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Abstract. A model of the diffusion of a tagged particle moving by hopping on a lattice, where

a finite concentratiom of background particles gives rise to blocking due to forbidden multiple
occupancy of sites, is extended to the situation where disorder exists on the lattice. In this paper
the specific case of variable bond hopping rates is considered in the strongly disordered limit
where a finite concentratiop of the bonds are completely blocked. The resulting self-diffusion
coefficient takes the forngl — ¢)(1 — p/p.)Dof where p. is the percolation limit andf is

the dynamical correlation factor. It is expected thfais affected by the disorder and this is
estimated by random-walk theory through a calculatiorcoit) wheref is the angle between
successive jumps of a particle and a vacancy. Also a quite comprehensive simulation study
of tracer diffusion in a two-dimensional square lattice forOc < 1 and O< p < p. is
performed. The results are in good agreement with the analytical results which are known for
small concentrations. Our approximate theory gives a good description over the entire range
provided that the corrected form ¢fost) is used.

1. Introduction

Systems of classical particles undergoing thermally activated hopping motion between vacant
sites on a perfect or somehow disordered lattice have been widely used as models of atomic
diffusion in solids. The bulk of this work has been concerned with ordered lattices and
with the study of the characteristics of the motion of a single tagged tracer particle. In the
limit of interstitial diffusion such a particle is taken to move in a largely empty lattice of
interstitial sites. At the opposite extreme where the particle is confined to a lattice which is
completely full except for a few vacancies, its motion is restrained by the small number of
vacant sites through which motion can occur. This takes place under the usual assumption
that double occupancy of any site is forbidden, although this condition has been relaxed
in some models [1]. Other extensions of the theory where interactions between adjoining
atoms and vacancies favour clustering have also been considered [2].

In many physical systems an appreciable fraction of the sites available for hopping
motion will also be occupied by other moving atoms. Examples include the diffusion of
hydrogen in metal hydrides [3] and ionic motion in superionic conductors. This has led
to an extensive study of the motion of a tagged particle in a many-body system. Several
methods have been used with considerable success in ordered lattices. This work has been
extensively reviewed by Allnatt and Lidiard [4] and by Haus and Kehr [5]. It should be
noted that collective diffusion on lattices with symmetric transition rates reduces to the
single-particle problem [6, 7].
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Figure 1. Schematic representations of the potential energy seen by the diffusing particle in a
random system, (a) with equal well depth and random barrier heights, and (b) with random trap

depths.

With increasing interest in the ionic conductivity of new materials such as glasses, as
well as theoretical progress in the properties of disordered systems, it is natural to extend
such studies to disordered lattices. Work on special non-periodic structures such as fractals
and percolating clusters had been widely reviewed by Havlin and Ben-Avraham [8] and by
Bouchaud and Georges [9]. In a disordered system such as a glass the static structure of the
basic atomic framework is not a regular periodic lattice and hence the preferred positions
for the mobile ions are irregularly distributed. Further, the potential wells associated with
these sites will vary with the environment, so in equilibrium the relative occupation of such
sites will also vary. In addition, because of the irregular arrangement of the immaobile ions,
the potential barriers for ionic motion between sites will also vary. It is difficult to evaluate
a model which includes all of these effects and which isolates the various contributions
to the conductivity. Therefore, we have confined our attention to idealized models where
the underlying structure remains a regular periodic lattice. In this paper and its sequel
[10] we study two simple models in which disorder is introduced to a periodic lattice by
varying at random the barrier heights and hence the rates of hopping between the available
sites, and by varying the depths of the potential at each site, so giving rise to traps. A
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schematic representation of the potential energy function for these two cases is shown in
figure 1. Figure 1(a) with wells of fixed depth but of varying heights relates to the bond
disorder model used in this paper. Figure 1(b) is a model for site disorder treated in the
accompanying paper [10].

In a lattice gas of particles where double occupancy of the sites is forbidden, there
is an interplay between the random nature of the allowed hops and the self-avoidance of
the hopping particles. This fact gives rise to two important effects on the motion of the
single tagged particle, that substantially differentiate it from the random walk of the single
particle on an otherwise empty lattice. First there is a blocking effect which decreases the
number of successful hops of the tagged particle. Second the walk performed by the tagged
particle is correlated with successive jumps in opposite directions being more probable than
successive jumps in the same direction. This effect can be envisaged as a consequence of
the fact that immediately after a successful hop by the tracer particle there is with certainty
a vacancy behind it, hence enhancing the tendency for a return hop. Both effects contribute
to a decrease in the diffusion coefficient of the tracer.

If static disorder is introduced into the lattice, which affects the probability of site
occupation and of the hopping rates between sites, there are both direct and indirect
consequences on the motion of the tagged particle. The direct interaction with the defects
modifies the hopping rate and can introduce additional blocking effects as well as new
correlation into the particle motion. In addition the defects influence the motion of the
remaining particles causing changes in their interaction with the tagged particle. The
behaviour of the tracer diffusion coefficient will reflect this interplay between static and
dynamic correlations. These effects are largest if the disorder takes the form of prohibited
sites or missing bonds. From a macroscopic point of view the static nature of these defects
gives rise to a percolation problem, where the allowed sites are grouped in clusters and the
occurrence of diffusion is conditioned on the existence of an infinite percolating cluster. At
the percolation limit diffusion becomes anomalous, but these effects are beyond the scope
of this paper.

The present system has previously been considered by Brak and Elliott [11] who
attempted to calculate the blocking and correlation effects in the presence of bond disorder
on a three-dimensional cubic lattice using a two-particle rate equation. This was an extension
of the method introduced by Tahir-Kheli and Elliott (TKE) based on a truncation of the
hierarchy of master equations [12]. This proved to be a useful way of interpolating between
the exact results for high and low concentrations, and to be versatile enough to handle a
number of more complex situations [13]. In the present paper we extend the treatment of
particle diffusion using the concepts of random-walk theory as employed in the derivation of
the diffusion coefficient of a tagged particle in the interstitial limit and in the single-vacancy
limit of non-defective lattices. As in those cases, the results in disordered lattices are
obtained by considering an effective-medium description of the system, and by considering
the correlation effects to be described by an interpolation scheme similar to that found by
TKE.

In this and the accompanying paper we shall consider in detail the simple example of
the square net in two dimensions. In this paper, which treats bond disorder only, explicit
numerical results will be obtained for the strongly disordered case where some bonds have
zero hopping rate. This system has been simulated by using the Monte Carlo method.

This paper is arranged as follows. Section 2 summarizes the results of the TKE theory
in an effective medium. Section 3 outlines the random-walk approach and derives an
improved expression for the case of the two-dimensional bond-diluted square lattice. Section
4 describes the simulation in this system, the results of which are reported in section 5.
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2. Effective-medium theory

The theory developed by TKE and others in its self-consistent form [14] gives an
approximation for the diffusion coefficient of a tracer particle which can hop with a transition
rate Jp to nearest-neighbour sites ordadimensional cubic lattice with bond length in
the presence of a concentratiorof background particles which have transition rdt@as

D=@1-c)Dof (1)
where

Do = Joa? 2
and

o1 2c Jp{cosh) 3)

 (J + Jofv)(L+ (cosd))”

The termv = (1 — ¢), the concentration of vacancies into which hops can take place,
represents the blocking factor and gives the mean-field approximation to the prolflem.

is the correlation factor which is a measure of the fraction of successful jumps which
are effective in increasing the mean square displacement of the tagged particle since some
successful jumps are ‘wasted’ due to an imbalance between the probabilities for a sequential
hop in the forward and backward direction. This is relatedawmst) which is defined as

the average cosine of the angle between successive jumps on a lattice containing a single
vacancy. For the case of self-diffusion whén= J, f given by equation (3) depends only

on (cosh):

1 1 ZC<C059) (4)
fr=1- (1+ fv)(1+ (cosd))

For a square lattice which we shall study numerically it can be shown (see Montet [15])
that

(cosh) = E -1 (5)
T

When defects are introduced in the form of a concentratiari missing bonds through
which hopping is forbidden, there is a further blocking effect. The mean-field approximation
yields

D=1-c¢)1- p)Dof. (6)

However, it is well known that such a system breaks up into finite clusters whemn,, the
percolation concentration, b = 0 in this region. Fop < p. it is generally accepted that
diffusion is normal [16] but it becomes anomalous [17]pat p.. A detailed description
of the percolation problem yields a scaling formmtp) ~ (p. — p)* wheres is the critical
exponent, but this is beyond the scope of the present paper.

An improvement to mean-field theory which gives a better approximation to the
percolation effects is obtained by effective-medium theory which includes multiple scattering
of the diffusing particles by the defects. In this problem [18, 19] the effective hopping rate
takes the simple form

where
pe=1- 2/Z (8)
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for a cubic lattice where is the number of neighbours. For a square net this gave 1/2
which is the correct result [20]. However, we note that the scaling fornbigr) with s = 1
is incorrect in this limit. Nevertheless, it provides a very convenient working approximation:

D(p)=1A—-0c)A - p/pc)Dof. ©)

The correlation factorf has been seen to be independent,pnd hence is unaffected
in this approximation. However, this factor depends on the microscopic environment of the
interacting particle and vacancy. Since a successful jump must take place through a non-
defective bond, not all neighbouring bonds are statistically equivalent after a successful
jump. This characterizes a departure from the homogeneous situation implicit in the
effective-medium approximation and introduces further correlation into the walk performed
by a tagged particle on a defective lattice. We assume with Brak and Elliott [11] that these
effects can be considered as a modificatiotiookd) for which we attempt to find a suitable
approximation from random-walk concepts.

The basic argument is as follows. The TKE approximation is an extrapolation between
the asymptotically correct form of in the limits of small concentration of background
particles and of small concentratiorof vacancies. We assume that the relationship between
f and (cosd) is preserved in the disordered lattice. By applying random-walk theory to
the single-vacancy limit in the disordered lattice we obtain an expressiogdef) which
accounts for the dynamical correlations, and which depends on the concentration of defects.

3. The random-walk approach

In what follows we will briefly review the derivation of the dynamical correlation factor in
the single-vacancy limit in a non-defective lattice using random-walk concepts. We restrict
the discussion to square lattices. In the next subsection we will consider the modifications
induced by the presence of defects.

3.1. The non-defective lattice

The derivation of the dynamical correlation factor via random-walk theory has been
extensively studied in the past [21, 22]. In order to introduce the main definitions we
outline the main steps of this derivation.

The average mean square displacement of a tagged particle after a large MNinatber
successful jumps can be expressed as

TP T N’<1+ ZZCOSO,) (20)
!

where cog, is the average cosine of the angle between displacemetéps apart. In the
single-vacancy limit, displacements arbitrarily far apart are correlated and it is possible to
show that

cost; = (cosd)’ (11)

where co® = cosp; designates the average cosine of the angle between two consecutive
jumps of the tagged particle. Substituting equation (11) into equation (10), the following
expression for the diffusion coefficient is obtained:

D = f, fo (12)
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where

. 1+ cosp

fo= 1 cos (13)

and f, the blocking factor, is the fraction of successful jumps out of a given nuivbef
attempts, i.e.f, = N’/N. For the sake of simplicity we are working with units in which

Do = 1. In order to evaluate c®s one has to consider the random walk performed by a
single vacancy in the lattice just after an exchange with the tagged particle: dred i
designate the positions of the tagged particle and the vacancy, respectively, after such an
exchange. Letn designate the other neighbour of siteopposite to the vacancy. In this
situation co® is given by

cosy = P — PV (14)

where P") and P” are the probabilities of the vacancy returning to sitefor the first
time, through siten or sitei, respectively. These probabilities can be expressed in terms
of generating functions which satisfy the difference equation

Uij(d) =6 + A Z pi, Ui j (L) (15)
I

and are defined by
Uy =Y AV Py(N). (16)
N=0

In equation (15)p, is the probability for a transition between siteand!s, i.e., p;, = 1/4
if / and/; are nearest neighbours, and zero otherwig®.(N) in equation (16) is the
probability that a random walker initially occupying sifeis at sitel after N steps. In
terms of these functions it is possible to show that (see appendix A)

o_ 1 o UrDU,(d) .
P =2 Ui T (I =m,i). (17)
Since by symmetry/,,, = U;,, it follows that
1
(cosp) = Z(Umi(l) - U;; (D). (18)

Equations (17) and (18) should be interpreted as being defined by a limiting process,
since the generating functions in two dimensions are divergent fer 1 although these
divergencies cancel in (17) and (18). Equations (12), (13) and (18) with the fact that
f» = (1 —c¢) completely specify the dynamic correlation factor for the limit of vanishingly
small vacancy concentration.

The dynamical correlation factor for vanishingly small concentration of particles is given

by
B c (cosd)
f°_1+(1—c><1+<cose>> (19)

where (cost) is given by equation (18). A derivation of this expression from the solution
of a second-order rate equation can be found in reference [12].
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Figure 2. A schematic diagram of the situation just after a tracer—vacancy exchange in the
single-vacancy case. The bond connecting the site occupied by the vaciroytifje site
occupied by the tagged particle) (is non-defective with probability one. The bond connecting

r to sitem has probabilityp of being defective.

3.2. The disordered lattice

According to the discussion of section 2, in the effective-medium picture, the dynamical
correlation factor, equation (3), is, for vanishingly small concentration of vacancies, given
by equation (13). In this approximation the interaction of a vacancy with the tracer particle
is not affected by the presence of defects. In the actual system, however, we note that
just after a successful jump of the tagged patrticle, the bond connecting the vacancy to the
tagged particle is with probability one a non-defective bond. In an average sense, this fact
leads to an enhancement in the probability for a return jump, since the bond connecting the
tagged particle to the site opposite to the vacancy has a probapilitybeing defective.
Figure 2 illustrates the situation. We expect this fact to enhance the correlation in the walk
performed by the tagged particle, leading to a decrease in the correlation factor.

In the notation of the preceding subsection, the presence of disorder will change the
probabilitiesP”) and P, leading to a consequent change in the value oficdEhe new
value of co® has to be evaluated by considering all possible bond environments, weighted
by their respective probabilities, just after a successful jump of a tagged particle. This
average will be approximated by considering an average medium for the vacancy, in which
the vacancy hops to a nearest neighbour with probahility p)/4. As discussed above,
the probability for a transition from siteto siter will be 1/4. Since the value of ca@s
is highly sensitive to the existence or not of the bond connectingrsite site m, cosd
will be evaluated separately for the two situations. The final result will, then, be given by
the sum of the two values with weights-1p and p, respectively. Note that the effective-
medium approximation reflects characteristics of the large-scale arrangement of bonds in a
defective lattice. The effective lattice appropriate to the evaluation of local or microscopic
guantities, such as césor f;, is the ‘mean-field lattice’ in which a transition between
nearest neighbours is given 6y — p)/4 instead of(1 — 2p)/4.

In order to evaluate cdk for the two situations discussed above, we define the
‘restricted’ generating functions

Ul(,'r) =8 + Z Py Phi + Z Z Pl Pl Ploi + -+ (20)
hi#r Li#r L#r
These functions can be interpreted as the average number of visits fobsita random
walker that starts at siteand avoids site. In terms of these functions, céds expressed
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as (see appendix A)
cost = Prm U,::,) - priUi(l'r)~ (21)
From equation (15), by iterating and at each iteration isolating the terms that involve, sites

r andm, it is possible to show that the functiong’) andU,!” satisfy the following system
of equations:

U =1+ a; Uy + ain Uy} (22)
Uyl = aniUS + apn Uy} (23)
where
ap=py+ ) pnpuit ) ) PnPunPhi o (24)
L#i,r,m l1#i,r,m la#i,r,m

Note that the functionsU,(j") and q;; are symmetrical with respect to interchange of
the subscript indices. The above equations are general. Noting that the fungtions
(I, j = i,m), involve only paths that do not ‘visit’ sites r andm, one can express the
solution for general values of the transition probabilitigesand p,,, in terms of the solution

for a perfect lattice, i.e., a lattice in which all transition probabilities have the same value.
In the present case the perfect lattice is the one in which all transition probabilities are equal
to (1 — p)/4. For this lattice, it is possible to show that (see appendix A)

U] = ﬁ (25)
(o] - 2222 @0

where from now on we enclose the quantities referring to the perfect lattice in square
brackets and denote the corresponding value obdmg cosdy. From equations (22) and
(23) one obtains

_ _ 1-p 1

[aii]—[am,n1-1+( . )(Coseo(l +Coseo)> 27)
_ ‘_—_1 1+2cosHh\1—p

] = ] = ( A )COS@O. (28)

From equation (24), one can express the functigndor the lattice with generap,; and
prm in terms of the corresponding functions for the perfect lattice

aii = [aii] + A (29)

ami = [ami] (30)

Amm = [Qmm] + Am (31)
where

M= pu— [pu] (=im). (32)

Substituting equations (29), (30) and (31) in equations (22) and (23) and taking into account
equation (21) one finally obtains

pri(l - [ai[] - )"m) — Prm [aim]

cosf = — 5 (33)
(1 —[aii] = 2@ = [aii] = 2m) — [aim]
For the case in whicly,; = 1/4 and p,,, = 0, equation (33) yields
1+ 2cos(1 SH
(cosd); = + 2 costp(1 + cosbp) (34)

1+ 2p costy(1 + cosfo)
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while for p,; = 1/4 andp,,, = 1/4 the following result is obtained:
C0SHy

cosh); = ———————. 35
(COS) 11 = T, 1+ cosdy) (32)
The final expression for ca@sis, therefore, given by
1+ 2cos9y(1 + cosby) C0Ssf
cosh) = — 1-pp—F+ ———. 36
(C0S0) = — P Zp costoL 1 cosd) T - P T pdtcosig O
l L | T T 171 T T I1T [ L L] ]
—d A
—45 ]
A\ B -
@« - =
w p— —
S -5 —
v - -
—55 - -
-6 _
I l b d | T N | [ | 2 T ) j I 1 L W | l_

[}

1 2 3 4 5
Concentration of defects, p

Figure 3. The average cosine of the angle between successive displacements of the tagged
particle as given by equation (36), as a function of the defective bond concentpation

We expect this expression to be valid only for low to intermediate concentrations
of defects. For higher concentrations, i.p.,near the percolation threshold, the average
procedure followed in the derivation of equation (36) clearly breaks down, since it does not
account properly for the existence of dead ends and finite clusters. In figure 3, the corrected
value of(cosp) is plotted as a function gb. As expected, the tendency for a backward jump
increases with increasing leading, therefore, to a decrease in the dynamical correlation
factor with increasing concentration of defects.

4. Simulation

A system of hopping particles in a lattice is generally described by the continuous-time
master equation
dP(a, t)

5 = 2 WasP(B.D) = D WaaPe) (37)
B B

where W, is the probability per unit time for a transition from configuratigh to
configuratione and P («, ¢) is the probability of configurationr at time¢, for a given initial
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condition. For such a lattice system in configuratiorwe can definep! as the tagged
particle andr; as the background particle occupation number (with value 0 or 1) such that
the average occupation (or the probability of occupation) ofisite(p;) = >, p/ P (v, )
or (n;) =) n!P(v,t), respectively.

Since in our model the transitions between configuratierend g correspond to the
hopping of particles between sitesind j with rate J;;, the set 4] can be mapped to the
set [J;;]. This reduces the master equation to the rate equations used by TKE. Furthermore,
it can be shown that equation (37) has a solution expressed in terms of a discrete-time
Poisson process with the one-step transition matremd some total transition rate Now
if J denotes the probability per unit time for a transition of a single particle between two
sites, the total transition rate can be conveniently fixed to the maximum transition rate
out of the possible configurations, ie= N,ZJ, whereN, is the number of particles in
the system. Then the elements Afassume the form

1
Ao = ——=Hhy 38
PN,z (38)
1
Apg =1— « 39
N,z 2" (39)

wheren,g is equal to unity if the transition between configuratianand g is possible, and
zero otherwise. These matrix elements specify completely the simulation procedure.

For a tracer particle initially positioned at the origin the mean square displacement after
N discrete steps calculated over 8l initial configurations, forming a seft, is

1
2 _ 2, 4N
(REN)) =~ > ) RI(AM)ap. (40)
BeF «
In the case of a diffusive tracer, and for a sufficiently large number of system steps, the
relation betwee{R%(N)) and N is essentially linear, such that

(R%(1)) = (RA(N)) (41)

whereN = N,ZJt is the average number of system steps in timBlote that if the relation
between(R?(N)) and N involves non-linear terms, equation (41) is no longer valid.

In the case of a disordered system the above equations have to be modified to reflect the
absence of spatial homogeneity and to incorporate an additional average over the disorder.
In particular, for the bond-disordered system discussed before, equation (40) assumes the
form

11
(R = o ; ; > Ry — Rp2AM)Y, (42)

where N, is the total number of bond configurations and the sum évedenotes the sum
over all different bond configurations. The superschigtccounts for the fact that for each
bond configuration there is a different transition matix

4.1. Procedure

In this paper all simulations were carried out on square lattices Wijttkx N, sites and
periodic boundary conditions. In most cases we chgse= 100, but used als®/; = 150

to check finite-size effects. Out of theV2 bonds, a fractiorp were randomly selected

and considered as ‘open’ bonds. They were labelled in such a way that they could be
distinguished from the remaining ‘normal’ bonds. Next, a total numbev,pf{N, = cN?)
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particles were randomly distributed to the lattice sites. In the simulatiorsnged from

0.00 to 0.40 and from 0.00 to 0.90. A label was assigned to each site indicating whether

it was empty or not. A different label was assigned to each particle. The simulation loop
starts by randomly selecting both a particle and one of its nearest neighbours. If there is a
normal bond between the selected particle and the nearest-neighbour site and if the latter
is not, already, occupied by another particle, the selected particle is moved. Otherwise
the configuration of the system is kept unchanged. It is easily checked that this procedure
correctly reproduces the probabilities for a transition between two configurations and for
staying at the same configuration, as given by equations (38) and (39), respectively.

In the simulations time is measured by Monte Carlo steps per particle (MCS/p), while
the unit of time is set equal to/¥Z. The basic simulation loop is repeat&j(zN,,JZt)
times and the total time span was chosen to be 2000 MCS/p. After each MCS/p the average
tracer particle mean square displacement is evaluated and the complete time history is
recorded. In order to get improved statistics the whole process is rep¥atéithes and
the final result is obtained by taking an average over these time histories.

The movement of a particle in a finite system with periodic boundary conditions can be
translated to the movement in an infinite system formed by spatially repeating the original
finite system. Thus it is possible to follow a particle up to arbitrarily large displacements.
Since all particles have the same hopping rate, we can improve the statistics of calculating
the mean square displacement of the tracer by including the histories of background particles
and averaging over them. Since each particle has a distinct initial position in the lattice,
this average is an approximation to the one defined in equation (42).

In order to obtain an estimate of the uncertainty in the valugéy, the average value
of (R is also calculated for determining the variance

o? = (R* — (R?2 (43)

This quantity is relevant to a weighted linear fitting discussed in the next section.

4.2. Data analysis

As stated before, the computation GR?) involves an average over the histories of all
particles in the lattice for different configurations of missing bonds. A question that
naturally arises is that of how large should the ensemble of bond-disordered systems be
in order to obtain good statistics. It should be noted that each additional average over the
bond disorder add#/, histories of tracer particle to the averaging process leadindtp.
In the preliminary runs, it was noticed that, for large number of particles in the lattice,
after a few averages over the bond disorder, the variance of the valuR$ mmained
practically constant. This fact was taken as an indication that for the range of valpes in
investigated and for the lattice size considered, the fluctuations in the distribution of clusters
were small. It also indicates that the average performed gives a self-averaging property [9]
and, accordingly, it was assumed that relatively few averages over the bond disorder would
be sufficient to approximate the distribution Bf. This number §/,) was then chosen in
such a way that the total number of tracer particle histories involved in the evaluation of
(R?) remained practically constant for all valuescofUsing the variance?/ N, N, defined
in equation (43) the number of histories was fixed for each paip @ndc in the range
47000-55000. With this choice, the estimated value of the standard deviatioR?)of
remained within 0.5%—1.5%.

The diffusion coefficient was obtained from th&2?) data through a fitting procedure,
as follows. Below the percolation threshold there exists, in the average sense, a percolating
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cluster, regardless of the value pf(see Stauffer [23]). LeP,, denote the probability that

a randomly selected site belongs to the percolating clustemande number of clusters
with s sites, normalized with the total number of sites in the lattice. Then the average value
of (R?) after N MCS/p is expected to assume the form (neglecting the possible existence
of a logarithmic term as discussed by van Beijeren and Kutner [24])

(R2) = PouDooN + ) sn, R? (44)

where Dy, is the tracer diffusion coefficient in the percolating cluster &fddenotes the
average mean square displacement of a tracer particle confined to a finite cluster of size
s. For sufficiently largeN, the second term on the right-hand side becomes independent
of N, rendering the relation betwed®?) and N linear. Then the definition of the tracer
diffusion coefficient isD = P,, Dy, and thus the fitting function is a straight line with the
slope givingD. The intercept is related to the long-time contribution of finite clusters to

(R2).
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Figure 4. Mean square displacement (in units of bond length) versus time fop &)0.40,
¢ = 0.90 (solid line) and (b)p = 0.01, ¢ = 0.01 (dashed line).

In order to perform the linear fitting we have to first estimate the number of time steps
necessary for the finite-cluster contribution to become independent dfFhis was found
to be dependent op being about 500 MCS/p fop = 0.40 (see figure 4). Since the
distribution of (R?) has a variance that changes with a weighted linear least-squares
fitting was used to obtaiD. Following Bevington [25] the estimated variances of each
data point were used as weighting factors. If we assume that the valgg3)dbr different
values ofN are statistically independent, which is not the case, an estimation of the standard
deviation of D can be evaluated. However, the estimator thus obtained proved to be much
smaller than the actual variability observed in some ensembles generated through additional
runs. We then resorted to a more direct method. The estimated varian®8)dhcreases
with increasing value op and it is plausible to expect similar behaviour in the standard
deviation of D. Ensembles with statistically independent samples were generated for the
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extreme values op and an estimation of the standard deviation/bfvas then evaluated.
With fifteen samples in each ensemble, the results suggest a standard deviation of the order
of 0.5% for small values ofp (p = 0.00) and 1% for large values qof (p = 0.40). For
the intermediate values gf the standard deviation is expected to lie within these limits.

As mentioned previously we checked finite-size effectsNpr= 150 and two pairs of
parameters(p = 0.09, ¢ = 0.01) and (p = 0.40, ¢ = 0.50). The fluctuations observed in
the results were of the same order as the expected standard deviation. Previous simulations
of tracer diffusion in perfect lattices [26], also in two dimensions, did not show any
noticeable influence of the finite-size effects on the results, and none is expected as long as
the tracer root mean square displacement along eitharthiey-direction is small compared
to the system dimensions. In the case under consideration, the presence of disorder has the
effect of decreasing the mean square displacement, hence attenuating the influence of any
finite-size effects that would, eventually, be present in a perfect lattice.
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Figure 5. Simulation results (points) for the correlation factor for smakndc. The full lines
give the results of the theory (equation (45)) usiegsd) given by equation (5) which is the
analytically correct result as — 0, p — 0. The results obtained using the improved formula
(equation (36)), though not shown here, give complete agreement with the points.

5. Results and conclusions

The simulations were carried out in two regimes: a coarse grid of points forcO< 1

and O0< p < 0.5 at intervals of approximately 0.1, and a more detailed study for small
values ofc = 0.01, 0.05 and 010 and 001 < p < 0.09. Special consideration was given

to the case op = 0 in which direct comparison can be made with the simulations of Tahir-
Kheli and EI-Meshad [26]. Their results were obtained from averages involving aroénd 10
tracer particle histories and they quote an error of arous8c0 Extrapolating from our
results using about 50 000 tracer particle histories we would expect this error to be smaller
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Figure 6. Simulation results of the correlation factor for a wide rangepaindc. The results

of the theory (equation (45)) obtained using the uncorrected value (equation (&)s9) are
shown by the dotted lines. The results obtained using the improved formula (equation (36)) are
shown by full lines. The two theories are identical foe= 0.

Table 1. Comparison between the correlation factors obtained from (a) simulations by Tabhir-
Kheli and El-Meshad (reference [26]), from (b) our simulations and from approximate theory

(equations (45)—(46)) fop = 0.

Simulation  Simulation  Approximation

c (a) (b) (equations (45)—(46))
0.2002 0.882 0.876 0.881
0.3003 0.824 0.826 0.821
0.4002 0.767 0.772 0.761
0.5001 0.710 0.708 0.705
0.6000 0.657 0.662 0.647
0.6991 0.604 0.605 0.596
0.8002 0.552 0.561 0.548
0.9002 0.507 0.505 0.506

i.e. within the range 0.1%-0.2%. Results from the two simulations given in table 1 and
show good agreement within the quoted error bars. They are also compared there with the
approximate theory foy given by equation (3) which has the solution

_ 2
Fe re+ \/2(;‘C) + 4dv (45)
where
1 (cosd)

The main results of our simulation studies are shown in figures 5 and 6. The correlation
factor plotted in the figures iB(p)/(1—v) Dy as defined by equation (9), namély—2p) 1.
The agreement with the simple TKE theory obtained using the geometrical valoesof
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given by equation (5) is reasonably good for snaglsee figure 5) where it is asymptotically
correct and in any cas¢ — 1, but the deviations increase asand p increase. The
agreement using the improved value(obso), given by equation (36) is much better (see
figure 6) over the whole range of valuesofnd p.

Our results of the computer simulation of tracer diffusion on a square lattice with static
bond disorder show the expected dependence on bond concentration with the diffusion
constant falling to zero at the percolation concentratigpn = 1/2. In addition the
characteristic dependence on vacancy concentration is as found in a many-particle system.
The dynamical correlation effects are found to be significantly affected by the static disorder,
and this interplay is effectively described by an approximate treatment using random-
walk theory. The method can be readily generalized to three-dimensional lattices. In
an accompanying paper similar arguments are applied to study a system where the disorder
consists of variations in the site energies and their occupation.
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Appendix A

We consider a two-dimensional lattice in the single-vacancy limit, just after a tracer particle—
vacancy exchange. Leétandr designate the sites occupied by the vacancy and the tracer
particle, respectively, and let designate the other site neighbourtpopposite to the
vacancy (see figure 2). The probability that the vacancy returns for the first time,
through site (;m), is given by the sum of all weighted paths that connectisitesitei (m),
avoiding siter, multiplied by the probability of the final jump — r (m — r). Formally

one can write

P = p,ul (=i m) (A1)
where
UYL =8+ pi + Z PinPLi + Z Z Pil Py Pl + -+ (A2)
L#r li#r L#r

The average cosine of the angle between two successive jumps of the tagged particle is,
therefore, given by

cost = pUY) — pUY. (A3)

In the case of a perfect lattice, in which all transition probabilities are the samepyvith ¢
for [ and!’ being nearest neighbours apgd = 1 — 4q, the restricted generating functions
Ul(i’) assume a particularly simple form. Departing from equation (15) we have

Ui =bi + Z P Uni + piyUpi. (A4)
Iﬁér
If one iterates equation (A4) and at each iteration isolates the term involving,site
following expression is obtained:

Ui =U) + U0, (#0). (AS)

r
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On the other hand, by iterating the equation &y in a similar way, it is possible to show
that

Ul(rr) = Ul(rr) Urr~ (A6)
From equations (A5) and (A6) one, then, obtains
UrUri
Ui = Ui == (A7)

From equation (15) it can be shown that the generating functigndor a giveng are
related to the ones fay = 1/4, Uj;, by

4qU;; = U;. (A8)
From symmetry one obtains

U,=U; -1 (I is a nearest neighbour of (A9)

Ui =U,. (A10)

For two dimensions it is a known result that Jimy- U;; — oo. From these results, it is
shown that

2
U, = — All
)i = 4 (A11)
2(2coshy+ 1)
Ur)y, =——. Al2
(r) ] (A12)
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