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A stochastic theory of multistate transport on ideal and defective lattices is presented. A continuous-time
random-walk formalism with the inclusion of internal states is used in the derivation of a matrix (whose
dimensions are the number of internal states) probability propagator. The propagator describing motion on an
ideal lattice is modified owing to the presence of a periodic arrangement of defects. The -expression for"the
modified probability propagator greatly simplifies in the long-time (diffusion) limit. In this limit the presence
of defects renormalizes the ideal-lattice propagator through the inclusion of a self-energy-type term which
depends upon the concentration of defect sites and the differences in transition rates of the propagating
species associated with these sites and ideal ones. The formalism enables the study of complex diffusion
mechanisms, as illustrated in the following paper, and allows the calculation of observables such as positional
moments, diffusion coefficients, and occupation probability of states.

I. INTRODUCTION

Transport phenomena, either of particles or
excitations, may be studied by employing different
levels of description, which may be distinguished
according to the degree of detail with which one
describes the mechanism of the process under
study. At the most elementary level the propagat-
ing particle (and host media) are taken as struc-
tureless and the only quantity of concern is the
time evolution of the position of the particle (or its
center of mass) and moments of the position dis-
tribution function. In more refined treatments the
propagating particle (and possibly host) are en-
dowed with states (which we term internal states),*™
between which transitions may occur, and which
provide a more detailed description of the under-
lying propagation mechanism. Such states may be
configurational (i.e., spatial arrangements), en-
ergetic, (i.e., band states), or spin states (in
case a spin dependence occurs in the transfer
Hamiltonian).

Random-walk theory [and its extention to a con-
tinuous-time random-walk* (CTRW) semi-Markov
process governed by a temporal probability func-
tion for transition] has been found useful in the
investigation of transport phenomena in several
physical systems,® 3 in particular in the long-time
(diffusion) limit. Transport systems where the
stochastic mechanism involves transitions between
internal states can be conveniently studied in a
unified manner, via a generalization of the CTRW
formalism to walks on lattices whose unit cells
contain internal states,'-*!° and thus involve in-
tracell and intercell transitions. As we demon-
strate in the following paper,'! a correspondence
between a variety of physical processes and ran-
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dom walks on such multisite-per-unit-cell lattices
can be conveniently established through mappings
of the physical processes onto the appropriate
random-walk lattice. For the case of adatom
clusters diffusing on perfect-metal surfaces, as
observed in field-ion-microscopy (FIM) experi-
ments, we have previously®*? discussed the deri-
vation of expressions for experimentally observa-
ble quantities, using our CTRW-internal-state
formalism. When employed in the analysis of ex-
perimental data these expressions provide meth-
ods for the extraction of rates (activation ener-
gies and frequency factors) of individual transi-
tions involved in the transport mechanism of the
cluster, thus forming a “spectroscopy” of the in-
ternal states.

Defects (heterogeneities, in general) are of im-
portance for a realistic description of material
systems and are known to effect transport in
crystalline systems, and consequently to influ-
ence physical processes which involve transport
(in particular certain types of surface-catalyzed
chemical reactions, e.g., the Langmuir-Hinshel-
wood mechanism). Thus we extended!®!2 our
CTRW-internal-state formalism*=® to include
periodic arrangements of defects in the lattice.
While our previous formalism is capable of treat-
ing systems with internal states and defects (see
Sec. V of Ref. 2) in a straightforward manner, it
may become calculationally prohibitive for small
defect concentrations. Consequently, a different
method for treating transport in systems contain-
ing defects is developed here (its applications are
described in the following paper). Defect sites are
distinguished from the host lattice by assigning
them a “waiting-time distribution function” (which
governs the temporal dependence of the transitions)
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differing from that of normal lattice sites. We
derive the expressions for the particle proba-
bility propagator from which observable quanti-
ties are derived. While the expression for the
propagator, valid for all times, is complicated,
we found that for studies of diffusion phenomena,
i.e., in the long-time limit, it greatly simplifies,
yielding an effective renormalization of the ideal
(defect-free, homogeneous) propagator.

The mathematical formalism of continuous-
time random walks with internal states in the
presence of periodic arrangements of defects is
developed in Sec. ITA. A comparison to our pre-
vious treatment of defects is given in Sec. II B.
A concise procedure for the application of the
method (demonstrated in the following paper) is
given in Sec. III. Finally, certain simplifying
features for the practical calculation of observa-
bles such as positional mean and variance are
given in Sec. IV,

II. CONTINUOUS-TIME RANDOM WALKS ON DEFECTIVE
LATTICES—RENORMALIZED-PROPAGATOR METHOD

A. Mathematical formalism

In this section we develop the underlying forma-
lism of the theory of continuous-time random
walks with internal states on lattices with periodic
defects, and provide a concise procedure for its
application. First we introduce R("’(l t[lo,t 0),
the probability density that the system perform its
nth transition into state ¢ in cell Texactly at time
t, glven that m1t1ally (at £=0) it occupied state j in
cell 10, [the couple (I”,n) will denote state # in
cell 17 ].” The evolution of the system is semi-
Markovian, and the probability density R‘"’ satis-
fies the following chain (recursion) relat_1on

RYI(T, ¢ |1, 0)
t - > - -
=2 X [ v @R, -] T, 00,
s 1 0

(2.1)

where ¥, (1 1’ T)dT is the probability that the
system w111 make the transition (1 s)~ (l ) in
the time interval (t,7+dT), given that the system
obtained (I”,s) at 7=0. The quantity ¥ is called the
waiting-time density for transition, and it com-
pletely characterizes the system (see examples in
the following paper'?).

A convenient method for the solution of Eq. (2.1)
is via the generating function defined by

R (1,¢]1,,0;2)= D "R, ¢ T, 0). (2.2)
n=0
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For z=1,
Ry(L¢]1,0,1)=R,(1,¢]T,0),

which is the probability density of reaching (T, i)
exactly at time #, independent of the number of

steps taken. Multiplying both sides of Eq. (2.1)

by z"*! and summing over all non-negative », we
obtain:

- - t - -
R;(1,t|1,,0;2) -2 Z ;fo v, (1,77
s ]
xR (", t-7]1,,0;2)= 65,1,04,0(0). (2.3)

To facilitate the solution of Eq. (2.3), we employ a
Laplace transformation over time,

g(u)= ./om e Mg (dt,

with the understanding that whenever the variable
u is used a Laplace transformation has been per-
formed. Upon use of the convolution theorem Eq.

(2.3) transforms into

=05l o
In the above, the initial condition argument fo has
been dropped, and a matrix notation introduced.
The matrices R and ¥ are of dimension m X m,
where m is the number of internal states in a unit
cell,

We proceed by further examining the waiting-
time density function [see Eq. (2.1)]. An ansatz
which we use for this function is

¥ 0T, 0 g (), (2.5)

where ¥ )(T)d‘r is the probability that a transition
occurs from (17, 7) in the time mterval (T, 7+dT)
given that the system obtained d,4) at T=0;

b; j(l 1’) is the probability that, given a transition
occurrmg in the above time interval, it will be
@,)~@,4). In general, p; (1,1 ) can also depend
on 7, Such a form is used in our analysis of cor-
related motion in Sec. V of the following paper.
The waiting-time density,  and the transition
probability p are normalized:

2 X S=1, [Ty mar=1.  (2.6)
i i 0

Note also that the first moments of these probabil-
ity functions yield the mean pausing time in (1, ),

}_?_(i: uyz) =2 Z E(f, T’;u)ﬁ(-l.’, u;
=

T p= fo tog, At , @2.7)

and the mean single-jump distance from (f’,j),

z(.1", j),r= E Z (r— P)rpij(.]: 1.’) ) (2'8)
i1
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where »=(x,v, z) is a Cartesian direction. For
motion on a perfect lattice,

¥, @1 )=p Y- 1)), (2.9)
where the translational invariance of the lattice
has been used, and 3°(7) is common to all cells
but depends on the internal states j. To maintain
our matrix notation, ¢,(7) will be treated as the
(jj) element of a diagonal matrix . Note, that
both of the waiting-time distributions y{”(7) and
¥, (1), for transitions from normal and defective
sites respectively, do not explicitly depend on 1.
Rather, they are written in terms of assigned total
transition rates x; (j=1,...,m) for leaving an in-
ternal state j associated with a defective lattice
site, and A for a normal site (I serves to iden-
tify the location of a defect site). We choose here'*

¥, (T) =2, exp(=;7)
1) =1 exp(-1{97).

Using Egs. (2.5) and (2.9), we can express Eq.
(2.4) as

Ry Cus2) =z 3 2 pOT =Ty R, (", u; 2)
n 1

=010 =2 20 2 [pul@ Dpina)
n 1'

=00 = D) R, (U u32).  (2.11)

In the above equation the left-hand side represents
propagation on a perfect lattice, and the right-
hand side is nonvanishing only for transitions

(", n) - (I, i) which involve defects. In the case

of a perfect lattice, Eq. (2.11) can be solved by
means of a discrete Fourier transformation (see
Appendix A) over space I~Kk. Whenever the argu-
ment K occurs it is to be understood that a Fourier
transformation has been performed. Such a trans-
formation yields

(2.10)

RO, u; 2)

_—_{[l_ zg(o)(lz)_Zli(o)(u)]-l}”eii-io ,

where R‘? denotes the propagator for motion on a
perfect lattice, and the system has started at
(T,,7) at £=0. In our examples, we will choose
(I, 1" =pOF =1") ana p(i, I") = p,(0 - 1") for transi-
tions from normal and defective sites, respectively.
We now Fourier transform Eq. (2.11) and return
to matrix notation (whose dimensions are those of
the number of internal states) to find

(2.12)

[ﬁ‘”’(l?,u; Z)]-xg(ﬁ,u;z)eiiio
=eii'101+2 PO DT, w)R(d, 4; 2),
1 d
(2.13)

DT, u) = puT = () - pOT - DY ().

On the left the convolution theorem for Fourier
transforms has been used and on the right

d=(j, al,, j, BL,, j,7,) denotes the set of all de-
fect sites as j,, j,,and j, vary over the integers.
The unit lengths of the lattice are I, [, and [,, so
the unit-cell volume is V=11 I.. The reciprocal

x"y"z*

unit-cell volume of the defect superlattice is .
Q=(aByV,). To proceed further we write P
as e’k A-dg*ikd " and sum over 1 to find

[R(E, u; 2)|"R(K, u; 2)e T

= eii'iol +2D(, )

% 2 e R, u52). (2.14)
d

Using Eqs. (A3) and (A6), we find that the sum on
the right-hand side of Eq. (2.14) is equal to
y-1 B-1 oa-1

DIDIPIE:

AT0 m=0 FT

X [(kﬁj % , ky+m %, kz+n—2——; ,>u,z] s
(2.15)

where the arguments of R are calculated mod2,
and O <k, k,k,<2m For simplicity we consider
first a one-dimensional (1D) case with one inter-
nal state and p,(k) =p'? (k). Denote (omitting the

z variable)

L(k,u) = [RO%, u) "Rk, )
X gitlo _ giklo (2.16)
and
D(k,u) = p (k) [ylar) = $7) ] (2.17)
Note that for the choice §,(t) = xe™* and ¥
=2 exp(-r ©f) [see Eq. (2.10)],
D(k,u)=pO(R) [N/ (X+u) = XO/(X+u)],
which for small  behaves as '
D(k,u)=pOR)1/2? = 1/N)u+0w?).

Thus D(k,u) vanishes as » —0. In our new nota-
tion, and by means of Eq. (2.15), Eq. (2.14) be-
comes (0<k<27)

Lk, u) = a?D(k, u) §R<k+j % u> . (2.18)

Consider values of £ (denoted by K) such that
0<K<27/a. Since for m=0,1,..., a-1

-1
L(K+ zﬂm,u)=a'1D<K+ 2"’")2 R<K+ &J‘,u>
o a o]

i=0

(2.19)
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the expressions corresponding to all values of &
(0<k<2m) are related by m=0,1,...,a-1)

L<K+ 27(7!m ,u) =D<K+ 2Zm,u>D“1(K,u)L(K,u) .

(2.20)

For an infinite 1D lattice which contains defects
|

with regular spacing @, the spectrum of % values
is broken into « zones (the familiar Brillouin
zones). Here K is a vector in the first zone
[0,27/@) and Eq. (2.20) relates the expression
for % values in other zones to that in the first
zone. To evaluate the sum in Eq. (2.19), we use
Eqgs. (2.16) and (2.20), which yield

R<K+ 27rm’u> =R‘°’(K+ 277m’u> [L (K+ 2”’”,“) + ei(lﬁZrm/a)lo]e-i(lf+21rm/a)lo
a a a

=R‘°’(K+ Zlm,u) [D (K+ zzm,u>D'1(K, u)L(K,u)+ e“’“z’”"/“”f)] gl m/ iy (2.21)

Now we sum both sides of Eq. (2.21) from m =0,...,a -1 to find

-1

m=0

=1
> R(K+ 2’;’",14) =R(K,u)+ Y R‘°’(K+ 2%",u) [D(K+ 2rm u) DMK, u)
m=1

a I

X ([R(O)(K, u)]'lR(K, u)e”ﬂo _ eilno) + ei([(+21rm/o¢)l{]e-i(1(+21rm/ )iy
b

(2.22)

where the m =0 terms has been separated from the sum on the right and Eq. (2.16) was used. Substituting
Eq. (2.22) on the right-hand side of Eq. (2.18) (for #=K) and using the definition of L(K,x) given in Eq.
(2.16), one obtains an equation for R(K,u) the solution of which is [for an analytical evaluation of Eqgs.

(2.23) see Appendix B]
R(K’ u) = W-I(Ky u)V(K; u) s

where

(2.23a)

o) i 1[ p©) = Lo 2mm 2mm im/a)
W (K, u) ={[RO(K, u) [ Fe o - a DK, u)} - a [ROK,w)]* Y R (K+ a ,u)D(K+ a ,u)e«zm/a to
m=1

=1

o
VK, u)=e'Flo+ ™t 3~ {R‘°’(K+ -—27;m,u) [D(K, u) - D(K+ 2ﬂm,u) e'(z"""'/”""]}-

m=1

Note that
R(O)(k s u) = [1 —p“’(k)zp‘o’(u)]'lei“o

diverges only in the # -0 and 2 —~0 limits, since

in all cases which we study p®(k)—~1 as £ ~0, and
with the form of y®(¢) given in Eq. (2.10), RO%, )
~u™* for 2 ~0 and small . Since D(k,u)~u for
small #, and R(K +27m/a,u) for m #0 does not
diverge in the £ —0 limit, not all the terms in Eq.
(2.23) contribute to calculations which involve
long-time (¢—~, or #—0 in the Laplace space) and
% -0 limits [see Eqgs. (2.33)-(2.42)]. For the pur-
pose of such calculations a reduced expression for
the propagator may be used,

R(K,u;2) ={[ROK, u; 2)]*
—a e KoD(K, uy z)} (2.24)

which is obtained from Eq. (2.23) by keeping only
the most divergent terms in # in the 2 -0 limit

[other terms, i.e., those which occur in the sum
overm (m=1,...,a—1) do not contribute in this
limit]. In a previous publication® we omitted the

(2.23b)

o (2.23c)

—

sum in Eq. (A5) and kept only the m =0 term,
which led us directly to Eq. (2.24) rather than to
Eq. (2.23).'°* We note that Eq. (2.24) is equivalent
to replacing »°(#) by an effective waiting-time
density:

Dor s (8) = 9O8) = @[y (1) = vO(B)]. (2.25)

The generalization of the above results to systems
with internal states and in 3D is obtained by re-
placing all quantities by matrices of dimension
sXs, where s is the number of internal states
per unit.cell, and by introducing the vector §,, »
as

Bunp=21(m/a,n/B,p/v). (2.26)

Following the same derivation as in the 1D scalar
case (performing matrix operations in the appro-
priate order), we ootain the following expression
for the matrix probability propagator R (k,u):

E(ﬁ, u) =LV‘1(§, u)K(ﬁ, u), (2.27a)



where

WK, ) ={[ROK, )] %o~ oD &, u)}

a-1

Sl 8-12-1 - - - —_ - -
-QDK,u) 3~ 5 S ROK +8 5 #) DK + & o ) DK, u) [ROK, ) |2 € FEmns To |
m= n=1 p=1 —_ — —

@-1 B-1y-1

V®,w)=e®0110DE,1) 3557 5 ROR+ By )L - DR 4y 0D (B, e Frms o],
m=1 7=l p= - - =

In the long-time limit # -0, and for K -0, keeping
thé most divergent terms in Eq. (2.27a) yields

R(K,u;2) ={[RV(K, u; 2)]*

- Q_Q(ﬁ, u; z)e- K o}1 (2.28a)

which is the equation for the matrix probability
propagator used by us in the study of diffusion
phenomena in defective_.lattices.

The defect matrix D(K,u, z) is given as

DK, u;2)=2z (Z; (pa, ol K ), o)
a

_3(0)(§ )Em)(u)] ,

where the sum extends over all defects in one of
the equivalent groups of defects which repeat
periodically (denoted by {d}), with spacing
(al,, BL,,71,), where a, B,y are integers, V,
=1,1,1, is the unit-cell volume of the perfect lat-
tice, and 2 is the inverse of the defect-superlat-
tice unit-cell volume = 1/Vd= (aByV,)™. From
the structure of Eq. (2.28) it is observed that the
defect matrix renormalizes the perfect-lattice pro-
pagator, which is obtained in the limit of -0
(i.e., the vanishing-defect concentration).

In an operator notation we can write the ideal-
lattice propagator equation [Eq. (2.11) with the
right-hand side equal to zero] with f()= 0 as

f‘°’1{‘°’ =1,

(2.28p)

(2.29)

which defines the operator L®. The addition of
defects changes the equation, in Fourier space,
for u -0 (i.e., keeping only the most divergent

terms in %), to

[£(0)+ a-l(éD_ém))]Ii:l (230)
(where the term én -é“” enters only for defective
transitions).

With Eq. (2.26), the above yields

R={(R™)*+Q[L, - (R)]}*, (2.31)

which gives a formal motivation for the result de-
rived above [Eq. (2.24)].

The conditional probability P of being at (I, ) at
time ¢ [starting from (I, j) at #=0] is related to
the propagator R via
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(2.27p)

(2.27¢)

[

P,-,(T,t!i;,ﬂ):/ tRif(i:f— T)’ fo: 0)

X (1 _’/o‘T v, i)(T')dT>) ar

zfo R;Tt-7)|1,00@ ¢ (r)ar,

(2.32)

where the function @; ,(7), defined above, accounts
for the event that the system has reached (T,z’ ) at
an earlier time ¢-7 and still remains there attime

t.

Various statistical quantities of physical concern
can be calculated readily via the propagator (gen-
erating function), in direct or transformed spaces:

(i) The average number of steps () to reach site
({,4) at time ¢ is given by [see Eq. (2.2)]

)= i: nRYI, ¢ | 1,,0)

9 - -
=—52Rij(1,tllo,0;z=1). (2.33)

(ii) The mean time (¢) it takes to reach (I,7) is

given by [see Eq. (2.4)]

t - -
(= [ 1R, 0,7 |T,0;2=1)ar
[

) > -
=-51;R,.j(1,u=0]10,0;z=1). (2.34)

(iii) The positional moments of the probability
distribution are given by (r=x, y, z)

=22 > (-Tnp,i,t|1,0g,, (2.35)
1

iy d’

where P, is evaluated at z =1 (omitted for brevity)
and g} is the initial probability of occupying inter-
nal state j’. Substituting the expression for P,
given in Eq. (2.32), we obtain

@y =2 (Z > T- 1R, T, 0)
ng'{u-l[l - ZP(I,])(“)]})’

(2.36)

where £ denotes an inverse Laplace transfor-
mation. Using the definition of & [in Eq. (2.32)],
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Laplace transforming over time, and partitioning
contributions from normal and defective sites
yields :

Bo)=2 (Z 2 @=Ly {a%w)+ o, ,
1 4
| x [®, () - 390}
XRfj'(-]:u li:)’o)gj') ’ (2.37)

where d represents a defective site. Further-
more,

Z (T_ ro):R“'(.l:u l i’O’ 0)
1

" g e 2o
= (-2 k" Z R;p(Lu 1, 0)ei -0 [i-0
r 1
o" s i1
= (=)' o7 Ryplk,u [1,,0)e 1o .. (2.38)

Finally, combining Eqgs. (2.37) and (2.38), we ob-
tain for long times ‘

@) = (—iye

><< > {fb(j‘”(u)+ Q % [®,(u) - @5%)]} #i—

i
X [R, K, u| T, 0)e"® l°]k'=ogj') ’

(2.39)
where K is in the first Brillouin zone of the defect
superlattice. To evaluate {I"(¢)) for all times one
must replace R ;,(K,u |1,, 0) by

y=-18-1a-1 o 27
Rjj’(Kx+m — Ky+p ‘B- ’

q=0 p=0 m=0 a
27 >
K2+q 7 ,u{lo, 0),

where we have followed an analysis similar to that

in Eq. (2.15). The evaluation of Eq. (2.39) in the

long-time (diffusion) limit, i.e., #—~0 (¢ ~) can

be simplified considerably, as shown in Sec. IV.
(iv) The equilibrium occupation probabilities for

occupying internal state j in any unit cell is given

by ‘

Pj q=lim Z P, (0,t[1,0)g,

t—>c0 1im

=tim(u Z PG ulL,0,)
1m

u—>0

=lirr; [uP,(k=0,x]|1,0)], (2.40)
u—

where g,, is the initial probability of occupying in-
ternal state m, and in the last equality we have as-
sumed that in the long-time limit the effect of the
initial state vanishes and Z)m g,=1 (an exception

to the above are systems characterized by infinite

mean waiting times).

We proceed by calculating the Fourier trans-
formed quantity on the right-hand side of Eq.
(2.40). Using Eq. {2.32) and partitioning the ef-
fects of defects and normal sites, we get

Z e®lp, (Lu|L,0)
1

=2 IR, (fu| T, 0
1

x{8u)+ 8, j, 4 [24() - 2]},

where d denotes the location of defects in the lat-
tice and the primed summation is over defects in
one of the equivalent groups of defects (denoted by
{d}): this allows for several defects in the re-
peating group. The calculation of the equilibrium
occupation probability is performed in the k= 0,
u—0 limits [see Eq. (2.40)]. In this limit, the
above expression reduces to

Z eiE.Iij(f:u'To’ 0)
1
=ij(l'<>,uf-1:,,0)

X (<I>‘°’(u) +9 E [@d(uj - <I>‘°)(u)]) .
(a1

(2.41)

Consequently, for any internal state j

P, .- lir;1<uRj1(E= 0,u]0,0)

{87+ T (860 - 5% j): e
{a}

The probability of occupying a defective internal
state d (i.e., an internal state on a defect site) is
given by .

PP =92 lim [ule(E= 0,u]0,0)®,(u)].

u—>0

(2.42b)

The probability of occupying a normal internal
state is given by the difference between Egs.
(2.42a) and (2.42b), P, . - P, . Detailed balance
relations can be obtained by taking ratios of equili-
brium probabilities of occupation.

(v) Finally, the double Fourier transform of the
probability Z),-].Pij(?, t l 0,0)g;, averaged over all
initial internal states and summed over all final

“internal states can also be calculated leading to

the scattering law S(K, w) as discussed in Sec. VI
of the following paper.

B. Comparison of the internal-state- and
defect-renormalized-propagator methods

We have previously presented a continuous-time
random-walk formalism capable of treating sys-
tems with internal states and defects.? However,
that method, while straightforward, becomes cal-
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culationally prohibitive for small defect concen-
trations. Consequently, the new defect-renor-
malized-propagator method offers distinct advan-
tages. To demonstrate the difference between the
two methods we evaluate the position variance for
motion on a one-dimensional defective lattice,
using both methods.

Consider a 1D lattice composed of two types of
sites (1 and 2) arranged alternately and spaced a
distance I apart [see Fig. 1(a)]. The two types of
sites are distinguished by their waiting-time dis-
tribution functions

(2.43)

where a and b are the rates of leaving site 1 and
site 2, respectively. Hence we obtain [see Eq.

(2.9)]
V(0,05 = 9,05 8 s (2.44)

(i.e., nearest-neighbor transitions only, with
transition probability 3 to each side), where here
and throughout the paper when the argument of
the 6 function, appearing in the transition matrix,
changes by one this implies one lattice spacing L
of the mathematical random-walk lattice. In ad-
dition, we note that the Fourier transform variable
K is defined in units the lattice spacing of the ran-
dom-walk lattice [e.g., in Eq. (2.50) % represents
RL].

According to our CTRW-internal-state method,?
we divide the lattice into unit cells each of length
L =21 [denoted by dashed lines in Fig, 1(a)], with
two states 1 and 2 in each unit cell (called the in-
ternal states). Next we construct the transition
matrix

v =aet, P,=bedt,

0 2be™(5, 4+ 6, 1)
N7 =
_(l’ t) éae-at(élyo'*' 61’ -L) O
(2.45)

Since there is no bias in the system, we obtain for
the variance o2(¢) [see Eq. (2.39) for a system with
two internal states and no defects, i.e., 2=0]

o®(8)= ()

=787 (3 o =0, 0 oo

x <I>mm<u)g,) , (2.46)
where
B() = 1/(a+u) 0 (2.47)
- 0 1/(b +u)

and ¥(Z,¢) in Eq. (2.45) has been Laplace and
Fourier transformed. In Eq. (2.47) the result

in the long-time limit will be independent of the
choice of the initial occupation probabilities of the
internal states g, and g,. Performing the indicated
operations, Eq. (2.46) yields (as £ —)

o2()=3(L*)[ab/(a+b)]t.

To compare to Eq. (3.14) in Ref. 2 we note that
here a(b) is the total transition rate for leaving
site 1(2) where there A =2q (B=2b) is the total
rate. »

If we consider now a 1D system in which for
each n -1 sites of type 1 we have one site of type
2 and these are placed periodically, the unit-cell
dimension will become L =nl. Correspondingly,
there would be 7 internal states in each unit cell.
If n is large, we are confronted with » X n matrices
of large order.

In contrast to the above method, in the renor-
malization procedure state 2 is considered as a
defect, and instead of working with » X » matrices,
the elements we use are scalars. We consider the
case shown in Fig. 1(b) and choose $°(¢) = ¢,(¢)
[given in Eq. (2.43)] as the perfect-lattice waiting-
time distribution function, and #,(#) given in Eq.
(2.43) as the corresponding function characterizing
the defect. Again, we consider nearest-neighbor
transition only, i.e., p(1)=p(-1) and p(|I[>1)=0,
and let £~ (diffusion limit). Equation (2.11)
yields (starting at 1,=0, £=0)

(2.48)

R(,u) = 22 pl—UWOWRW, u) - 5, 4
o

Z (Gl,nj+1+ ‘51,nj-1)

jE=o

X [, (u) = 9Ou) | R(nj, u) .

=

(2.49)
After Fourier transforming over !, we obtain, in
the diffusion limit « -0 and for small &,
R(k,u)={R(E,u)
- (1/n) () = ®()] cosk},

where the perfect-lattice propagator R is given
by

(2.50)

RO, u)=[1 - y®(u) cosk]". (2.51)
Using Eq. (2.39), we find
0%(t) = nl?tab/[a+ (n-1)b]. (2.52)

For L =21 and n=2 this reduces to the previously
derived result [Eq. (2.48)]. Note that when -~
(vanishing defect concentration) or when sites 1

and 2 are indistinguishable (a=b),
o3(t) =1ta, (2.53)

which is the perfect-lattice result. The above
demonstrates the feasibility of the calculation via
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FIG. 1. (a) A 1D random-walk lattice with two alternating states is shown. The distance between sites 1 and 2 is [,
and the unit cell (dashed lines) has length 21." The total rates of leaving states 1 and 2 are a and b, respectively. The
probabilities of going to the left or right from states 1 or 2 are % The lattice may represent the centroid positions of
a dimer performing a 1D “channeled” motion on a crystalline surface [e.g., W dimer on a W(211) surface (see Fig. 6
in paper II (Ref. 10)], or a 1D ordered, alternating two-component system. The random motion is solved by two
methods. First, the lattice is treated as having two states per unit cell and a 2 X2 Green’s-function propagator is de-
rived. An alternative approach treats state 2 as a periodically occurring defect, and a defect-renormalized scalar
Green’s-function propagator is derived. (b) The defects (state 2) are now spaced a distance nl apart. In the text, it
is shown that the defect-renormalized-propagator solution is much simpler than the n X» matrix internal-state approach.

the defect-renormalized-propagator method in
contrast to the difficulties encountered with the
“previous internal-state method. We emphasize
that in both methods only the assigned waiting-
time densities ¥, (normal sites) and ¢, (defect
sites) are needed to solve for the evolution of the
system.

It is interesting to observe that, to first order
in the concentration of defects ¢=1/n, an expansion
of Eq. (2.52) yields

o2()=02(){1 - cl(v,/v,)e®aEr/ k8T — 1}
+0(c?),

where the transition rates a and b are written in
an activated form. The above result is similar to
the effective diffusion constant in a system con-
taining randomly placed defects, when treated in
the average-T-matrix approximation.!®

As an additional example consider the biased mo-
tion of a particle on a 1D periodic lattice of spac-
ing I composed of two types of sites (1 and 2) with
sites of type 2 separated by a distance (n - 1)l
[see Fig. 1(b)]. These sites are characterized by
the waiting-time distributions ¥,(#) and ,(¢) given
in Eq. (2.43). For simplicitly we will allow only
nearest-neighbor transitions, with probabilities
p and g =1 - p for transitions to the right and left,
respectively. In the following we will demonstrate
the calculation of the mean position {I(¢)) of the

(2.54)

particle, using (i) the renormalized-propagator
method and (ii) the internal-state method.

(i) The mean position of a particle starting at
the origin at =0 is defined as

(@)=Y 1P(,t)0,0).

The expression for the positional moments in the
long-time limit given in Eq. (2.39) reduces in this
case (n=1 and ,=0) to

Q)= —i 8 [{ @)+ =@, u) - 37}

x(g% R(k,u)) H] , (2.55)
where
®Nu)=(a+u)?, ®,w)=0+u)t. (2.56)

Using Eq. (2.24) for R(k,u) with D(¢,u) as defined
in Eq. (2.17), we obtain
R(%,u)={[R(k, u)]* - (1/n)
X (be bt — ge~t)
X (pet*lrgeiti)}t, (2.57)

The ideal-lattice propagator R? is given [see Eq.
(2.12)] by

RO, u)=1 - ae(pe'* + ge-itl), (2.58)
Substitution of Egs. (2.56)-(2.58) in Eq, (2.55)
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yields
Q@) =[ad/(a+0)(p - g)nlt.

Obviously, when there is no bias of the motion,
i.e., when p=g=3%, {I({)) vanishes.”

(ii) We turn now to the evaluation of {I(¢)) via
the internal-state method. Here we consider sites
of type 1 and 2 to alternate, corresponding to n=2
in (i). The unit cell for the random walk is of
length L =2[ and contains two states, sites 1 and
2.

(2.59)

The transition matrix ¥(,¢) is similar to the
one given in Eq. (2.45) e?cept for the inclusion of
the bias, and its Fourier and Laplace transform
is given by

b
b+u

(p+qe-ikL) 0

0 (peikL+q)

¥(k,u)= 2

a+u

(2.60)

Using Eq. (2.39) with =0, n=1, and the matrix
®(u) as given in Eq. (2.47), we obtain

aw =-ie* (3 & (1 200 015 o))

(2.61)

The above yields, in the long-time limit, where
the result is independent of the choice of initial
occupation probabilities of the internal states g,
and g,,

@y =[ab/(a+b)](p~q)Lt.

This result is equal to that obtained in (i) by means
of the renormalized-propagator method when the
systems considered are made equivalent by setting
n=2.

(2.62)

III. PROCEDURE

To facilitate the use of the method, we outline
in the following the main steps in its application:
Step 1. Examine the allowed configurations of the
migraﬁng species on the lattice, including internal
states, and map these onto a periodic lattice with
the smallest possible unit cell, Siep 2. Label the
allowed transitions into and out of a normal unit
cell. Similarly, label all transitions involving the
periodically placed defects. Step 3. Find the di-
mensions (a, B,7) of the defect superlattice unit
cell [volume V,=Q"=aBy(l,1,1,), in 3D]. Step 4.
Construct the transition matrixes ¥XI,#) and
\Il(f, t) for normal and “defective” transitions [see
Eqgs. (2.5) and (2.9)]. Subsequent steps involve
these matrices (of order m X m, where m is the
number of internal states in each unit cell), and

their discrete Fourier (Eq. A1) and Laplace trans-
forms, ¥O(k,u) and ¥(k,u). Step 5. Using Eqs.
(2.12), (2.27), and (2.28), construct the propagator
matrices ROk, u; z) and R(K,u; z) and the defect ma-
trix D(k,u; z) [see Eq. (2:28b)]. Step 6. Perform
the matrix inversion indicated in Eq. (2.27a), de-
note the determinant of the matrix by A, and the
matrix of cofactors by M, [i.e., R(k,u;z)=M/A;
see Sec. IV]. - - -

Depending on the desired application, various
quantities can be calculated as follows: Step 7.
Calculate the positional mean and variance using
Eq. (2.39); in the long-time limit one may use Eqs.
(4.7) and (4.8), respectively. Equation (4.9b) is
used if the mean vanishes. Equations (4.12) and
(4.13) are employed if there is only one state per
unit cell. Step 8. Calculate moments for the num-
ber of steps and time it takes to reach a site, and
equilibrium probabilities of occupation from Egs.
(2.33) and (2.34). Step 9. Calculate the scattering
law S(k, w) [see Eq. (6.5) in the following paper].
Step 10. When possible [i.e., when the number of
unknown transition rates equals the number of re-
lations from the calculation of diffusion moments,
detailed balance relations, and S(E, w)], individual
transition rates can be expressed in terms of ob-
servable quantities, thusallowing the determination
of individual activation energies and frequency fac-
tors.

IV. CALCULATION OF MEAN AND VARIANCE:
SHORTCUTS

While the procedure given in Sec. III is valid at
all times, the calculations simplify considerably
in the long-time limit. We introduce here certain
shortcuts in calculating the positional mean and
variance in the diffusion limit as ¢ - . This
analysis will save quite a bit of time when there
are several internal states per unit cell. Also
this analysis applies when periodic defects are
present and the defect-renormalized propagator
is used in the long-time limit [Eq. (2.28)]. All
the calculations involve the matrix R(&,u)=M/A
[see Eq.. (2.28a) and Step 6 in Sec. III]. The mean
is given by (say, in the x direction), for the initial
cell TO =0,

<l(t)> = —i&™! ‘Zj:q’u(u)a_R"ing,_u—)

%

. 85> (4.1)

ka0

where
@400 =25 ) + 2 [24,00) - 2P ()]
d

[see Egqs. (2.32) and (2.35)]. Since the initial in-
ternal state which occurs with probability g; does
not affect the result in the diffusion limit (except
for systems with infinite mean waiting times), we
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can write, since @ is diagonal, 2. 84 ayM 1 EEe
- 7 . (4.4p)
, 3R, (k=0,u a? ¥, ok, A ks
UeD,--ie D 8,00 BuulE0) ’
7 % In the diffusion limit (-0, i.e., t-w)
9R
_ 01 =
==t Tr<g3kxli-o> : (4.2) lim %™ 'A =48 +ul +. .., (4.5)
u=0 .
Similarly, where A, is independent of #. Thus
2
2 _ -
@@n,=-£ Tr( % k_()), (4.3) lim #"A™ = A7 [1 - nud /A + 0(?)]. 4.6)
u=0
where 7 =x,3,z. In addition, : All other functions X(k,u), besides A(k,u), that
3R 1 9a 1 aM we will encounter have the behavior
e — M= (4.4a)
ok, A% 8k, A o,
lim Xk, u) =X +uX, +....
and u=0
2R 2 [3AN? 1 BZAM In the following, subscriptsO, 1,... are used as
ok2 F(&kr) =Ta e in the above expression. Thus we write
I
T BA oM 8A
lim {I(#)), =1limlim (=%)TrL"! —u'zAgz(—— (_Q)0+u'1A5‘< =) &,+2u'AA) (M(I))0
teo E=0 u=0 akr 0 Bkr ak
A A
—iame A2
s (32) s () ).
[
Performing an inverse Laplace transformation, need not work with the full expressions for A,
we have 9A/dk, M, @, etc., but only their limits as k and

u approach zero. In practice this is a great

lim (I(2)), —llm itag <8k ) Tr(M @), + const, simplification. The expression will further sim-
770

4.7
= . plify when we show that A, :Tr(_llﬁlg)o during our
analysis of the variance. /

where »=(x,y,z). Consequently it is seen that we For calculating the variance, we find

|

fo0 -0 r T

—lim (U(#))2 = lim (tzAa“(akr)’[tr(MQ)] +2t{ 24,A; (akr)o[Tr(M‘P)] +A64<:2 )((Z: )1

x[Tr(A_42)012+A (ak > Tr(M®), Tr(Mé);—A (a:> Tr [(224) ]Tr(M@) })

and
9A \2 ) A\?
lim (%(¢)), = -lim £'lim 3A03( ) Tr(M®), - 6u*A,45 ( ) Tr(M®),
te k=0 u+ 0 ok, /o dk./ -
- 330
+4u A, <Bk,>0< > Tr(M®),
94 \? 32
+2u7%A53 Tr(M®), - u Ay Tr(Me®),
9k, /o k,
_o,2a-2(2A ( )
2u°A (akT)OT [ D1 » -

Thus
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o¥(t) =), - UB)?

92A 5A 9A \ A
= i A-‘ ——sg-1 4 ZA-Z - =L -
té{xzx{ ° <8k3 >o ’ (3kr>o [(3kr>o 8y - <

where A= Tr(Mg)0 has been noted as being nec-
essary for the £ terms to cancel. So one need
not calculate the matrix J but only the scalar
A, instead. This can now be used to simplify the
expression for the mean as ¢ - to

Ut)y,=limét A (%L) .
k0 r/0

If there is no bias, then
AUy, =cC, (4.92)

where C is zero or a constant of the order of the
lattice spacing (depending on the initial internal
state), and as ¢~ ’

2 . VLI ~
o.() =limtag' (7)) - (4.9b)
£-0 ok: Jo ,

When there are no internal states R is a sca-
lar and A is not introduced, thus modifying our
analysis. Consider, e.g., a random walk in 1D
with a group of N defects which are repeated
periodically with spacing y. The random walker
leaves a normal site with rate A, and the ith
type of defect with rate A;. Thus

1 1&/1 1
lim ®(u) =—+— (—~-——) (4.10
ime@ =3+ 2 (0 -a) )
Now
limR(k,u) =|1 -
“131 (B,u) [1 e coskl
1 & A, A\
‘Y;COSkl<Ai+u —A+u)] ,
(4.11)
and we find
lim ({()) = —i lim £7'1im 3Rk &
te e ) =0 ok
=1t& " lim [®(w)] !, (4.12)
u-=0

where T:-iap(_k)/ak[k,o [(see Eq. (2.5)]. Ina
similar manner when (I(¢)) =0 we can find that

oX(H) =1lim7 %/ (u) . (4.13)
u0 )

Thus in this case the calculation involves only
®(0). The above analysis holds in higher dimen-
sions with (f) and ¢® replaced by (l), and ¢%, and
7 and 72 replaced by 7, and 72.

i
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APPENDIX A: PARTIAL DISCRETE
FOURIER TRANSFORMS

We define the discrete Fourier transform [Eq.
(A1)] and its inverse [Eq. (A2)] on an infinite
lattice of dimension d as

f®= 2 > et

1=_ao o ld = =00 ) (Al)

FW=@art [T [T p@e T E L a2)

Consider first a 1D lattice and define the partial
Fourier transform

fy,,.(k)EIE Fyl+n)etrm (A3)

= o0

Using Eq. (A2) we obtain
Sy &)

] ==

= 2m
- Z (Zn)-lf f! )ei(k =k (y1+n) gpt
0 .

% .f:“ f(k')é(k —k'+ 23—”‘) ar’ (A4)

o), e

where the summation is over all integral values of
m (positive and negative) such that &+ (27m/y)

€[0, 2m). Equations (A3) and (A5) can be easily
generalized to higher dimensions, say, d, to
yield

(1 X+ + X 7)™t Z eee

my

2mm 2rmy
Zf(k1+ ” ’-oo’kd+ 7 ). (A6)

mg d

For a finite lattice of dimension d (the number
of lattice points being N, X+ * « X N, the discrete
Fourier transforms are defined as
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Nl Nd .
f(lE)=lZ s 3 rmeT (A7)
=1 1351
and
f)=@,x-- xzv,)'lz Zj fE®e T,

s=1 sy=1
(A8)

where k;=2sS;/N;, i =1,...,dand S; =1,...,N;.
For the partial discrete transform

Ny Ny
fy(lz)zl; IE: f(')’llp'“
ISR PR

X ety v 1) (A9)

yydld)

weobtain the sameresult asinEq. (A6), except kcan
only takeon the N, X -« +X N, values in Eq. (A8).

APPENDIX B

In this Appendix we evaluate analytical expres-
sions for the probability propagator R(K,«) given
in Egs. (2.23) for the 1D system described in Sec.
II B. The defect matrix D(k,u) [see Eq. (2.17)]
for that model with the waiting-time distribution
functions ¥ (t)=ae~* and ¥,(t)=be~?*, [see Eq.
(2.43)], is given by (the spacing between neighbor-
ing lattice points is normalized to unity)

D(L, U, t) =AYt ) [3(8;r 541+ 040, ;-] (B1)
AY(E) =9, (8) =@ (2) (B2)

and its Fourier and Laplace transform is given by

D(k,u)=Ad(m)cosk , (B3)
where .
Ab) = b a u( —-a) (B4)

b+ru “a+u =(b+u)(a+u)'

Assuming that the particle starts at =0 at time
zero, we can write the propagator R(K,«) in Eqs.
(2.23) as

REK,u)=W"'(K,u)V(K,u) , (2.23a)

WK, u)=[ RO(K,u)]"' - a"'DK,u)
" [ROK,u)] " 'Ap@)S,K,u), (B5)
VK,u)=1+a " 'Ad@)

X[S,(K,u)cos(K) - S,(K,u)], (B6)

where
Ol= 1

S.(K,u)=) [l-lP(o’(u)cOS(K +zaij)] (B7)

i=1

S,(K,u)= il [1-:/)‘0)(14 cos(K+ 20'7 )]

i=
X cos(K+ 2m ) s ‘ (B8)
a
[RO(R,u)]"*=1-9 (u)cosk
=1-acosk/(@+u) . (B9)
The evaluation of the sums in Eq. (B6) proceeds

in a manner similar to that used by Montroll!? for
a similar case. First we write

2
Si )=~ gy
o=1 ei(x+z1rj/ot)
X j; (el(K+21rj/ot)_A)(ei(l(+21rj/ @y _ 1/4) °
(B10a)
where A is a solution of the equation
AZ-A(2/9)+1=0. (B10b)

For definiteness we choose the smaller root
A=(1/9) -[A/)?-1]"72
=1+u/a-[(w/a)2+u/a)]"/?. (B10c)
Expressing the right-hand side of Eq. (B10a) in

partial fractions and expanding the denominators,
we obtain

hd i(K+2mj/a)p

S,(K,u)=< —Z) —ra(,T)Z(Z e

had e-i(K+2m/o¢)p>
+Z e .

p=

(B11)

We now interchange the order of summation in
Eq. (B11) and use the relation

Ol

Do eMeTiI/O 1= (a11)5, 4 -1, (B12)
i=0 .
which yields the result

1\ a+u
SI(K,u)—2<A ‘Z) :

x [(a+1)(1—_XF . 1_1—;?a)
xerm)) e
where )

X=e* /A, X=e"*/A . (B14)
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A similar calculation leads to

a+u

SZ(K,u)=(

1 -1
'Zx)

Substitution of Eqs. (B13) and (B15) into Eqs. (B5) a
(2.23a).

X 1
[A(oz+1)(1 —xet 1—X°‘>+

+
A
(e
d (B

IN... . 1. 6219
1( 1 1
1-x2"1-x°
X(X+X)
X)] 1-x ° (B15)

6) yields the final expression for R(K,«) in Eq.
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