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II. Multiple scattering on disordered overlayers
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The diffraction of low energy electrons from disordered overlayers adsorbed on ordered sub-
strates is treated theoretically by an extension of Beeby’s multiple scattering method. A lattice
gas model is assumed for the disordered adsorbate layer. Multiple scattering within a certain
area around each atom — each atom of the overlayer and within the ordered substrate — is
treated self-consistently, the remaining contributions to the total scattering amplitude being
averaged. The theory can be used in the limiting cases of random distribution and of long range
order within the adsorbate layer.

1. Introduction

By analyzing the diffuse diffraction patterns of disordered surfaces one can get
information about the adsorbate—adsorbate and adsorbate—substrate interactions,
such as the binding energies, the activation energies for diffusion and the interac-
tion force laws [1—-6]. There have been several qualitative investigations to extract
some information on the interaction energies between ad-atoms by analyzing the
half-widths of the angular profile of diffuse LEED beams as a function of tempera-
ture and coverage [6—13,29].

It is usually assumed that the influence of multiple scattering effects on the
angular profile is weak and one can use the kinematic theory to interpret the exper-
imental results, especially in cases where only the temperature dependence of the
half-widths of the angular profile is measured with constant energy of the incident
beam. As long as this assumption is valid the angular profile is given by the Fourier
transform of the averaged correlation functions superimposed by the scattering fac-
tors of the structural elements. Nevertheless, a dynamical calculation is necessary
to show the limits of a kinematic treatment.

Until now, the only dynamical scattering theory for disordered adsorbed over-
layers has been published by Duke and Liebsch [14]. They used a nearest neigh-
bour Ising model to describe the statistical distribution of adsorbed atoms and
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evaluated the multiple scattering amplitudes in the quasi-crystalline analysis. This
theory describes the multiple scattering processes in a perturbation serjes expansion
using pair correlation functions to evaluate consecutive scattering events appearing
in the perturbation series. The average over all possible scattering paths is taken and
finally the perturbation series is summed up again. In that way the effective scatter-
ing amplitude of each atom becomes independent from its actual surrounding (not
independent from the statistical distribution and temperature) which leads to a lack
of self-consistency. The applicability of this theory is therefore limited.

To overcome that difficulty, and also to include a longer range of interaction
forces, we introduce here a multiple scattering scheme which explicitely considers
the occupation of adsorption sites within a certain neighbourhood around each
adsorbed atom. That means it is necessary to calculate a different scattering ampli-
tude for each atom with a different neighbourhood, defining the scattering ampli-
tude of an atom by summing up all scattering events which end in this atom. This
method is formally equivalent to that used in multiple scattering theories for
ordered structures where one plane has to be divided into subplanes in case of non-
primitive unit cells [15—17].

To make the number of matrices which have to be calculated still tractable, the
neighborhood of an atom is restricted to the nearest or next nearest neighbors. By
this method the multiple scattering events up to all orders are included within a cer-
tain area around each atom. In this paper this area will be referred to as the “area of
multiple scattering” AMS (see Part I). Scattering events with a larger distance
between two adsorbate atoms are averaged. This procedure is justified by the result
that the major contributions to the total scattering amplitude arise from single
scattering and multiple scattering between nearest neighbors. Furthermore, only the
disordered adsorbate layer is involved in averaged scattering amplitudes, while
multiple scattering within the ordered substrate is treated selfconsistently.

The theory developed here uses correlation functions defined for configurations
of atoms, a method which has two advantages. First, the nearest neighbor (NN) and
the next nearest neighbor (NNN) interactions and even interactions between atoms
further apart (usually ignored in statistical models) can be included in the multiple
scattering formalism as the same type of correlation functions is used in the descrip-
tion of the statistical distribution of adsorbed atoms and in the description of
multiple scattering amplitudes. Second, the connection between the interactions of
the adsorbed atoms and the resulting diffraction picture can be seen more clearly.
Once the scattering amplitudes for each configuration have been calculated, the
further treatment is exactly the same as in the kinematic theory which is well
developed for the interpretation of diffuse X-ray diffraction patterns (see also
part I).

The treatment of the multiple scattering problem given here uses the formalism
developed by Beeby [15]. The dimension of the matrix to be inverted is greatly
increased by the extension to disordered overlayers, but an approximate solution is
possible for a simplified model, and a calculation may be useful in studying the
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extent to which dynamical effects limit the validity of a kinematical interpretation
of the measured angular beam profiles [30].

2. Model of the disordered surface

A monolayer containing the atoms A and B is adsorbed on a perfectly ordered
substrate of atoms C. The atoms A and B are statistically distributed in the
adsorbed layer and can only occupy lattice points as adsorption sites (fig. 1).

This model also describes the special cases of incomplete adsorbed layers, steps,
and terraces, and even one-dimensionally disordered overlayers. The atoms B may
be replaced by a vacancy. The model is easily extended to the case of different dis-
tances of the two atoms A and B to the underlying layer, which is not assumed here
for the sake of convenience.

As a result of multiple scattering the scattering amplitude of each atom,
described by the T-matrix in Beeby’s formalism, depends on its neighborhood.
Including only the nearest neighbors there are for example in the (100) face of a fcc
crystal five possible adsorption sites which can be occupied by two sorts of atoms.
That makes 2° = 32 different configurations. With r neighbors there are generally
N =2"*1 different configurations, half of them with central atom A, or B respec-
tively.

Fig. 2 shows how the configurations are linked together and also that only cer-
tain configurations can follow one another (in this example only 8 of 32 possible
ones).

The only statistical parameters entering the multiple scattering theory (and these
are also the only statistical parameters which can be determined by analyzing the
diffraction picture) are the correlation functions of these configurations. The con-
nection between these parameters and the binding energies and thermodynamical
quantities such as the heat of adsorption, etc., is not discussed here (see part I). It is
assumed that a numerical or analytical solution of the statistical problem of finding
the equilibrium distribution at given interaction energies is possible, see for example
a recent article by Doyen et al. [24].
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Fig. 2. Linking and overlapping of the configurations.

Let e,,,(P, P') be the operator which sets the central atom of a configuration of
type m on the lattice point P and the central atom of type # on the lattice point 7'
(m,n=1,..,N). The central atom of a configuration of type m is further denoted
as an atom of “type” m for the sake of convenience.

The probability to find two atoms of type m and # at the distance P — P’ is given
by

PmnlP — P') ={epmn(P, P’)> >

and is a function of direction and distance only because of the homogeneity of the
surface.

The a-priori probabilities p,, and the coverage 8, 05 of the surface with the
atoms A and B are given by the relations

pn= lim pmn(P"P')
P_P oo

1,N/2 N/2+1,N
Op= E Pm, 0p= E Pm >
m m

They cannot be chosen independently from the correlation functions pya(P — P,

It should be pointed out that the probabilities and correlation functions, as used
here, are related to configurations of atoms and are not necessarily the same which
are used in the statistical analysis of the equilibrium distribution, and which are
either related to single atoms (smatlest possible configuration where the correlation
function is denoted as the site occupancy pair-correlation function, or to configura-
tions of atoms used in statistical methods, including more than nearest neighbor
interactions [27,28]. The size of these configurations and their number depend on
the range of the interaction forces between adsorbed atoms, called the “area of
(direct) thermodynamic interaction ATI” (see Part I). This area of interaction may
be smaller or larger than the area of multiple scattering (usually smaller) and the
related probabilities are defined for two different sets of configurations.

If the area of direct interaction is smaller than the area of multiple scattering, a
new set of sequence probabilities is needed and some of the configurations get
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equal sequence probabilities; if the area of direct interaction is larger, a sub-set of
configurations is described by the same scattering amplitude (the simplest example
for that case is given by the kinematical treatment).

The equivalents of the description of the surface with a set of configurations and
their related probabilities and the description with pair correlation functions is
easily seen in D—1. If only nearest neighbor interactions are assumed the pair
correlation functions are given by two parameters: paa = 01, Pap=1 — a1, Ppa =
@y, ppg = 1 — a,. The correlation functions for each distance ja are given by the
elements of the matrix

W)y = (T* . - "1)].

Qs
For the multiple scattering formalism configurations of the type
AAA, AAB, ABA, ABB, ...,
are used and their correlations are simply given by
paaa=a, paap=l—a1, pPapa=1l-0o, pppa=l—-—a, ..,

resulting in an (8 X 8) matrix, still having the same eigenvalues as the (2 X 2) matrix
described above.

In any case, the correlation functions and probabilities which are determined by
the interaction energies — even if only a numerical solution is given — are easily
transformed into the form related to configurations used in the multiple scattering
formalism.

So far, only configurations within the adsorbed layer have been considered.
Through multiple scattering as many different scattering amplitudes are induced in
the second and further layers as in the adsorbed layer. Thus, statistics of the
adsorbed layer are continued into the substrate.

3. Calculation of scattering amplitudes

In Beeby’s multiple scattering approach [15] the crystal is divided into layers in
which all atoms have equivalent sites. For non-primitive plane unit cells the layers
have to be divided into subplanes. The details of the theory are given explicitly in
[25]. Here only those relations shall be repeated which are relevant in further calcu-
lations.

The intensity scattered into &' is given by

— 87 . . ,
= 2020 Y() Th(K) Y explitk — K) - d,
Ak, v L1

2

Ik, KY=R

X§5(ku*k'u+g)- 1)
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k, k' are the wave vectors of the incoming and outgoing wave; |k| = (F — Vo)l/?,
and V, has an imaginary part to account for the strong inelastic damping of the
wave inside the crystal. A is the area of the unit cell and

R= Ik’iext l/(kiextl

is the Lorentz factor. The quantities 7% ;'(k) are matrices in the partial wave repre-
sentation and represent all scattering processes which end in an atom in plane v.
They are given by the following system of linear equations

TEO) = th 00+ 20 110,00 2 Gry1,(6) T (K) @)
.42 M
The electron propagators Gy, 1, (k) can generally be evaluated by

G106 = 20 G, 1, (P + dy — ) explik - (P+ d, - d)]
= ? ? amk CLy, Ly, L) i kD (Ikol 1P+ dy ~ d,])
3

X Y1o(Qprd,—a,) expl—ik - (P +dy —d,)] . (3)
The summation in eq. (3) should skip the point
P#0 if d,-d,=0.

k§1) and Y7(Q) =Y} ,4(Q) are the spherical Hankel functions of the first kind and
the spherical harmonics, and

CULns Ly L) = [ Yoy (@) Yy y &) Yoy my( AQ, L= ).

As Tong and Rhodin [19] have shown, eq. (3) can be summed up more easily in
reciprocal space when d,; —d, 0.
The quantities

1,0, %) = k" expling sinng 81,1,

are diagonal matrices describing a single scattering event, 1y are the phase shifts.
Eq. (1) can be written as

Ik, K'Yy = RIF(k, K'Y 23 6(ky - Ky +8) , @)
g

where |F(k,k")|* is taken as a generalized structure factor of a unit cell which is
extended over all layers of the crystal (this expression has been used in Part I).
There are no equivalent sites in a disordered overlayer and in the set of egs. (2)
one would have to take T*F(k) instead of T%(k). An exact solution is no longer pos-
sible. If one uses a perturbation series expansion or a self-consistent method, the
scattering amplitude has to be averaged in any case. In this method of averaging the
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amplitude the fact is neglected that in the experiment the averaged intensities are
observed. That means, the area of the multiple scattering has to be extended such
that the averaged contributions could have been neglected anyway. On the other
hand, these contributions contain all the multiple scattering inside the ordered sub-
strate which cannot be omitted and remains unaltered by the averaging process.

In fig. 3 the calculated intensities of two different beams of the Ag(111) face
are shown, for which the intra-layer scattering is included only up to nearest or
next-nearest neighbors. The multiple scattering between the layers (inter-layer scat-
tering) is calculated with the RFS scheme of Pendry [18]. The agreement between
these curves and the exact calculation is rather good for the lower energies, indi-
cating that the major part of the scattering amplitude arises from multiple scatter-
ing between nearest neighbors. For a disordered overlayer, including the exact cal-
culation of the multiple scattering in the ordered substrate, the agreement should
be much better.

Let us consider multiple scattering within the disordered overlayer alone. It has
already been pointed out that to each atom with a different neighborhood corre-
sponds a different scattering amplitude represented by a7 matrix in the angular
momentum representation following the notation of Beeby.

Including n neighbors, which lie within a radius |P| <r, one gets N =2"*! dif-
ferent 7 matrices. As in the case of ordered layers the calculation of the 7 matrices
is best done by summing up all scattering events which end in a single atom. This is
the central atom of the configurations defined in section 2.

The scattering matrix for the central atom of the configuration of type m at

1/1,[%]) 111,1%]

{00)-Beam {10)-Beam

10.0 1

501

' 4 e
0 50 100 lev] O S0 100 [eV]

Fig. 3. Calculated I-V spectra for Ag(111) for normal incidence and zero temperature. Broken
line: nearest neighbors; dotted line: next nearest neighbors are included for intra-layer scatter-
ing. Solid line: exact calculation (~500 lattice points). Five phase shifts are used.
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point P, is in that way given as

i,N
Tn(R) = L (k) + £ (k) IP—;L:I#() E G(P — Po) exp|—i(k - (P — Py)]

<r
X emn(Pa PO) Tn(k)
1K) 20 G- Po)oxv[—ik - (P — Po)] T4lk), s)
lP—P0|>r
where
ta=k'exp(ing o) sinma, m=1,.,1N;
t(k) =

tp=k~'exp(in; p)sinm g, m=iN+1,.,N.

The average of the site occupancy operators in the second term of the right hand
side of eq. (5) is necessary because the configuration m can be followed by several
other configurations all with the same central atom.

That means that the average is taken only over scattering processes which start
at a point P with |P — Py| > 7 and end at point P, after intermediate scattering with
the radius r, and also of similar processes of higher order.

It should be pointed out that multiple scattering processes with maximum dis-
tance r between two scattering events are treated self-consistently, while for a
greater distance an average is taken. If one had to calculate scattering from a single
layer only, the use of an averaged amplitude would be senseless. However, when
treating all layers in the same manner the formal addition of this term is necessary
in order to take into account the periodicity of the substrate.

In the case r = 0 only two different scattering amplitudes remain, the correlation
function is constant for all distance, and the probabilities to find an atom A or B
are 8, and 6y respectively, hence

7a) = tA00) + 14K ‘Q G(P - Po)expl—ik - (P— Po)] (0aTA+05r5} . (6)
In that case all adsorbed atoms of the same kine are represented by a single 7 matrix

which becomes independent of the temperature. Eq. (5) may be written as

1,N
Tr) = En(K) + ta(0) 20 GE2) Talk) . )

The layers of the substrate have to be divided into the same configurations as the
disordered overlayer, and for all layers the same statistics are valid. The scattering
matrices for the whole adsorbate—substrate system are therefore easily obtained:

T™UK) =ty (K) + o (k) 20 20 Gl(l) TH(K)
L ®)

tm (k) =t =k7! explingJsinmy, forv=2,
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with propagator matrices:

|Pl<r

GE (k)= 20 GP+dy— dy) exp[—ik - (P+dy ~ d,)] Pun(P)
P

\Pi>r
+ 2 GP+dy— dyexp[—ik-(P+d,—d,)] Py,
P

iPl#0 for dy—d,=0. 9

In this way all those scattering processes are correctly calculated to which the
adsorbate does not contribute. This may best be seen by setting in eq. (8) all
tm,u(k) = t(k). The system of equations is then reduced to that of the ordered crys-
tal,

Eq. (2), which solves the problem of multiple scattering in ordered crystals
exactly, is extended by eq. (8) for a disordered overlayer. The multiple scattering
within a certain neighborhood is calculated exactly, and the necessary average is
restricted to the less important atoms further apart. From fig. 3 it appears that in
many cases configurations with nearest neighbors may be sufficient. The scattering
matrices T™"(k) may then be replaced by the average for v > 3.

In fig. 4 an example is given to clarify the averaging of scattering processes. The
electron may first be scattered by an atom A or B; these two possibilities are taken
with their corresponding probabilities in the cases 2 and 3, but not in case 1, where
the site of the first scattering event is included in the area of multiple scattering.

The T matrices depend on the direction of the wave vector of the incoming
wave. As in disordered systems generally k| #k; + g, where g is a reciprocal lattice
vector it is necessary to show that the equation for the scattered intensity is consis-

i
- O @

Fig. 4. The first scattering event at point P is included in the area of multiple scattering in
case 1, the average is taken in cases 2 and 3., Intermediate scatiering within the ordered subs-
strate is not changed by averaging.
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tent with the requirement of invariance under time reversal. The T matrices them-
selves may vary under time reversal but the scattered intensity is not changed as
shown in appendix B.

The number of different scattering matrices to be computed can be reduced
drastically by considering symmetry relations. This is usually possible for normal
incidence or if the incident beam lies within a mirror plane.

The intensity scattered into the direction k' is given by

Ik, K'y=R <ZP}, 2 eomn(P, P F(k, k') Fu(k, k'Y explitk — k') - (P — PH]>, (10)
PP m,n

Fm(k, k’) =

87
220 T Y Q) TR Y Q) explitk - k) - dy) . (11)
Ak, v LI

P=ma+mb, P-P=jatjb.

3

F(k, k') represents the generalized structure amplitude containing all scattering
processes which end in an atom of type m and the summation over layers is already
performed.
As Wilson [26] and others have shown, one obtains after performing the average
and replacing the site occupancy operators by their corresponding probabilities
1, K)=R 2325 (N, ~ |y Vs — 1z ) FE}, 1,k K) expl=itk — k)" Gra + /2b)
n n

172
. (12)
with the mean value of the generalized structure factors:

FFj, j, (k. k') = 23 23 Do Poan(in j2) Fom Fik — K ;
m n

F},F,has to be taken for (—j,, —j2), V; = number of unit cells in both directions.

To compute the mean value it is necessary to know the correlation functions for
all distances. The sum in (12) may be evaluated numerically, however, much com-
puter time is needed. An approximate solution is possible in most cases by assuming
the correlation functions for the two lattice directions to be independent, thus
reducing the problem to that of one-dimensional disorder for which an analytical
solution exists [27]. A detailed review of this procedure is given in Part L.

In Part IV of this work an example is given of the way in which the measured
beam profile can be analyzed in a pseudokinematic way, when the dependence on
k and k' of the mean value FF;_;, is replaced by a linear dependence on the scatter-

A j1j2
ing angle.

4. Discussion

The system of eqs. (8) gives only a formal solution of the multiple scattering
problem of a disordered adsorbed overlayer. A practical evaluation is not directly
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possible because of the dimension of the matrix to be inverted. Even for an ideal
lattice the direct solution is inefficient. Therefore, several methods have been
developed for ideal lattices in which the forward scattering for all beams or only the
direct beam is calculated exactly, and the back-scattering is treated in a perturba-
tion series [18,20—23]. In all these methods the perturbation expansion is calcu-
lated in k-space. This is generally possible also in the case of a disordered system,
but then a back-transformation is necessary, or the calculation has to start again for
each direction k'. The explicit calculation of the scattering matrices 7""(k) has the
advantage that they are independent of the direction of &’ and thus it is necessary
only once to get all diffuse streaks. A method to solve eq. (8) iteratively for a one-
dimensional disordered overlayer is discussed in the appendix A. For two-dimen-
sionally disordered overlayers, or, if more than the nearest neighbors have to be
considered, the number of different scattering matrices becomes indeed so large
that a calculation in k-space may be more advantageous.

A dynamical calculation of scattering amplitudes cannot be avoided in determin-
ing the structure of ordered overlayers. In several cases a remarkably good agree-
ment between experiment and theory has been obtained, so that it was possible to
differentiate between several possible adsorption sites. However, the exact deter-
mination of the binding distance remains uncertain. The main difficulty is not due
to the calculation of multiple scattering. It is mainly caused by the approximation
made in calculating the phase shifts, the potential step between vacuum and crystal,
the temperature effects, and the uniform damping inside the crystal. All these
effects generally produce only small changes in the energy profile but they limit the
accuracy of structure determination essentially. In case of disordered overlayers
these difficulties should increase as the calculation of phase shifts is more uncertain,
and also the multiple scattering problem is solved only approximately.

The determination of the adsorption sites and atomic distances can best be done
on ordered overlayers. In the case of disorder it is more suitable to analyze beam
profiles instead of energy profiles and the extract the statistical parameters and
binding energies by measuring the temperature dependence of beam profiles. An
example of an analysis, in which the explicit calculation of the F,,,(k, k") is avoided,
is given in Part IV. It can be shown that direct evaluation of the measured profile
is possible if the generalized structure amplitudes F,,(k, k') can be approximated
by a linear expansion over the full width of the beam. The angle between two
bearns is about 10—15°, for electron energies about 100 eV. The scattering ampli-
tude of a free atom shows strong angular structure but no sharp interferences. By
multiple scattering in the crystal the generalized structure amplitude becomes
explicitly dependent on k and k'. As the main contribution arises from multiple
scattering between nearest neighbors no sharp interferences are expected. But the
generalized scattering amplitudes of eq. (11) also contain the sum of amplitudes
of all layers and as a consequence the angular dependence of F,,(k, k') can increase
in such a way that the beam profiles are strongly deformed. In any case, there
should be no additional peaks as only a few layers take part in the scattering.
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The influence of multiple scattering is also strongly energy-dependent, so that by
measuring beam profiles at different energies it should be possible to extract an
energy-independent part which depends on the statistics only.

Appendix A. Calculation of scattering matrices for one-dimensional overlayers.

In several cases the diffraction pattern of adsorbed overlayers shows streaks only
in one direction. This means that on the surface ordered chains are adsorbed, show-
ing some disorder with respect to their position and composition. The latter case,
applied to the model described in section 2 means that not all possible adsorption
sites in the directiona are accupied while periodicity remains in the direction b.
There shall be only one kind of adsorbed atom and therefore tg(k) =0. The con-
figurations are built up by chains of atoms. In the direction a neighboring chains up
to the distance ra, are included. That corresponds to N = 22"*! different configura-
tions within one layer.

The system of equations (8) must be reduced to make a practical calculation
possible. This is achieved by expressing the correlation function as the sum of its
mean value and its deviation from the mean value:

Pmn) = Pm t dmn()) - (13)
Eq. (8) takes the form:

T 2K = gy y(6) + b, (K) 20 GPK) 20 T™H(K) po
u n

—nr

() 20 20 GPK, [) 23 dymn() T™H(K) (14)
[T n
ta(k), v=1, m=1,..,N2,
tmy(k)= {0, v=1, m=N/2+1,.,N,
te(k), v=2,

G¥(k, )= 23 G(jia +jab +d,, — d,) exp|—ik - (ja +j2b +d, — )]
72
jo#0 at d,—d,=0 and j=0. (15)

The propagator matrices G**(k) are defined in eq. (3). The solution of eq. (14) with
only the first two parts of the right hand side represents the averaged part alone:

TP = £, (k) + £, (k) + 23 G™(K) 23 py TFK) . (16)
M n
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All N scattering matrices of one layer become equal in this way and one can write
T = 1,00 + 1,(0) 24 G (K) THK) 2 py
u n

1,N 1,N/2

foru=1: Ep,,=1; pn=2: 2p,,=9, 17)
n n

due to the fact that in the adsorbed layer not all adsorption sites are occupied.

Eq. (17) describes the multiple scattering in an ideal crystal with a damped first
layer and could have been obtained directly from eq. (2).

With averaged scattering matrices T(k) eq. (14) takes the form:

—Fr

T (k) = TV06) + T"U) 25 20 Gk, /) 24 dun() T™H(K) ,
TR n

j#0 for dy—d,=0. (18)

Eq. (18) is only a rewriting of eq. (8). The matrices T(k) contain all the scattering
processes within the ordered substrate correctly, and all scattering processes in
which the overlayer participates are averaged. l.e., most of the scattering is already
included and an iteration should be convergent. The first step of the iteration is
especially easy as only the adsorbed layer has to be considered:

b . 1,N/2
T =T+ T 20 6PN T' 20 dyn()
i n

the next steps of the iteration are:

—Fr

TERY =T+ T 20 23 Gk, ) 23 dmn) TLS" (19)
TR n

The deviation from the mean value is only strong for the first 2 or 3 layers and
becomes less important with increasing depth. Therefore, the iteration may be done
for two or three layers only, and for the other ones the already calculated average is
taken.

The iteration procedure has to be convergent also in the case of long range order.
This can be used for testing the convergence as it is possible to compare the results
with those of more exact calculations.

In case of convergence an exact solution of eq. (8) is obtained. The only approx-
imation is the averaging of the scattering amplitudes of those processes which have
more than a few atomic distances between two scattering events within the dis-
ordered overlayer.

The method of first calculating the mean value exactly, and then the differences
iteratively, has several other advantages: The averaged scattering matrices once cal-
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culated can be stored and a test can be made on the number of configurations and
layers that are necessary in eq. (14) to get correct results. Furthermore, several sta-
tistical models can be used at constant coverage up to long range order.

One gets all beam profiles of the whole diffraction picture by only one matrix
inversion and a relatively time-consuming iteration procedure.

Appendix B. Invariance under time reversal.

The equation for the scattered intensity must be consistent with the reciprocity
theorem whether the crystal is ordered or not, and for scattering from molecules as
well. This means that the scattered intensity remains unchanged when the wave
vector of the incoming wave k is replaced by —k', and k' by —k, where generally
kyFkyte.

To prove this invariance it is sufficient to look at scattering from the disordered
overlayer only; the derivation remains valid for scattering of the ordered substrate
as well.

The scattered intensity is in that case given by eq. (10)

I, k') = R<|§) 23 em(P) Foulk, k') exp—itk — k') - P]12) (20)
where
— 2.
Funll, K= =it 0 25 ¥104) T ) Y0 (1)
1 v LL

To get a better understanding of the influence of kK on the scattering matrices it is
convenient to use the expansion of a perturbation series obtained by iterating eq.

(%)
Tm(k) = tm(k) + tm(k) E exp[‘ik(Pl - PO)] Z; Gmn(Pl - PO) tn(k) ..
P #Py n

b D explaik (B Pl 20 tulK) Gy (Py — Po) by Gryny P2~ P1)
P/‘,Pj_l,},() nl,nzn]-

X 1y (6) e Gy B~ Py 1)t (R (22)

The prime on the summation symbol indicates that P; # P;_;.

The phase factors exp[ik - (P;_, — P;)] occurring in the series expansion partly
cancel out each other and there remains only the difference of the phases between
the first scattering event at point P; and the last scattering event at point Po. The
sums over P; can be rearranged and put together to give

Ta) = tya(R) + £y () PQ expl k(P - Po)] (a™ (P, Py, K)} (23)
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The matrices 2™(P, P,, k) contain the sum over all possible scattering paths
between the first and the last scattering event. They are added to the single scatter-
ing amplitude with the appropriate phase factors, but do not themselves depend on
the direction of the incoming wave.

This description of the total scattering amplitude is valid in the case of both, an
ordered and a disordered crystal, and does not depend (in the latter case) on the
way in which the 7 matrices are averaged. It is not even necessary that an analytic
expression exists for the matrices a(P, P', k) as it does in the case of an ordered
structure, and in this case of a disordered model as well. In our description of the
problem the propagator matrices G, (P —P,) contain an average, that means,
they are multiplied by the appropriate probability whenever the distance P — P, is
greater than the radius of the configurations shown in fig. 2. The result is a partly
averaged T matrix, and the fact that the matrices a"X(P, k) do not depend on the
direction of the incoming wave is not affected by the averaging procedure. It is also
valid in the method applied by Duke and Liebsch [14] who took an average over all
possible scattering paths and which results in a single 7 matrix for the disordered
overlayer.

The invariance with respect to time reversal is now easily shown. Eq. (23) is
inserted in (21) and (20) to give

1, =R A2 YR (27 T e(P) expl-ilh — K- P {7 GE)
LL m
¥ em(®) 1K) ‘.i;) exp[—ikP' +ik'P] (P, P, 0} YiQu). (24)

The first term in the sum describes a single scattering event, 1")(k) is a diagonal
matrix, and the product with the spherical harmonics depends on the angle between
k and k' only. It can be described by f,,,(9). In the second term use can be made of
the fact that

Ylm(ﬁi 90) = ("])lylm(n - 19: T+ 59) s

JYim(Q) Y () Y () 4

= Y Q) Yim(@) Yy () 42,

which leads with the definition of the propagator matrices (eq. (3)) to
G @ = (1" Gy (-P). (25)

The matrices (™ (P, P', k) contain sums of products of the propagator and ¢ ma-
trices of the following kind:

Gmn,(Po ....P‘) tnl Gn,nz(Pl '—PZ) tn2 Gn2n3(P2 _P3) tn3 wee .
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Using relation (25) in each term of the perturbation series leads to a similar relation
for the sum

app/ (P, Po, k)= (~1)"*F ap: (—Py, P, k),

which means that taking the transpose of the matrix a(P, P, k) is equivalent to
changing the sign of the lattice vectors P and interchanging the sequence of scatter-
ing events in the perturbation series. Using this relation in eq. (24), it is immedi-
ately seen that

1k, k) = I(~Kk', —k) .
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