cases. For the initial distribution dominated by smaller clusters,
the e ect of di usion is much more pronounced than in the casewhere the initial dis-
tribution is dominated by large clusters. In the latter case, increases only slightly. In
general, when the initial distributions are more heavily daminated by smaller clusters,
di usion has a stronger e ect of increasing

By placing the mean cluster size graphs and correlation leriy graphs side by side,
we immediately see the connections between the two quantiéis. Both show increase of
magnitudes by di usion, increase at early times and decreas later. Both quantities also
show that the e ects of di usion are more pronounced when theinitial con guration is
dominated by smaller cluster sizes.

To further study the connections between mean cluster sizerad correlation length,
we measures , S, and largest cluster sizesSyax without and with di usion for seven
sampling points. The rst sampling point is at the initial co n guration. The 2" 4
are taken before, close to, and at the maximum of ( ), and the rest of the sampling
points are taken after the maximum. The results are tabulated in Table 4.2.

Several interesting facts emerge from this table. Without d usion, S is generally
decreasing except for run D, in which we see an increase dugrthe early stage. With
diusion, S is always increasing during the early stage of desorption. Ko, at any
given coverage during desorptionS for the desorption with di usion are always larger
than without di usion. Spax is always decreasing in simulations without di usion. For
simulations with di usion, Spax increase at the early stage of desorption for simulation
B,C, and D. In all simulations, Smax for desorption with di usion is always larger than
without di usion.

4.6 Analysis and Discussion

We have performed desorption with and without di usion on four initial con gurations
prepared by adsorption. Each simulation - A, B, C, and D - was performed by keeping
the chemical potential at relatively weak constant value of nug. Simulation A is
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Table 4.2: Simulation sampling points. Mean cluster sizesS, Largest cluster
sizesSmax and correlation lengths are averages over 100 runs

Run S S Smax Smax t=10° t=10°
(MCSS) | (MCSS)

d=150 d=8 d:150 d:8 d:l50 d=8 d:150 d:8

A 0.35 4.99 4.99 1663.73 | 1661.40 | 3901.05 | 3894.01 0.00 0.00
0.32 5.42 5.47 1655.59 | 1683.84 | 3746.68 | 3802.21 0.04 0.03

0.30 5.49 5.56 1582.53 | 1612.50 | 3551.45 | 3599.42 0.09 0.06

0.27 5.47 5.55 1422.20 | 1489.57 | 3190.66 | 3306.61 0.16 0.12

0.19 5.06 5.14 982.03 1025.73 | 2199.47 | 2290.13 0.41 0.30

0.10 3.91 3.95 511.08 529.01 1179.07 | 1226.78 0.81 0.58

0.02 1.45 1.45 43.58 39.19 191.17 180.17 1.74 1.24

B 0.35 2.92 2.92 343.09 343.11 1284.37 | 1284.45 0.00 0.00
0.30 3.30 3.43 330.31 372.16 1181.93 | 1291.11 0.03 0.03

0.25 3.45 3.58 274.13 304.27 953.23 1036.53 0.09 0.07

0.20 3.47 3.59 223.12 236.08 772.63 773.07 0.15 0.12

0.15 3.35 3.47 173.63 180.84 584.28 581.99 0.23 0.19

0.08 2.83 2.88 108.70 108.83 356.96 348.35 0.39 0.31

0.02 1.41 1.40 21.12 19.51 113.54 107.72 0.82 0.63

C 0.35 2.15 2.15 132.47 132.49 601.61 601.62 0.00 0.00
0.29 2.54 2.78 129.88 152.03 547.12 610.86 0.03 0.03

0.23 2.74 2.99 107.29 123.43 445.48 471.13 0.07 0.07

0.17 281 3.01 86.02 97.06 345.90 349.19 0.12 0.11

0.12 2.73 2.88 69.79 77.35 269.82 270.23 0.18 0.17

0.07 2.42 2.49 51.49 56.41 192.77 200.54 0.27 0.24

0.02 1.38 1.38 11.96 13.20 72.27 76.81 0.55 0.46

D 0.35 1.55 1.55 4591 45.93 258.80 258.85 0.00 0.00
0.28 1.97 2.42 52.23 74.12 255.80 312.89 0.02 0.03

0.21 2.25 2.64 47.39 63.96 221.27 254.72 0.05 0.06

0.14 2.38 2.64 40.35 52.73 172.93 203.87 0.09 0.11

0.10 2.34 2.52 35.36 44.99 146.91 171.71 0.13 0.15

0.06 2.12 2.21 28.39 35.34 118.03 137.31 0.19 0.20

0.02 1.36 1.36 9.19 10.00 56.85 62.10 0.39 0.36
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Figure 4.4: Size distributions for runs A and D with and without di usion.

dominated by large clusters, while simulations B, C, and D ae dominated by smaller
and smaller sizes.
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Figure 4.5: Coverage fraction for runs A and D with and without di usion.

10000

By looking at the time scales for the (t) results, it is clear that larger clusters decay
more slow. The e ect of di usion in simulation A is to speed up the desorption, while
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Figure 4.6: Mean cluster size and Correlation Length with armd without di usion.

in simulation D it is to slow down desorption. Simulations B and C show the process
of crossing over from A to D. This results is an indication tha di usion acts di erently

49



on larger clusters, as compared to smaller clusters.

One of the general characteristics of the cluster size disipution resulting from
adsorption is that they are generally monotonically decreaing functions of cluster size.
Larger clusters are smaller in number, while smaller clustes are more abundant. Also,
the probability for any cluster to have a speci c size is smaler for larger clusters.

In simulation A, we see that at any given coverage the changeaused by di usion is
relatively small. However, we know that di usion speeds up desorption. We conclude
that di usion increase the rate of decay of large clusters. Wth di usion the system
shows almost the same size distributions at any given covegg, but it arrives faster at
that size distribution.

In simulation D, di usion grows larger clusters at the expense of the smaller clus-
ters. Because larger clusters decay more slowly, this has ¢he ect of slowing down the
desorption.

All of the initial con gurations prepared by adsorption con tain monomers and small
sizes clusters. The di erence is that some con gurations hsae larger clusters than the
other one. Later we shall show that the e ect of diusion on the dynamics of the
small clusters varies with the details of initial con gurat ions. In other word, the e ect
of diusion does not only depends on the sizes of the clustersbut also on their size
distributions, i.e. on the total environment surrounding each cluster.

The correlation length plots () are generally initially increasing to a maximum,
and then are decreasing. At any given diusion increases ( ) with varying degree.
Much smaller for simulation A, and greater for other simulations with the greatest e ect
on simulation D.

Now, we already know that di usion only speed up the shrinking of large clusters
in simulation A. The small increase of correlation length by di usion means that there
is a small increase of medium clusters sizes at the expense srhall clusters. At the
initial stage of desorption, monomers and very small clustes disappear faster than the
shrinking rate of large clusters, this has the e ect of increasing of correlation length.
This is con rmed by the larger increase of coverage fractiorof small clusters compared
to that of the larger clusters.

In simulation D, di usion grows medium clusters at the expense of small clusters.
The overall e ect is to slow down the desorption which shows hat at the early stage
the growth of medium clusters is quite signi cant.

Interestingly, Tables 4.2 shows that for simulation D, diu sion has the e ect of
increasing the size of the largest clusters at initial stage This shows that the largest
clusters are actually growing as the result of di usion during the initial stage. This is
quite apparent on the Fig. 4.5 for simulation D.
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CHAPTER 5

DESORPTION FROM ARTIFICIALLY
PREPARED INITIAL CONFIGURATIONS

5.1 Introduction

In the previous chapter, we started the desorption from initial con gurations that
were characterized by a monotonically decreasing clusteristributions. For all practical
purposes, clusters of all sizes below the the largest clustesize are present. Here we
want to check the e ects of di usion when a certain range of cluster sizes is signi cantly
reduced and another range of cluster size is increased sigrantly. To examine this
condition, we proceed to do a set of simulations similar to tlose reported in Ch. 4, but
with initial con gurations that are prepared arti cially s o that we can freely alter the
cluster size distributions.

Instead of preparing the initial con gurations by means of adsorption, we prepare
them by distributing circles with radii randomly drawn from a uniform distribution
with a de nite maximum size, up to a coverage cut o. We then distribute additional
monomers randomly on the remaining empty sites up to a constat maximum coverage.
We thus produce a set of initial con gurations with a constant coverage, but with
various controlled size distributions. What we actually have now is a set of cluster
size distributions with less diversity compared to those pepared by adsorption. This
distribution is generated according to the Avrami's model o crystal growth [23] in
which he calculated the growth rate by assuming the distribution of overlapping circles
as shown in Fig. 5.1.

Here, we de ne diversity as the total number of di erent cluster sizes at a given
coverage. We use these initial con gurations for desorptio with exactly the same
parameters as before, and use the same measurements. What want to accomplish is
to have a better understanding of the e ects of di usion on the dynamics of the cluster
size distribution.
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Figure 5.1: Avrami's circle distribution.

5.2 Simulation Preparation

To prepare the initial con gurations, we start with an empty lattice and distribute circles
and particles randomly up to iy = 0.35. Fig.5.2(ii) shows the cluster number density
distribution. for the four initial con gurations, A, B, C, a nd D, that we use. From
this gures we can see that the cluster sizes distributions @& no longer monotonically
decreasing.

For initial con gurations A, we distribute random size circ les with maximum r=10
and an insigni cant number of monomers to the empty lattice up to =0.35. The
circles were allowed to overlap so that in we achieve a wide dérsity of cluster sizes.
For con guration B we distribute the circles up to . =0.30 and distribute particles
randomly to unoccupied sites up to =0.35. Con gurations C and D are prepared with
the same manner with . =0.1 and . =0.01.

We performed 100 runs for each simulation. Initial con gurations for each run were
prepared using a di erent random seed number. Fig. 5.2(ii) $iow the number density
histogram plot averaged over 100 runs. Fig. 5.2(i) shows tyjeal shapshots for each of
the initial con gurations.

5.3 Simulation Results

Fig. 5.3 shows the coverage as a function of time correspondj to the four simu-
lations (A), (B), (C), and (D), with initial con guration sh own in Fig. 5.2. Here, the
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Figure 5.2: (i) Typical initial snapshots, (ii) initial siz e distribution for the
simulations.

e ects of di usion are much more pronounced, compared to Fig 4.1. Also in Fig. 5.3(C),
the slowing-down e ect of di usion on desorption of small clusters is clearly separated
from speeding-up e ect of di usion on desorption of large clsters.

Figures 5.4 shows the cluster size distribution for simulaibns A through D with-
out di usion. For simulation A without di usion, instead of a signi cant depletion of
small size droplets € . 100) during the early stage of desorption, we see an increase
in the number density of small clusters. Essentially, the pocess quickly changes the
distribution into a monotonically decreasing one. Examining Fig 5.4(A-D) we see that
desorption without di usion indeed transforms the initial distribution into a more \nat-
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Figure 5.3: Desorption with  (t)initias = 0:35:

ural" monotonically decreasing size distributions. During the later stages, the changes
in the size distributions are qualitatively similar to what we have seen before with
desorption on initial con gurations prepared by adsorption.

Figures. 5.5 are number density size distribution for simuations A and D. Some
features that we saw in desorption on initial con gurations prepared by adsorptions
are present here such as in simulation D where we see that dision change the size
distributions at the given quite signi cantly at small sizes, in contrast to the runs A
where di usion change the size distribution only slightly.

On the other hand, there are also some di erences. Aside frorthe more pronounced
e ect of diusion in simulation D, we also can clearly see at what range of sizes, the
number density is reduced and at what range of sizes the numbiedensity is increased.
In other word, we can clearly identify which range of sizes ha growth at the expense of
which range of sizes.
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Figure 5.4: Cluster size distribution for desorptions for iy = 0:35 without di usion.

In desorption from initial con gurations prepared by adsorption we see that di u-
sion depletes the number density of small clusters and dedecthat since the e ect of
di usion is measured at the same coverages, the depletion dhe small cluster has to be
compensated by the size increases or increases of number diy of larger clusters. It
is slightly apparent visually, but it is di cult to describe it in details.

Figure 5.6 shows the mean cluster siz& and correlation length as a functions
of coverage corresponding to the four simulations (A), (B),(C), and (D), with initial
con guration shown in Fig. 5.2. Here the dynamics of the corelation lengths are not
quite the same as seen in the previous chapter. In simulatiord, correlation length is
always decreasing, while in simulation B, it is decreasing rost of the time, following
a brief period of increase. In simulation C and D, however, tie correlation lengths
increase most of the time, only to decrease for very small cevages

The other feature of the correlation lengths here is that thee ect of di usion is very
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Figure 5.5: Size distributions for runs A and D with and without di usion.

small on the part where the correlation length is decreasingand larger otherwise. In
simulation C and D, the e ect of di usion on the increasing part of correlation length
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is immensely larger.

We also see a quite close correlation between the mean clustsize dynamics and
correlation length dynamics, where the range of coverage afhich the mean cluster size
is increasing is almost identical to that of the correlation length. Clearly we are seeing
a close connection between mean cluster size and correlatidength.

5.4 Analysis and Discussion

We have done desorption without and with di usion on 4 (four) initial con gurations
prepared arti cially. Each simulation - simulations A, B, C , and D - were run by exactly
the same setup as the desorption on the initial con guratiors prepared by adsorption.

The advantage of doing these simulations is that since the ge distribution is simple
we can identify more easily which part of the dynamics that caresponds to the dynamics
of particular sizes. The similarities of these simulationsto the previous ones can be used
to clarify some part of the previous simulations that were nd very clear.

Looking at the desorption without di usion, we learned that desorption quickly
transforms the initial distribution to a monotonically dec reasing form. However, the
arti cial initial condition a ects the transformation in s uch a way that the e ects of
di usion become very pronounced in simulation C and D. Sincewe know, by design,
that initial con gurations C and D are dominated by small clu sters and monomers, we
know that the intensity and the behavior of the e ect of dius ion depended on how
large the contribution of either very small clusters or large clusters.

The correlation length plots are mostly decreasing in simuation A and B, and mostly
increasing in simulation C and D. In simulation A, it is total ly decreasing and in simula-
tion B it is slightly increasing at the beginning. Since we krow that initial con guration
A is basically lled by large clusters, we can attribute the decreasing correlation length
to the shrinking of large clusters. The fact that we see only asmall e ect of di usion
con rm our previous conclusion that di usion only speed up the decay of large clusters
which is manifest in speeding up of the desorption.

The e ect of diusion on increasing correlation length con rm our analysis that
di usion enhanced the coarsening of small cluster distribtion that already happen by
virtue of desorption.

The close correlation of mean cluster size and correlationehgth is a very clear
indication that the change of correlation length in this case is direct results the change
in mean cluster size.
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CHAPTER 6

PARAMETER ESTIMATION BY DENSITY
FUNCTIONAL THEORY FOR A
LATTICE-GAS MODEL OF BR AND CL

CHEMISORPTION ON AG(100) 1

6.1 Introduction

The adsorption of halides on noble metals provides importahmodel systems for study-
ing adsorption on metal surfaces, particularly when there ae ordered adsorbate struc-
tures. For this reason, these adsorption processes have breextensively studied [48, 49].
Adsorption of Bromine and Chlorine on metal has been the sulgct of many studies
over the years. The systems we study here are Br and Cl chemidmed on single-crystal
Ag(100). Experimentally, Kleinherbers et al: [50] have found that the adsorption of
Br, CI, and | on Ag(100) surfaces in vacuum all resulted in theformation of a c(2 2)
overlayer with the adsorbates in the fourfold hollow sites. This implies a very strong,
short-range repulsion, which we model as a nearest-neighbexclusion [7].

The bonding of the adsorbates to the substrate and the surfae electronic struc-
tures have been studied by Density Functional Theory (DFT) calculations. It is found
that the bond between Br or Cl and the substrate is covalent, tut with a polarization
due to electron transfer from the substrate to the adsorbate[13, 14, 51]. The polar-
ization results in dipole moments on the surface, which caus long-range dipole-dipole
interactions between the adatoms.

Long-range dipole-dipole interactions have previously ben incorporated in a lattice-
gas model employed in room-temperature Monte Carlo simulabn studies of the ad-
sorbed system [16, 18]. In these works, the lateral interaddns were extracted by tting
the results of the simulations to electrochemical adsorpton isotherms. In the present

1This chapter is based on results published in Refs. [21, 47].
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study we instead estimate the lateral interactions by ttin g the lattice-gas model to our
DFT results.

We extract the next-nearest-neighbor lateral energy and tke binding energy by tting
the lattice-gas model to the adsorption energies obtainedrbm the DFT calculation.
The same DFT calculation also yields charge distributions fom which dipole-dipole
interactions can be directly calculated. By comparing the two results, we examine the
signi cance of the long-range dipole-dipole interactionswithin the lattice-gas model.
The lattice-gas assumption of strongly located adsorbatess consistent with previous
DFT calculations and dynamic Langevin-equation simulations for a continuum model
[14].

Estimates of short-range lattice-gas interactions from DF calculations of adsorption
energies have also recently been performed for homo-epitax52{54] and hetero-epitaxy
[54] systems. However, these studies do not consider chargensfer and long-range
interactions.

6.2 Density Functional Theory

Density Functional Theory (DFT) is the most widely used method to calculate
ground-state properties of many-electron systems. The car of DFT is the Hohenberg-
Kohn theorem [55]. This theorem basically states that theground-state wave function

o(r1;ro;:::;ry) is a functional of the electron ground-state density n(r). Conse-
quently, all ground-state observables are functional ofn too. The DFT calculations,
then, is done by minimizing the energy functional in terms ofn, as follows

_ Edn()
0= S 6.1)
_ T, VIO, Unln©)] , Ecn(o] 62
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= L v+ )+ vl ©3)

Here, Ts[n(r)] is the non-interacting kinetic energy term, v(r) is potential due to the
ions, vy (r) is a Coulomb Hartree potential, and vy (r) is the exchange-correlation term.
Using the following equations [56], the density functionalis calculated and the total
energy and the electron density are obtained.

Vs(r) = v(r) + Vi (r) + vxe(r) (6.4)
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|
The Schmdinger equation (Eq. 6.5) yields single-partick orbitals (r) that reproduce
the density functional ng(r) (Eg. 6.6) where f; is the occupation of the i'th orbital.
Egs. (6.4, 6.5, and 6.6) are the celebrated Kohn-Sham (KS) e@tions. They replace
the problem of minimizing E[n] by solving a non-interacting Schredinger equation.

We applied DFT to obtain the ground-state energies and eleaton density functions
for the adsorption of Br or Cl on a slab representing a Ag(100)surface. We prepared
slabs with seven metal layers. Convergence checks with resgt to the number of layers
are discussed in Appendix B. The slab was placed inside a supell with periodic
boundary conditions. Two di erent sizes of supercells wereexamined. A 2 2 supercell
with the size of 22 2a 37:53A, and a3 3 supercell with the size of & 3a 37:53A.
Here,a= = 2where =4:17A s the lattice constant of bulk Ag, which we obtained
from DFT calculations by minimization of an Ag fcc structure. The 2 2 supercell
contained four surface Ag atoms on each side of the slab (28 Aatoms in total), while
the 3 3 supercell contained nine surface Ag atoms on each side (63yAtoms in total).

The orientation of the surface normal de nes the z direction. To maximize the
symmetry, we distributed the adsorbates on both sides of theslab. One, two, and three
Bromine or Chlorine atoms were placed on each 3 3 surface to represent coverages

= 1=9, 2=9, and 1=3, respectively. Two Bromine or Chlorine atoms were placed o
each 2 2 surface to represent = 1=2 and one to represent = 1=4. Here the coverage
is de ned as

1 X
N site

G (6.7)
|
where ¢ = 1 when the site is occupied by the adsorbate, andc; = 0 otherwise. In
other words, the coverage is the number of adsorbates divideby the total number of
all possible adsorption sitesNgiie. Figure 6.1 shows the cross section of a supercell and
surface distributions of the adsorbate for various coverags. Due to the nearest-neighbor
exclusion and the periodic boundary conditions the adsorbtes can only be placed in
diagonal positions, limiting to less than or equal to 2.

The calculations were performed by the DFT method using the Menna Ab Initio
Simulation Package (VASP) [57{59]. The basis set was planavave, with the general-
ized gradient-corrected exchange-correlation functiona[60, 61], Vanderbilt pseudopo-
tentials [62, 63], and a cut-0 energy of 400 eV. Thek-point mesh was generated using

61



Figure 6.1: (A) The cross section of the supercell, (B) a thre-dimensional
representation of the supercell, and (C) surface distribuions of the adsorbates
for various coverages. Adsorbate atoms: gray. Surface Ag ains: white. Bulk

Ag atoms: black.
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the Monkhorst method [64] witha 7 7 1 grid forthe2 2 supercellsanda5 5 1
grid for the 3 3 supercells. To get to the con guration with minimum energy, we
used a selective dynamics method, by which the ions in the tomnd bottom layers were
allowed to relax in the z direction only, as opposed to the full dynamics in which the
atoms would be allowed to move in all directions. This is the rst step to avoid surface
reconstruction, which is not expected to occur in this systen under electrochemical con-
ditions. The second step is to average the coordinates of the top and bottom layers.
The DFT results yield total energies and electron densities ().

We next ran static minimization on the resulting averaged minimum-energy struc-
ture. Here, “static' means running energy minimization on he electron distribution
without changing the positions of the nuclei. From this run, we obtained the total
energy of the system,Esyst. We then took the same structure and removed the adsor-
bate to obtain the clean-slab structure. Again, we ran seletive dynamics on this slab
structure to obtain Ega,. ToO get the energy of an isolated halide atom, we also ran
static minimization on an isolated halide atom to obtain Ey5. We de ne the adsorption
energy per supercell per site as

Esyst EsIab 2NE hal ,
2N site .

Eads = (6.8)
Here, Nsjte is the number of sites on one surface of the metal slab, and is the number
of halides on each side of the slab. In Fig. 6.2 we shot,4s as a function of for both
systems. We emphasize thak 45 contains the lateral interaction energy and is di erent
from the single-particle binding energy E,. The relation between these two quantities
is given explicitly in Eq. (6.19) below.

To understand the surface polarization we need to study the barge-transfer behav-
ior. We de ne the negative of the electron densities from theDFT output as the charge
density distributions (%), and we introduce the charge transfer function per adsorbd
atom, which is de ned as follows [17]

#

(%) = (®nalide Ag(100) (®halide (%) agzoo) =N (6.9)
i=1

where (¥)naide Ag(r00) IS the full charge density of the adlayer system withN adsorbed
Br or Cl on each side of the slab, and (*)naiige is the full charge density of the pair
of isolated halide atoms at the same positions as in the halietAg bonded system, and
(%) ag(100) is the charge density of the Ag(100) slab with all atoms at the ame positions
as in the halide-Ag bonded system [65]. After integrating oer x and y, this yields the

charge transfer function per pair of adsorbed atoms,
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Figure 6.2: Adsorption energy vs coverage. Despite the ap@gance on this
scale, the lines are, in fact, slightly convex due to the replsive lateral in-
teractions. The \error bars" in this and subsequent gures do not represent
statistical errors, but rather estimates of the accuracy ofthe results, based on
the convergence studies discussed in Appendix B.

(2) =[ (Dnaide Agioo) N (Znaide  (Z)aga00) ]=N: (6.10)
From the charge transfer function integrated over thex and y directions, (z), we
can calculate the surface dipole moment as
Z .
p= > jzj  (z)dz: (6.11)
2y
Here h = %H where H is the height of the supercell. The zero point of the coordinge
is placed at the middle of the supercell. Figure 6.3 shows theesults of the dipole
moment calculation for Bromine and Chlorine. Here we obserg that the magnitude of
the dipole moment decreases approximately linearly with . The surface dipole moment
of the energy-minimized clean slab was also calculated andevi ed to be the same as
the surface dipole moment of the slab with all atoms at the same positions as in the
halide-Ag bonded system, thus justifying our procedure.
Figure 6.4 shows the charge transfer function (z) for Br/Ag(100) with = 1=9.
In this gure positive values indicate electrons being remwed, while negative values
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Figure 6.3: Dipole moment vs coverage.

indicate electrons being added. From the gure we see that chrge is mostly transferred
from the surface silver atoms to the adsorbates. Inside the Wk, the charge transfer
function indicates only minor charge redistribution above and below each of the silver
layers. Since the charge transfer function is calculated bgubtracting the charge distri-
butions of the clean slab and isolated adsorbate from that othe adsorbed system, we
conclude that this small charge redistribution is caused bythe adsorption processes.

Figure 6.5 shows the charge transfer function per adsorbedam  (z) for Br/Ag(100)
and CI/Ag(100) for all coverages. Here we only show half of tk supercell since the
charge transfer function is symmetric in the z direction. Both systems show a similarity
in that the magnitude and distribution of the charge transfer from the Ag surface are
independent of the coverage. However, Fig. 6.5 also showsahwhile the magnitude of
the charge transfer from the surface to the adsorbate is indeendent of the coverage,
the resulting charge distribution around the adsorbate is rot. Indeed, higher coverage
results in a more asymmetrical charge distribution around he adsorbate. This asym-
metry is more pronounced in the Br/Ag(100) case, suggestingan important di erence
between Br/Ag(100) and CI/Ag(100). Figure 6.6, which showsthe charge transfer func-
tion for low and high coverages, illustrates the di erence nore clearly. Here we see that
there is no signi cant di erence between Br/Ag(100) and CI/ Ag(100) for = 1=9, while
for =1=2 we see a quite signi cant di erence.
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Figure 6.4: The charge transfer function (z) for Br/Ag(100) with  =1=9.
The vertical short-dashed lines indicate thez-positions of the Ag layers, and
the long-dashed ones indicate those of the adsorbate ions.

6.3 Dipole-dipole Interaction

In the previous section we have shown that once we have obtagd the charge transfer
function, we can calculate the dipole momentp from Eq. (6.11). Kohn and Lau [66]
showed that the non-oscillatory part of the dipole-dipole interaction energy between the

adatoms behaves as
 _ 2paps .
dip dip — 4 0R3-

(6.12)

The novel aspect of this expression is the factor of 2. A qualative explanation for this
factor is given in Appendix B. For a more detailed and generaltreatment we refer the
reader to Ref. [66]. With Eq. (6.12), we can calculate gjp gip from the surface dipole
moment results from the DFT as described in Eq. (6.11) as

2p?

dip dip nnn = W; (6.13)
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Charge transfer (e/A)

Figure 6.5: Charge transfer functions (z) for all coverages. Only half of the
supercell is shown, fromz = 0A to z = 12:235A. Panel (a) is for Br/Ag(100)
and (b) for CI/Ag(100). The dotted lines correspond to the z-position of the
topmost layer of metal and the dashed lines correspond to thez-position of
the adsorbates.

for large R (in our case larger than the nearest-neighbor distance). He p is the surface
dipole moment calculated from the charge transfer function(Eq. (6.11)), and Rpnn is
the lateral distance between a pair of next-nearest neighboadatoms.

6.4 Lattice-gas Model

We use anL L square array ofNge = L2 adsorption sites. Each site corresponds to
a four-fold hollow site on the Ag(100) surface. The energy othis lattice-gas model is
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Figure 6.6: Comparison of charge transfer functions (z) for Br and CI at
two di erent coverages.

X ’Xsite
E = ijCi¢q Ep G (6.14)

i<j i

Here i and j denote adsorption sites, j is the lateral interaction energy of the pair
(ij ), and Eyp, is the single-particle binding energy. The sign conventionis that jj < 0
signi es repulsive interaction and Ep > 0 favors adsorption [10]. i«; is a sum over all
pairs of sites, andNs;je is the number of four-fold hollow sites on each side of the ska
For simplicity we ignore multiparticle interactions [52, 5 3].

Koper [7] has shown that the e ects of screening and nite neaest-neighbor repulsion
are very small. Following his results, we use a lattice-gas wdel with nearest-neighbor
exclusion and unscreened dipole—dipBIe interactions. Thelistances used in the lattice-
gas model areRj; = rijaand Rnynn = 2a, where Rjj is the distance between a pair of
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adsorbatesij , and a is the Ag(100) lattice spacing. We can then write

p_
R (23
- - _ . 6.15
1) Rﬁ nnn rl? nnn ( )
Thus we have
1 X
N ij GG = nnn (6.16)
site |<]
where
( 2°X «cg
= : 6.17
N site rs ( )

The adsorption energy de ned in Eq. (6.8) is related to the latice-gas energy of Eq. (6.14)
as

E
N site .

Eads = (6.18)
This enables us to break downE 545 into its lateral-interaction and single-atom binding
parts as follows,

Eads = nnn Eb; (6.19)

where is the coverage (Eq. (6.7)) as before. The subscript in signi es that the
lateral interaction energy is coverage dependent.

Using the supercell set-up of the DFT, the lateral part of Eq. (6.14) will be the lateral
interaction energy per supercell surface. We can calculatéhis energy by extending the
supercell to in nity in the x andy directions by means of periodic boundary conditions.
The central supercell is the original supercell, and the imge supercells are the supercell
extensions in the x and y directions, as shown in Fig. 6.7. The lateral energy per
supercell is the sum of the interaction energies of pairs intte central supercell and the
lateral energies of pairs of adsorbates in the central supeell and adsorbates in the
image supercells. Figure 6.8(a) shows an example of the latd energy calculation for

= 1=0 for nite Nsjte.

The lateral energy per supercell can be written as

U(site C
= r—s; (6.20)
where C is an arbitrary constant. The above sum can be approximated l the integral

Z, 7,

(L) —rdrd ; (6.21)
0 Lof
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Table 6.1: Lateral interaction energy calculation extrapdated to L ! 1
is the full lateral interaction energy in units of pnn, the lateral energy between
a pair of next-nearest neighbors.

(L )
1/9 0.10512
2/9 0.58591
1/4 0.79822
1/3 1.53990
1/2 4.26730
which gives us
(L) % + Cy: (6.22)

We therefore plot versus EL. It is shown in Fig. 6.8(b) that the plot is linear
in accordance with Eq. (6.22). The correct lateral energy pe supercell can then be
obtained by tting Eq. (6.22) to the versus EL plot and extrapolating to 1=L = 0.
The results of this calculations for the di erent coveragesare presented in Table 6.1.

6.5 Lattice-gas Fitting

According to our assumption, j is quadratic in pand 1=r®. The 1=r3 part has

already been calculated in  as described in Egs. (6.17) and (6.20-6.22). We also know

from the DFT results that the dipole moment p is approximately linear in  as shown

in Fig. 6.3. Hence, based on Eq. (6.13) it is reasonable to assie that we can write
nnn as [18]

o = A(l+ B )? (6.23)

From Egs. (6.23) and (6.19), we have three parameters to be ¢vacted: A, B, and
Ep. In Fig. 6.2 it is shown that Eaqs vS is predominantly linear. The linear part
is proportional to Ey. The lateral energies contribute to the nonlinear parts which
are much weaker, and therefore dicult to estimate accurately from a direct three-
parameter t. We therefore used the following two-step procedure. As can be seen in
Fig. 6.2, the graphs extrapolate toE,qs( = 0) = 0, consistent with the fact that at a
very low coverage the lateral energy approaches zero. To oéin the dominant linear
coe cient Ep, we rst t a quadratic equation to Eags( ),

Eads( )= @0+ a1 + ap % (6.24)
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We extracted the linear part ag+ a; and useda; as our estimate for the linear coe cient
Ep, nding Ep =3:059 0:058 eV for Bromine andEy, = 3:371 0:058 eV for Chlorine.
We then xed Ey in Eqg. (6.19) and applied a two-parameter tto extract A and B, which
enabled us to calculate nnn. (The parameters ag and a, are complicated functions of
A and B and were discarded in favor of the direct two-parameter t of the latter.)
Using Ep from above, we calculate the contribution of the lateral interactions to
Eads as
C()= Eads( )+ Ep: (6.25)

In Fig. 6.9 we plot Eq. (6.25). From this gure it is obvious th at the lateral energy terms
are important. Figure 6.10 shows the tting results for pnn. It is shown in the gure
that for Br the lattice-gas model obtained by tting to the ad sorption energies from the
DFT calculation is consistent with long-range dipole-dipde lateral interactions using
the dipole moments calculated from the DFT charge distribution. This indicates that
long-range dipole-dipole interactions are dominant in ths system. For Cl the gures
show that the long-range dipole-dipole interactions are inportant but not dominant.
We further note that for low coverages our estimates of , for Br are in excellent
agreement with those obtained by tting Monte Carlo simulat ion results for the lattice-
gas model to electrochemical adsorption isotherms in Ref.1p]. However, the DFT
results show a stronger coverage dependence than obtainamin the experimental Monte
Carlo ts. The experimental tting results for Cl from Ref. [ 18] lie between the two DFT
estimates, and all three results show approximately the sam coverage dependence.

6.6 Discussion

The lattice-gas model in our study consists of two terms, thelateral interaction term
and the single-atom binding-energy term. By tting the latt ice-gas model to adsorption
energies obtained from DFT calculations, we have calculaté the total lateral energy of
the systems. From the charge distribution results from DFT, we have calculated the
long-range dipole-dipole interaction contribution to the lateral energy terms that falls
o as 1=r3. With this assumption, we calculated dipole-dipole laterd interactions by
Eq. (6.12).

Apart from the di erence of magnitude of the dipole moments between Br/Ag(100)
and CI/Ag(100), we nd that there are dierences in the charg e distribution around
the adsorbates between Bromine and Chlorine. This is an indiation that there are
important di erences between Br/Ag(100) and CI/Ag(100).

For Bromine, we showed that the lateral energy calculationsfrom the DFT charge
distributions are consistent with the results from tting t he lattice-gas model to the
DFT adsorption energies. This shows that in the case of Bromie the lateral energy
terms are dominated by long range dipole-dipole interactims. In the case of Chlorine,
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the lateral energy results from the charge distributions ae greater in magnitude than
those of Bromine, showing that the long-range dipole-dipat interaction in CI/Ag(100)
is important. However, in the case of Chlorine, we see less usistency between the
two methods of calculations. This indicates the presence osigni cant short-range
interactions.

Our calculations were done in vacuum. We note, however, the w@rall consistency
of the vacuum DFT calculations presented here with previousts of lattice-gas Monte
Carlo simulations to electrochemical adsorption isotherns. This suggests that our cal-
culations might be useful to understand these experimentakesults, in which water is
present, as well.
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CHAPTER 7

CONCLUSION

In the rst part of this study, we focus on a general kinetic study of the e ect of di usion
on the adparticle cluster dynamics on the surface. Using a lkiice-gas model hamilto-
nian we generate Markovian chains of con gurations by adsgption, desorption, and
di usion which correspond to single-spin and spin-exchang dynamics in Ising model
language. Our objective is to study the e ect of di usion on t he clusters size distribu-
tion dynamics generated by adsorption and desorption. The sategy to measure the
e ect of di usion is by observing it during desorption proce sses. In this process we vary
the initial con gurations either by adsorptions or by arti  cial preparations. In all of the
desorption process that we observed we xed the initial coveage, the initial coverage,
and the (relatively weak) chemical potential. We then measue the chain of con gura-
tions generated during the desorption process with and witlout di usion. By doing it,
we measure the e ect of di usion on the dynamics as a functionof initial con gurations.

In Chapter 2 we establish the methods to measure the paramets such as coverage

, correlation length  and mean cluster sizeS on a speci ¢ con guration. By measuring

the chain of con guration as a function of time and coverage ve obtain the measurement
of above parameters as a function of time and coverage. By mearing the parameters
as functions of time, we measure the evolution of the system ith time. We also need to
measure the parameters as functions of coverage in order tdusly the e ect of di usion
at any given coverage. Further details of the cluster size ditributions at a given coverage
is also studied by measuring the size distributions and obtan histogram plots from them

In Chapter 3, we discussed the simulation algorithm to geneate the con guration
dynamics which involve adsorption, desorption, and di usion. To accomodate the in-
troduction of energy barrier and the fact that we run the simulations at T = 0:8T; we
employ the rejection-freen-fold way algorithm.

In Chapter 4, we focus on the e ect of di usion on the dynamics of cluster size distri-
butions during desorption processes with initial con gurations prepared by adsorption.
All of the initial con gurations prepared by adsorption con tain monomers and small
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sizes clusters. The di erence is that some con gurations hae larger clusters than the
other one. we nd that the e ect of di usion does not only depe nds on the sizes of the
clusters, but also on their size distributions, i.e. on the total environment surrounding

each cluster.

In Chapter 5, we observe the e ects of diusion on the dynamics of cluster size
distribution during desorption when the initial con gurat ions are generated arti cially,
we emphasize the nding that the intensity and the behavior of the e ect of di usion
depended on how large the contribution of either very small tusters or large clusters.

In the second part of this study, we discuss the application & Density Functional
Theory (DFT) for a lattice-gas model of Br and Cl chemisorption on Ag(100). This
study is discussed in Chapter 6.

As oppose to studying the kinetics of cluster dynamics in the rst part, here we
study the properties of ground-state static con gurations. Using DFT, we calculate
the adsorption energies and charge transfer function of theadsorption of Br and ClI
on Ag(100). We study ve coverages ( = 1/9, 2/9, 1/3, 1/4 and 1/2). By tting a
lattice-gas model to the adsorption energies from those vecoverages we were able to
extract lateral energy interaction constant nn, (). Using the charge transfer function
we also calculated ,nn ( ). Thus we have two methods to calculate the same number
and we can compare the two results.

We nd that there are di erences in the charge distribution a round the adsorbates
between Bromine and Chlorine. This is an indication that there are important di er-
ences between Br/Ag(100) and CI/Ag(100).

For Bromine, we showed that the lateral energy calculationsfrom the DFT charge
distributions are consistent with the results from tting t he lattice-gas model to the
DFT adsorption energies. This shows that in the case of Bromie the lateral energy
terms are dominated by long range dipole-dipole interactims. In the case of Chlorine,
the lateral energy results from the charge distributions ae greater in magnitude than
those of Bromine, showing that the long-range dipole-dipa interaction in CI/Ag(100)
is important. However, in the case of Chlorine, we see less psistency between the
two methods of calculations. This indicates the presence okigni cant short-range
interactions.
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APPENDIX A

CORRELATION LENGTH

The correlation length formula (Eq. 2.12) contains the number of broken bonds, which
is essentially what di usion is working on. In some cases, awelation length is also an
average property that indicates the length scale of the systm.

In their classic paper, Debyeet. al. [28] explain a way to estimate the correlation
length without explicitly calculating a correlation funct ion. Here we calculate the cor-
relation length for a cluster distribution on a discrete two-dimensional lattice with the
help of Debye et. al.'s explanation. (Their paper discusses the correlation legth for
three-dimensional clusters in a continuous space.)

Suppose we have a cluster (among other clusters) on a latticef sizeV. What we
want to calculate is a relation between the correlation lengh of that cluster and the
size of the surface (hence the count of the broken bonds) of #i cluster.

We have a very short stick of lengthr that we can throw at the cluster. What we
want to calculate rst is the probability that the stick woul d have one end inside the
cluster and the other end outside the cluster (the probabilty of penetration). To do
that we have to allow the stick to take on all possible possibé spatial orientation while
the two ends remain in the di erent environments, r must cut and follow the surface
between the cluster and the void. The probability of penetrdion, then, consist of two
parts, (a) the probability p; that one end remains in the cluster and (b) the probability
p2 that once the one end is inside the cluster, the stick will pont to a range of directions
such that the other end is outside the cluster. The probabilty of penetration then is
Pp = p1 p2. Integration of P, over all possible orientation of r gives us the total
probability of dissimilar ends which then can be related to the correlation length.

For r positioned such that one end (say A) is inside the cluster andhe other end
(say B) is outside the cluster, A must be within some distanceh <r from the surface
of the cluster S. For a range of valuesh to h + dh the area covered byr is Sdh. (See
Fig. A.1) Thus:
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Figure A.1: Calculation of probability of dissimilar ends.

Sdh
p1= v (A1)
The fraction of the angle swept by the stick as we move the B endf the stick while

keeping the A end xed and the two ends remain in the di erent environment is:

_ 2rcos (h=r)
= (A.2)
The probability of penetration is:

Sdh2r cos Y(h=r) _ Sdh
Y] 21 Y

The probability of dissimilar ends is then found by integrating P, over all possible
orientation of the stick:

Po=p1 p2= cos Y(h=r) (A.3)

Zl
Pqg = — Yx)d
d v Ocos(x)x

= = (A.4)

wherex = h=R
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The probability of dissimilar ends Py is related to correlation function (r) as

Pa = 21 HA (r)

The correlation function then becomes

(ry = 1 W (A.5)
Taking the derivative of (r),
— S .
O(r) = ma (A.6)
and setting r = 0, we have
S — .
v @ ) Yo): (A.7)

Now we have to deal with the fact that the cluster is on discree square lattice.
What this means is that the surface of the cluster consists ofattice cell with four sides
each (see Fig. A.2). If the diameter of the cluster isD lattice units, and assuming that
the cluster is a circle, the total number of broken bonds on tle surfaceS is

Sdiscrete = 4D:

In the case of continuous 2D cluster, we have

Scontinuous = D
Therefore:
Scontinuous = stiscrete; (A.8)
and
Sdiscrete _ .
Sdsaete = 41 ) o): (A.9)

Y,
This leads us to the correlation length formula:

410 )

- a A.10
Sdiscrete =V ( )
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Figure A.2: Discrete representation of broken bonds.
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APPENDIX B

CONVERGENCE CHECKS

The number of metal layers in our DFT simulation was determined by convergence
checks. We calculatedE 545 for =1=9 and 1=2, for 5, 7, and 9 layers with exactly the
same simulation parameter set-up (energy cuto ,k-points, the thickness of the vacuum
regions, etc.). From Table B.1 we see that increasing the nuimer of metal layers from
5 to 7 changedE 445 for Bromine by less than 1 meV for = 1=9 and less than 10 meV
for = 1=2. Similar observations are also shown in Table B.2 for Chldne. Increasing
the number of metal layers from 5 to 7, changedE 545 for Chlorine by less than 2 meV
for =1=9 and less than 10 meV for =1=2.

We also calculated the surface dipole moments for = 1=9, and 1=2, for 5, 7, and 9
layers from the above simulations. The convergence checkifalipole moments as shown
in Table B.3 and B.4 shows that increasing the number of layes from 7 to 9 did not
change the dipole moment signi cantly.

We calculated the percent errors, de ned as follows

PEg = Eadas(i) Eaas(j) 100% (B.1)

Eads(j )
p(i)  pG)

p( )
Here, PEg is the percent error for adsorption energiesEags and PEp is the percent
error for surface dipole moments. In our calculationj = 5 represents the slab with 5
layers, andi = 7; 9 represent the slabs with 7 and 9 layers, respectively. Thespercent
errors are also shown in Tables B.1-B.4

From these two convergence checksHyzqs and p) we concluded that we need at the
very least 5 layers of metal, and we decided to use 7 layers. King the highest value of
Eags(i) Eags(i 2) from 5 to 7 layers, which is 7 meV, we estimate the error bardor
Eagsto be Egs= 10 meV and forpto be p= 0:01eA. Error-bar estimates for

PE, = 100% (B.2)
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Table B.1: Convergence check for the Bromine adsorption emgy (in units of
eV) with respect to the number of metal layers.

BROMINE
Metal Layers Coverage E ads Eags(i) Eags(i 2) PEg

5 1/9 0.334187984 |

7 1/9 0.333754808 0.0004331 0.13
9 1/9 0.339772195 0.00601 1.67
5 1/2 1.475041628 |

7 1/2 1.479772329 0.00473 0.32
9 1/2 1.489228380 0.00946 0.96

Table B.2: Convergence check for the Chlorine adsorption egrgy (in units of
eV) with respect to the number of metal layers.

CHLORINE
Layers Coverage E ads Eags(i) Eags(i 2) PEg

5 1/9 0.371225625 | |

7 1/9 0.370121449 0.001104 0.29
9 1/9 0.376717001 0.005491 1.48
5 1/2 1.642027259 | |

7 1/2 1.649943352 0.007916 0.48
9 1/2 1.730707884 0.080765 5.40

nnn based on p were then calculated by direct error propagation. Error-bar estimates
for E .45 Were obtained as those leading to a 10% increase in the? of the two-parameter
t.
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Table B.3: Convergence check for the Bromine surface dipolmoment (in units
of eA) with respect to the number of metal layers.

BROMINE
Layers Coverage p p(i) p(i 2) PEp

5 1/9 0.241532 | |
7 1/9 0.166162 0.075369 31.20
9 1/9 0.178799 0.012637 25.97
5 1/2 0.124252 | |
7 1/2 0.118376 0.005876 4.72
9 1/2 0.120788 0.002412 2.78

Table B.4: Convergence check for the Chlorine surface dipelmoment (in units
of eA) with respect to the number of metal layers

CHLORINE
Layers Coverage p pi) p(i 2) PEp

5 1/9 0.267334 | |
7 1/9 0.199436 0.067898 25.39
9 1/9 0.209752 0.010316 21.54
5 1/2 0.148922 |
7 1/2 0.155043 0.006121 4.11
9 1/2 0.151803 0.003239 1.93
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APPENDIX C

THE FACTOR 2 IN EQ. (6.6)

Following Ref. [66], a qualitative explanation for the factor 2 in Eq. (6.12) can be
obtained as follows. Consider an adatom A with induced charg ga, at a distance za
above the plane surface of a semi-in nite conducting medium located at z = 0. The
charge-transfer function, integrated overx andy, is

A(Z)= oa (2t da (z 2zp); (C.1)
where (z) is the Dirac delta function. This yields the dipole moment,
Z,
Pa = z (2)dz= 0a O+ 0azZa = OaZa (C.2)

1

This is the physical dipole created by adatom A. However, theelectrostatic potential
at a point zg, a lateral distance R >> z o from A, is that of the dipole formed by ga
and its image charge gn at z=  za,

Ua(zs;R) = 2Za0h — 2 ; (C.3)
for zg 0. This is equivalent to the potential of a ctitious dipole o f magnitude
2za0n = 2pa, twice the magnitude of the physical dipole in Eq. (C.2).

An adatom B with induced charge gg at zg corresponds to the charge transfer
function

8(2)= & (2)+ . (z z8); (C.4)

which givespg = 0g Zs.
The potential energy of the pair of adatoms is then
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Z,,

Upag = . Ua(z;R) g(2)dz
= UA(O;R)+ ogUa(zs;R)
:jﬂ&; (C.5)

which is Eqg. (6.12). In Ref. [66] it is shown that this result holds in more general
situations as well, such as jellium and crystalline metals.
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