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Abstract. Crystal growth phenomena are discussed with special reference to growth from
vapour. The basic concepts of crystal growth are recalled, including the different growth modes,
the dependence of the growth rate on disequilibrium and temperature, and the atomic processes
relevant for growth. The methods used in crystal growth simulations are reviewed, with special
reference to kinetic Monte Carlo methods. The roughness of growing surfaces, and the roughness
properties of the discrete and continuum growth models (the latter being described via stochastic
differential equations) are discussed, together with the special phenomena occurring in the
vicinity of the roughening temperature. A number of simulations based on the six-vertex model
and on kinetic counterparts of the BCSOS model are reviewed. Finally, the instabilities arising
during growth are considered, including a discussion of phenomena such as dendritic growth and
ramified cluster growth and reviewing the recent, extensive studies concerning unstable MBE
growth.
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1. Introduction

Science has become more and more interested in evolution phenomena. Probably most
sciences study at first static, or equilibrium phenomena (the two concepts not being
necessarily synonymous)not because they are more interesting, but because they are
simpler and—even more important—more uniquely defined. Evolution depends on the
initial conditions, but often leads to some equilibrium (or at least steady) state, independent
of those conditions. No wonder that the scientists are tempted to focus their attention on
this steady state rather than on the myriad evolution processes leading to it. In recent times,
however, the evolution processes have ultimately become a central object of scientific study
in many fields.

Crystal growth is special in that it was studied in detail, because of its practical
importance, much before the present fashion (for a comprehensive review of crystal growth
see Hurle (1993)). Recently, however, it has become clear that crystal growth is part of a
much wider field of growth phenomena which is being intensively investigated, forming the
subject of something which may be loosely calggdwth scienceto which e.g. the books
by Vicsek (1989) and Bara&si and Stanley (1995) are devoted.

A vast variety of phenomena are studied by growth science, ranging from the spread
of a forest fire to the sedimentation of sand on the bottom of a water basin. These growth
phenomena have been recently reviewed e.g. in a beautiful article by Halpin-Healy and
Zhang (1995); another important review was published by Evans (1993) dealing with what
he callssequential adsorptianVery recently, an interesting book by Villain and Pimpinelli
(in French) appeared, dealing with many aspects of crystal growth (Villain and Pimpinelli
1995). The present article, for lack of space and competence, and also in order to avoid
repetition, will not cover many subjects discussed in the above-mentioned reviews, and
will rather discuss alternative topics. Thus, in comparison to Halpin-Healy and Zhang, we
will try to remain closer to a microscopic picture and, in comparison to Evans, to remain
closer to the equilibrium situation (this, in our opinion, determines a very interesting range
of physical parameters). The physics thus obtained, notwithstanding the simplicity of the
models, will hardly be simple, with the unpleasant consequence that very little that is exact
will be said, most results being obtained from simulations. In spite of the title, there will
be very little mathematics in this review.

To put the situation in perspective we must from the beginning distinguish two scenarios:
stable versus unstable growth. Somewhat surprisingly, the scientists studying instability and
ramifications have often ignored the (usually more microscopic) problems arising in stable
growth, and vice versa. We think, in contrast, that very interesting, although complex,
phenomena occur at the boundary between the two fields, such as the onset of ramifications
near equilibrium. According to tradition, however, we shall treat first the stable, then the
unstable scenario, stressing, whenever possible, such boundary phenomena.

More than 15 years ago, the stable- and unstable-growth phenomena were treated,

1 An exception is linguisticsdiachronic linguistics(i.e., the study of the evolution of languages) is, in a certain
sense, older thasynchronic linguisticsBut, in the case of linguistics, no equilibrium is in sight.
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respectively, in two famous review articles by Weeks and Gilmer (1979) and by Langer
(1980). The overlap between those two papers was remarkably vanishing, as if they treated
completely different fields of science. This situation was unsatisfactory: it was clearly
necessary to feed an atomistic picture into the theory of unstable growth, or to allow for non-
trivial boundary conditions and shapes in the dynamics of crystal growth. This has happened
subsequently, but not in the most direct way, since some remarkable discoveries have led the
scientific fashion in unsuspected directions. The first such discovery was diffusion-limited
aggregation (DLA), proposed by Witten and Sander (1981); the second were the stochastic
differential equations for growth, which, after a relatively timid beginning by Edwards
and Wilkinson (1982) (but the work of Chui and Weeks (1978) is even older) achieved
explosive fame especially after Kardat al (1986) proposed their non-linear equation.
These developments have led to the vast field of fractal growth phenomena, to which books
have been devoted (Vicsek 1989, Baxaiband Stanley 1995). How is one to describe this
enormous field? Completeness is out of the question; describing only our own work, and
work related to it, would be incredibly limited. Something in between is clearly possible,
but a condition is to keep clearly in mind the physical problems to be solved.

When dealing with crystal growth, many possibilities are to be considered, according
to the nature of the fluid phase (melt, solution, vapour), to the stable or unstable nature of
the growth process, to the growth mode (layer by layer, continuous, step flow, spiyal,
to the growth rate (linear versus non-linear in ttisequilibriumApu), etc. In some cases,
the anisotropy is so strong that the growth effectively takes place in two dimensions. It
is also important whether the growth occurs at a reasonably well defined surface (hence
predominantly in the direction normal to it) or in all directions. It is easily understood that
these varying conditions lead to very different scenarios; yet it is not hopeless to treat some
of such scenarios in a unified way, and indeed to find the values of the parameters where
the process crosses over from one scenario to another. This will in many cases be our goal.
In the following, we will focus attention on growth from vapour, unless otherwise stated.
A preliminary, shorter account of some of the subjects discussed here was presented some
time ago at the CMD/EPS Conference in Regensburg (ke¢wl 1993) and some of the
techniques were discussed elsewhere (Kotrla 1996a).

The paper is organized as follows. In section 2 we rapidly review some traditional
notions of crystal growth (for further detail refer e.g. to the work of Weeks and Gilmer
(1979)). In section 3 we describe the methodology of computer simulation for growth
problems, and we give a short overview of the methods used in many simulations, of great
applicational importance, related to molecular beam epitaxy. In section 4 we briefly discuss
the very active field concerning the growth of rough surfaces (and the roughness of growing
surfaces). In section 5 we describe work, mostly done by our research group, on growth
models based on the six-vertex model: some of them (but not all) being kinetic counterparts
of van Beijeren’s BCSOS surface model and generalizations thereof. In section 6 we
discuss dendritic growth, ramified cluster growth, and also recent results on a new type of
unstable growth—pyramid-like growth observed (both experimentally and computationally)
in epitaxy. Finally in section 7 we give a short outlook on future perspectives.

2. Traditional concepts of crystal growth

In this section we rapidly review some traditional notions on crystal growth. This is not of
historical interest only, since the present-day research is still largely based on such notions.
We restrict consideration here to the stable-growth scenario, and unstable growth will be
discussed in section 6.
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2.1. Surface growth

For stable growth the most widely considered geometry is that of a planar or quasi-planar
surface, moving in the positive-direction with (on average) constant velocity (For
different geometries, see subsections 6.1 and 6.2.) Obviously if the crystal is in equilibrium
with its vapour (i.e. they have the same chemical potentig), v vanishes. Otherwise,
even if the chemical potential of the crystal may still be identified with the equilibrium
chemical potential for sublimatiop.,, the chemical potentigl of the vapour is higher.

The differenceAp = u — ., is the driving force for crystal growth.

Two basic and related questions are: what is the growth mode (see subsection 2.2
below) and what is the growth kinetics, i.e., how does the rate of grawtldepend on
the driving forceAu (see subsection 2.3)? Very different situations are encountered: linear
growth versus highly non-linear nucleation; also: non-trivial space-time patterns (self-affine
surfaces and fractal growth). Instabilities may arise, leading possibly to dendrite formation
or to the non-existence of a steady rétebut these will be considered later (see subsection
6.1).

An extreme but important case is when detachment (evaporation, desorption) is
altogether negligible. This case is encountered in molecular beam epitaxy (MBE: see
subsection 3.3), and is also the subject of the beautiful review article by Evans (1993), whose
titte (Random and cooperative sequential adsorptiowicates the irreversible deposition
of new atoms (as opposed to the equilibrium situation where atoms stick at the surface and
detach from it with the same probability). Much of the work done in recent years refers
to this case; for us, however, MBE corresponds to higl (not so high, however, that
diffusion can be disregarded). We treat, as a rilg, as finite and consider thay = 0
(equilibrium) andAx — oo (pure growth) cases as important limiting cases, useful, in
particular, for purposes of checking. MBE is close, but not identical, to the latter case (and
is of great importance for applications).

It should be noted that, as long as vapour growth is considered and the vapour may be
treated as an ideal gas, the vapour density and pressure will be proportionabtistiete
activity z = exp(Bu) (where = 1/kgT, kg being the Boltzmann constant, arfd the
temperature), so changingu is equivalent to changing the vapour pressure (in excess of
the equilibrium vapour pressurg.,1). In the case of MBE the vapour is replaced by a
beam, whose directionality implies a more severe sort of disequilibrium than that given by
Au only. If an appropriate average over beam directions is taken, the MBE case becomes
identical to the vapour case (withu very large). This averaged situation will be taken in
the following as the MBE limit, unless stated otherwise.

2.2. Growth modes

Over many decades, it has become customary to distinguish the growth modes into broad
categories, which preserve their importance even now, although some definitions have to
be somewhat modified.

First of all, we have théayer-by-layer(or Frank—van der Merwe) growth mode (briefly:
layer growth). Preferentially a crystal layer tends to be completed before a new layer is
started above it (figure 1(a)). Near equilibrium, there is a bottleneck strictly relataebto

1 G is proportional tov, but is more loosely defined: its physical dimensions may vary according to convenience,
e.g.G may represent the number of new atoms added to the crystal per unit time and area, etc.

I Of course the vapour pressure might be less than but this unsaturated-vapousituation implies that the
crystal sublimates (albeit possibly slowly) and disappears instead of growing. The extreme case is removing of
material in far-from-equilibrium conditions: sputtering or ablation.
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Figure 1. Modes of growth: (a) Frank—van der Merwe, (b) Volmer-Weber, (c) Stranski—
Krastanov.

dimensional nucleationf clusters islandg and as a consequence the kinetics in this mode

is highly non-linear (see below). This mode is also catled-dimensional growthNotice,
however, that although in MBE two-dimensional nucleation and layer-by-layer growth are
possible, there is no bottleneck: atoms are fed in from the beam (or gas) at such a high rate
that no barrier to nucleation can affect the kinetics.

Then we have the opposite situation: the Volmer—Webethae-dimensionagjrowth
mode. Many crystal layers grow at the same time: the atoms, depositing over relatively
high layers, cause the surface to form hillocks and cavities (see figure 1(b)).

The mode of growth can change with the substrate temperature, or with the strength
of the disequilibrium. In far-from-equilibrium MBE growth, usually the growth mode
changes from three-dimensional growth at low temperature to layer-by-layer growth at
higher temperature. This transition, as we shall see, is due to the fact that at sufficiently
high temperature the adatoms on the surface become so mobile that they can jump over
local energy barriers, including the barriers at step edges which at low temperature prevent
an atom from jumpinglowna step (a necessary process for layer growth). Sufficient inter-
layer transport causes the surface to be smooth and to grow according to a two-dimensional
mode. Under some conditions, when the adatoms are mobile but the barriers at step edges
suppress the inter-layer transport, three-dimensional growth can proceed in a special way
resulting in the creation of large, ordered, e.g. pyramid-like features on the surface (see
subsection 6.3).

Different scenarios have to be considered for growth near equilibrium (see section
5) below). Typically, a two-dimensional surface in equilibrium undergoes a roughening
transition at a temperaturg: the surface is smooth belo®; but rough above. Growing
surfaces are eveougherthan in equilibrium, because in addition to the thermal fluctuations
there are also stochastic fluctuations due to the growth process. Hence,Tgbaw@ystal
surface should never grow in the layer-by-layer mode, although it can grow in this mode
below Tk. At these high temperatures we have thus a reversal transition, from the layer-by-
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layer mode to the three-dimensional mode with increasing temperature. This was studied
in detail by simulations (see e.g. Kotrla and Levi (1991)) as well as being observed in
experiments (Bennema 1993). Actually, Bennema observed a more complicated effect:
with increasingApn and decreasin@ the growth mode changed from 3D to layer by layer

to 3D again, due to the non-linear nature of the boundary between modes.

On a certain crystal, theubstrate a crystal of different chemical composition may grow.

If the crystal structure of the substrate is retained (up to a certain thickness of the growing
deposit) we have the phenomenonegiitaxy (sometimes calletheteroepitaxyas opposed

to homoepitaxyindicating the growth of a deposit having the same chemical nature as the
substrate). In epitaxy, between the Frank—van der Merwe and the Volmer—Weber growth
modes, an intermediate case is possible: the Stranski—Krastanov growth mode, where the
deposit first grows layer by layer on the substrate and then, beyond a few layers, the growth
becomes three dimensional (see figure 1(c)).

Another important case (which implies the surface to be a vicinal surface, either globally,
with a well defined miscut with respect to a surface with low Miller indices, or at least, if
there is no miscut, locally, at the slopes of a gentle hillock) isdtep-flowgrowth mode:
the surface is characterized by a step array, and the crystal grows as a step advances over
the lower terrace. In a steady-step-flow situation, all steps move at the same velocity
in the direction down the step array. The step veloeitis proportional toAu and the
growth velocity isv = au/l, wherea is the step height antithe mean distance between
two successive step edges.

2.3. Kinetics

2.3.1. The Wilson—Frenkel limit. The three-dimensional mode of growth is fast, ants
approximately linear im i, so akinetic coefficientmay be defined:

~ . G(Awp, T

Ry = tim S4mD @)

Ap—0 A,LL

We can simply estimate the growth rate (or more precisely, an upper bound to it Let
be thesticking rate E the evaporation rate ThenG = § — E. At equilibrium S, = E.,.
S is proportional to the vapoysressurei.e. tof

S =S,6e " @
The growing surface is rougher than the equilibrium surface, so it has evajgoration
sites

E > E,,. 3)

Thus the Wilson—Frenkel (WF) (Hertz 1882, Wilson 1900, Frenkel 19g®er boundto
the growth rate is obtaineds < Gy, where
Gwr = Seq(€ 2 = 1). (4)

At high T and relativelylarge A there are no bottlenecks and the WF limit is approached.
Extrapolating back to vanishing disequilibrium, the corresponding kinetic coefficient is found
to be
Seq

. 5
KT 5)
G/S.; in the WF limit (more generally, in the continuous-growth modeyreaseswith
increasingT .

kWF =

1 This relation can be directly derived if we use the statistical-mechanical expression relating the pyessude,
the chemical potentiale: u = f(T) + kgT In p, where f(T) is a function of the temperaturg only.
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2.3.2. Two-dimensional nucleationln layer-by-layer growth the surface is supposed to
be a smooth plane covered by a sparse population of two-dimensional clusters;leir

or islandg. Crystal growth takes place via the formatiaruéleatior) and growth of such
nuclei.

Let us consider growth near equilibrium. Islands nucleate from adatoms on the surface,
while at the same time adatoms are exchanged with atoms of the gas.

The promotion rate/ is the rate at which a new atom is added to an island, more
precisely the number (divided by the total number of sites) of islands ofsitteat are
promotedto sizen + 1 per unit time (under steady conditiorisis independent of:).

The promotion rate was calculated in the 1930s by Becker aiih® (1935), following
pioneering work by Volmer and others (reviewed in Volmer (19829

[ = AS,,/pe’™ (6)

(the main factor is &), wherep = B Au, g = Be?/Au, andA depends only weakly on,
decreasing from/m to /7 /2 asq varies from 0 toco. ¢ is an important parameter of the
problem. In a first approximation equals the bond energy, but in a better approximation
it is the step free energper unit length. Thug andg vanish atTy (there is no barrier to
nucleation on a rough surface).

The growth rateG is not proportional td/, but to 73! This was found by Kolmogorov
(1937) and his followers of the Soviet school (see Zeldq¥B42) and others), studying the
statistics of how surface points are reached by growing islands. Assume a certain velocity
u of island expansion. For any point P the probability of growth having taken place at P is

prob[coveredl= 1 — prob[uncovered] )

prob[uncovered] is the probability of Rot getting covered at time by islands nucleated
at any previous timet’, which can reach P only if nucleated within a distance— ¢'):

Pt)=1- exp(—nl,ouz f t(t —1)? dﬂ) =1—exp(—(n/3)1 (8)
0

where p is the number of atoms per unit area (e.g. for a square lattieeigfthe lattice
spacing,p = a~2?), andt = (Ipu?)/3t.
The deposition rate on anitially ideal surfaceis

di _ (Ipu2)1/3ef(rr/3)r3n_1.2. (9)
dr
dP/dt increases, then decreases (because the initial surface disappears). A rough estimate

of the growth rate is (Weeks and Gilmer 1979)
dp
G =max - = 1.194(1pu®)3. (10)

Other estimates of the coefficient include: 1.015 (Nielsen 1994), 1.137 (Rangarajan 1973),
. But u is proportional toAu (e.g.u = (1 — e P)ug whereug is the velocity in the
absencef evaporation (according to some sort of ‘Wilson—Frenkel law’ in two dimensions);
butuo ~ aS = ae’S,,—thusu = a(e” — 1)S.; ~ apS.q, for p small).
Moreover /97 ~ 1. Therefore

G ~ p¥be Vg, (11)

T Some people use the teristands, island growthio characterize three-dimensional growth. We do not use such
(rather confusing) nomenclature in this paper.

1 A short, but nice historical account of the origins of crystal growth theory was recently given by one of his
founders, Rostislav Kaischew, on his 85th birthday (Kaischew 1994).
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p®8 is called theZeldovE factor. But the main factor is of course

ex —1 =eX —762
P\ ~37) =P T Ap )

Layer growthcorresponds to amooth surfacand relation (11) describes the kinetics
of this growth. In principle it should take place at relatively Idw At Tk, € vanishes,
andthree-dimensional growtBhould take over (cf. also section 5). Actually, this scheme is
well verified experimentallynot for growth from vapour (see, however, Bennema (1993)),
but for growth of solid*He from thesuperfluid (as established by experiments by Balibar
and collaborators (Balibar and Castaing 1980)).

The kinetics of layer-by-layer growth in MBE is trivial. For temperatures that are not
very high, evaporation can be neglected and any atom from the beam sticks to the surface;
hence the growth rate is given by the flux of incoming particles.

The growth rateG/S,, in equation (11)increaseswith temperature for fixed\. (at
least if A < 2B€?). This behaviour is characteristic of layer growth, amgpositeto
what happens for continuous growth, whe¥¢s,, decreasesith increasing?’. Thus the
maximumof G/S., marks the passage from layer-by-layer to continuous growth (Kotrla
and Levi 1991).

2.3.3. Spiral growth. At low T, Au where nucleation is impossible, the reasonably fast
growth of crystals (as carefully measured e.g. by Volmer and Schultz for iodine (Volmer
and Schultz 1931)) was a mystery in the 1930s and 1940s, until Frank explainespitas
growth around a pre-existingcrew dislocationFrank 1949). The dislocation produces a
step and crystal growth proceeds by rotation of the step, which is wound in a spiral. Thus
nucleation is replaced by step flow! The spirals were subsequently observed by electron
microscopy. The growth rate is

G~ (Ap)? (12)

sinceG = ua/l (u is the step velocitya is now the step height, aridis the step spacing)
and! is proportional to the radiug, of the critical nucleusfor nucleation, which is of the
order ofe/Au, and thusl ~ Ap~%; on the other handy ~ Au. At lower temperatures,
circular spirals are replaced Ipplygonal spirals exhibiting the lattice symmetry (Budevski
et al 1975, Swendsent al 1976).

2.4. Atomic processes during growth

In order to understand crystal growth phenomena it is important to have in mind the different
atomic processes that can take place during growth. Venables (1994) published a lucid
discussion of these some time ago. Here only a sketchy survey will be given (see also
Ricciardi (1996)).

The surface topography shows sequences of terraces and steps; sometimes hillocks (or
cavities) are formed. Accordingly, in deposition new adatoms may stick on terraces or at
steps; terraces and steps, in turn, may be located in a flat area or belong to a hillock or
cavity. Similarly, in desorption adatoms may leave from terraces or from steps (atoms well
inserted in a flat portion can seldom or never detach from the surface).

Adatoms move on the surface, diffusing either on a terrace, or along (usually below)

a step edge. When in its wanderings on a terrace an adatom reaches a descending step,
it encounters the above-mentioned energy barrier, Sblewoebel or more correctly the
Ehrlich—Schwoebel (ES) barrigiEhrlich and Hunda 1966, Schwoebel and Shipsey 19686,
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Schwoebel 1969), due to the fact that, when at the upper step edge, it is quite poorly bound
to the substrate atoms. In order for layer-by-layer growth to be possible, the adatoms must
be able to descend the steps and stick at the lower edge; if the ES barrier is too high, or
the temperature is too low, they tend to remain on the upper terrace and the growth is three
dimensional.

Two adatoms may associate (bind to each other), forming the two-particle embryo of
a cluster. A growing cluster can capture a new adatom, or it may lose an adatom to the
surrounding terrace. Two clusters can coalesce, forming a larger cluster, or a cluster can split
into two. Finally, there can be an interchange between adatoms and substrate atoms: such
interchange lies at the origin of segregation phenomena, favoured by low surface tension of
the segregating species. The latter remains at the surface during growth and may tend to
act as asurfactant favouring layer growth

If the vapour can be treated as an ideal gas at temper@juamd pressure p(as is
usually the case), the number of atoms of masfalling on the surface per unit area and
time is

R = po(2rmkTy)~Y? (13)

of which, if s is thesticking coefficierit s R remain on the surface. The latter gets covered
by single adatoms, whose density increases initially as; = sRt. Adatoms, however,
may redesorb (with a permanence time on the surface proportional {&g¥d), E,
being the energy barrier, and the surface temperatubeing not necessarily equal to the
gas temperatur&) or may associate in pairs. Before desorption or association they migrate
on the surface with a diffusion coefficieBt, given in a first approximation (neglecting long
jumps (Ferrandet al 1994)) by

D = Dge Fa/*T (14)

where E,; is an energy barrier to diffusion (considerably lower thgy) and, neglecting
long jumps, the prefactabg for jump diffusion has the form

Do = % vi? (15)

wherev is an oscillation frequency within the well at a site dnid the length of a diffusion
step. E; varies widely: on Rh(111) it is only 0.16 eV but on W(111) (tungsten is bcc) it
is 1.78 eV, more than ten times larger (Kellogg 1998), also varies widely, but is of the
order of 107 m? s~1. Knowing the permanence time and the diffusion coefficient one can
estimate the path length of an adatom on a surface, which can be quite long. The dynamics
governed by equation (14) is often call@drhenius dynamics

In some systems, as mentioned above, the adatom may exchange positions with the
underlying lattice. A good example is Pt(011). Generally speaking, on the (011) surfaces
of fcc crystals, single-particle diffusion can take place easily only along the grooves (in
the (110) direction); diffusionacrossthe rows, however, may take place, but is not single
particle: the adatom, instead, moves to a row displacing a row atom which becomes an
adatom in the next groove. Similar exchange phenomena occur on the (001) surface.

Not only single adatoms but also clusters can diffuse. Usually this diffusion is much
slower but in rare cases it is comparable: small rhenium clusters, e.g., diffuse as easily on
W(112) as single rhenium atoms.

1 Genuine interchanges between the bulk and surface, leading to segregatigia(I892, 1994) and surfactant
effects (Vegtet al 1992, Oppcet al 1993), can be quite important, but are outside the scope of the present review.
i For metal atoms on metalsis 1, but for, say, rare-gas atoms on Au(111) (but also on alkali metal surfaces)
can be very small. Alsg; is an average: in each individual collision, the sticking probability actually depends on
the local environment.
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(a) Incorporation by hopping

(b) Incorporation by exchange
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Figure 2. Descent of a step by direct motion (a) and by atomic exchange (b).

The ES barrier, mentioned above, hinders the descent of an adatom from a step,
favouring three-dimensional growth. The situation, however, is not always so simple. At
steps, there are not only energy maxima, but minima as well: in some cases, the latter
may be more important than the former. In other cases the ES barrier is very high for
single-atom diffusion, but can be circumvented by exchange (the adatom incorporates into
the upper terrace, whose former last atom remains as such, but moves one space on top
of the lower terrace: see figure 2(b)). Finally, the phenomenon of re-entrant layer growth
(found by Kunkelet al (1990) at low temperatures) shows that the ES barrier effect does not
simply cause a transition in the growth mode from three dimensional at low temperatures
(where the adatoms cannot descend the steps) to layer by layer &t iighere they have
enough energy to overcome the barrier). Re-entrant layer growth has been widely discussed:
presumably at very lowW the islands are very small (which implies low barriers) and more
or less dendritic (which implies no barriers at concavities). But a role may also be played
by genuine kinetic effects, such as detachment by hitting (knockSutjléueret al 1993b)
or funnelling (Evans 1991).

2.5. Diffusion bias

When a diffusing atom reaches the upper edge of a step, it finds itself in an environment
corresponding to a maximum of energy, due to the reduced number of bonds available (see
figure 2). This implies a diffusion barrier preventing the atom frdescendinghe step.

As we have seen, such &hrlich—Schwoebel effedr diffusion bias(Villain 1991) has a
roughening effect on a high-symmetry surface, by preventing layer-by-layer growth at low
temperatures, and can lead to unstable growth (see subsection 6.3). It can have, in contrast,
in 1+ 1 dimensions, amoothingeffect on a vicinal surface, where the growth takes place

by step flow. As noted by Villain (1991), the atoms falling on a terrace will accumulate at
the upper step; if a terrace happens to be wider than average, more atoms than average will
deposit on it, and the upper step will move in more quickly, thereby reducing the area of
the terrace. Thus the steps will tend to be equally spiaced

t In 2+ 1 dimensions the situation is more complicated; see subsection 6.3.
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Let us study theecoveryof a vicinal surface from a sinusoidal perturbation, assuming
perfect diffusion bias. In the following simple calculation island formation is neglected;
otherwise, as shown by Krug and Schimschak (1995) an instability arises, similar to what
happens on singular surfaces: see subsection 6.B.islthe average step spacing amd
the average step velocity, and if when moving from left to right the stepsiane the
equation of motion of theath step is

d(;;n = %(xn-ﬁ-l - xn)- (16)
Introducing the perturbatio, = x, — nl — vt, the £s obey the same equations as i
but with different initial conditions: let us choose provisionally

£,(0) = s cos(pn). 17)
The solution is (Leviet al 1993)
£,(1) == §e~(ut/H(1—cosp) COS<pn + u7t Sinp>. (18)

For small (macroscopicy = 2xl/A this reduces to

£,(1) = se /2 cog[p (n + ”ltﬂ (19)

showing that recovery takes place with a characteristic time
2 A?
up?  2m2lu
(whereA is the wavelength of the perturbation), to be compared, e.g., withA2/iw for
the KPZ equation (Kardaet al 1986) (see below), whereis the KPZ parameter and is
the surface width (ifz is the step heightw = (a/1)8 in our case), and with ~ A?/472%y
for a pseudo-diffusion equation of the EW type (Edwards and Wilkinson 1982), whisre
the coefficient of the Laplacian (see below, section 4). That is, the present model resembles
the latter, with a pseudo-diffusion coefficient= %lu.
The treatment above is only correct for small If § is large, on the other hand, the

evolution leads to a wave whosbapechanges (while the amplitude decreases) (let\al
1993).

T = (20)

3. Crystal growth simulations

Except for exceedingly idealized models, the crystal growth processes (several of which
have just been described above) are too complex for a completely analytic description. It is
sometimes possible and useful to writenaster equatiotincluding the relevant elementary
processes), whose solution is the set of probabilities for the possible surface configurations
(see subsection 3.2 and section 5); even so, such an equation is in general too difficult to
solve exactly, and it is necessary to resorsitmulations

In classical condensed-matter physics, two kinds of simulation have proved useful:
molecular dynamics (MD) and Monte Carlo (MC) simulations. In crystal growth, however,
the relevant processes are so slow (the time required to form a new crystal layer is so long)
in comparison to the motion of individual atoms under the action of mutual forces, that
MD simulation is essentially not feasible (with very few exceptions: the interesting work
of Villarba and dnsson (1994) is one of these; for other references see Kotrla (1996a)).
MD simulation is very useful for exploring possible processes and setting the parameters
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(e.g. the barriers to diffusion, the desorption energies, the most probable paths followed by
the system in phase space) which are relevant for growth, but to simulate growth itself MC
simulation is often the only realistic procedure. As we shall see, MC simulations, however,
cannot be very accurate and their results must usually be treated with caution.

One of the oldest Monte Carlo simulations of this kind was presented by Gilmer and
Bennema (1972a), without taking into account surface diffusion; a little later the same
authors performed a similar simulation including diffusion (Gilmer and Bennema 1972b).
This work was quite interesting; nowadays, however, due to progress both in statistical
mechanics and in computer science, it is possible to seek much more definite answers.

3.1. Models of crystal growth

MC simulations of growth are based on simplified growth models. In this subsection we
shall explain the construction of these models. The strategy is, as usual, to concentrate on a
few presumably important aspects (and processes) and disregard other details. In principle
MC simulation can be applied to both continuum and discrete models; however, in most
simulationsdiscrete modelsire used and we shall consider only these models here. This
simplifies things a lot but is, of course, an approximation.

Growth models have two essential ingredientgieametricalpart and adynamicalpart.

In the case of discrete models both crystal and vapour are described in a crude approx-
imation: particles can occupy only discrete positions on some lattice. The system of solid
and vapour is approximated in this way by a lattice with some sites occupied by particles and
some left empty (lattice gas). The regions of high concentration of atoms correspond to the
solid and the regions of low concentration of atoms to the vapour (figure 3(a)). In this picture
many features of the real crystals are neglected: as a consequence, interactions between
atoms in a discrete model are necessarily artificial and the interaction parameters introduced
are only effective. The lattice gas model is a strong but acceptable approximation for a
crystal, it is quite a good approximation for a (not very dense) gas phase; it is problematic
for a liquid. The lattice gas model can also be justified for growth from solution if the
concentration is not very high.

It is natural to use the lattice gas model with a lattice whose symmetry is the same
as that of the crystal, but in some simulations the approximation is even more crude: a
simple cubic lattice is used instead of the real structure of the material. This simplifies the
simulation technically, and in the spirit of approximate modelling one can still expect to
get useful results when explaining the phenomena observed; some effects, however, may
be lost (Evans 1991).

The schematization goes one step beyond assuming a lattice gas. One can suppose that
the processes inside the fluid can be neglected and that the growth can be well described
only by processes at the interface between the fluid and the solid (figure 3(b)). On the
same level of approximation one can also neglect bulk diffusion inside the crystal. In this
picture we are interested only in the motion of the atoms forming the solid, and the growth
proceeds by adding atoms at positions determined by growth rules (see below). This is a
well justified approximation for ballistic growth where mutual interactions of particles in
the fluid are negligible. An important example is MBE growth, where the surface is directly
bombarded by atoms. Omission of processes inside the phases is problematic for growth
from the melt, and it may also be quite a crude approximation in the case of growth from
vapour not far from equilibrium (Xiaet al 1991). In these situations there are gradients of
physical quantities (pressure, temperature) in the vicinity of the interface. Atoms inside the
fluid are diffusing towards the interface where the growth process takes place. Again, one
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Figure 3. A hierarchy of approximations in discrete growth models illustrated in the case of
two dimensions. (a) The configuration of the lattice gas with the bottom region corresponding
to solid and the top region corresponding to gas. Atoms are represented by hatched squares.
(b) Only positions of atoms of the solid are considered; new atoms are added by growth rules
defined in a model. The darker square indicates the overhang. (c) Surface configurations in the
SOS approximation.

can hope that, using appropriate growth rules, a good qualitative model can be formulated
even here, but the correct description of processes inside the phases may be crucial in some

cases.
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On top of these approximations, in the case of growth with a planar interface and under
conditions where very few vacancies and overhangs (cf. figure 3(b)) appear in the growing
material, one can use the so-called solid-on-solid (SOS) approximation (figure 3(c)). The
latter means that each atom is sitting on top of another atom: then the surface is described
by a single-valued functior;(x, y), of the substrate coordinatgs, y).

The second ingredient of any growth model is the definition of dynamical growth rules.
Here also some approximations are necessary. It is usually supposed that the motion of
individual particles (atoms or molecules) takes place instantaneously and that the motions
are independent and Markovianin order to develop a minimal model one selects only
processes which are supposed to be relevant for the phenomena to be studied, and others
deemed inessential are ignored. Particles are moved from site to site with a frequency
proportional to the rates of processes. If we consider for simplicity the growth of a
monatomic material, then the basic elementary processes (after omission of bulk diffusion)
are the following: depositionof an atom on the surfacenigration of an adatom on the
surface anddesorptionof an atom from the surface. In the case of a multicomponent
material, elementary processes for each component have to be considered separately. In
principle quite complex rules, for example, for chemical reactions, could be included.

Usually the rates of elementary processes are very little known and they are guessed
with the use of all available experimental and theoretical information. They often depend
on the local surroundings—in the crudest approximation only on the occupation of nearest-
neighbour sites (but again quite complex dependence can be considered). We shall describe
examples of SOS models with specific growth rules in sections 5 and 6. We would like also
to note that in the context of fractal growth a whole menagerie of growth models has been
suggested (Herrmann 1986, Vicsek 1989, Kotrla 1992, Bunde and Havlin 1994 ABieaiad
Stanley 1995) with applications ranging from crystal growth through aggregation phenomena
to biological growth.

3.2. Kinetic Monte Carlo simulation

Standard thermodynamical MC simulation is a method for the calculation of average values
in a given equilibrium thermodynamical ensemble. States in a space of configurations
are generated and used for the calculation of quantities of interest (Binder and Heermann
1988, Heermann 1990, Valleau 1991). The focus is on the convergence of series for the
guantities calculated, and one is not interested in the generation of a sequence of states
which properly corresponds to the dynamics of a system (in many cases the opposite is true
(Kang and Weinberg 1989)).

About 20 years ago MC simulation started to be used also for the study of kinetic
processes (Binder 1979, Binder and Kalos 1979). The aim of kinetic Monte Carlo (KMC)
simulation is to reproduce faithfullgonequilibrium or relaxation processes. This time the
emphasis is on the correctness of time evolution in the simulation.

In order to fix ideas, let us denote the space of all possible configuratignis, a
statistical-mechanical model sy = {C}, and a time-dependent distribution of configurations
attimer by P(C,1) .

The MC technique can be also viewed as a method of solving the master equation

aP(C, t) . , ’ /
T_—;W(CAC)P(CJ)+;W(C — C)P(C,1) (21)

1 Real processes are often much more complex: they may contain different time and space correlations.
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associated with a matrix dfansition probabilities W(C — C’), connecting two states.
Equation (21) describes a stochastic process in the Markovian approximation (van Kampen
1981).

The transition probabilities in standard thermodynamical MC simulation do not need
to have any relationship to the dynamics of the system. They are not considered as given
a priori but they are constructed in a way which guarantees that the distribution of the
states generated converges as fast as possible to the desired static disttgGyionAt
each MC step a trial configuration is generated, which is then either accepted or rejected.
A sequence of configuration§, k = 1,..., M form a Markovian chain, which is used
for the construction of series for the quantities to be calculated. The conditidatailed
balance

W(C — C)YP(C) = W({C — C)P(C) (22)

is a sufficient (but not necessary) condition for the convergence of the Markovi cfidiare

is freedom in the choice of the form of thés, provided that the convergence is guaranteed.
The most common choice is that of Metropatdisal (1953) which can be formally written
as

(23)

WO ) = min<1 Ve C)P(C/)>

V(€ — C)YP©)

where V(C — (') is some ‘underlying’, or ‘trial’, stochastic matrix specifying possible
transitions. If P(C) is the canonical distributionP (C) = (1/Z)e #%¢ (8 being the inverse
temperature ands: an energy of the configuratioff), one recovers the popular form of
WM — C'): a possible new configuratio® is accepted with certainty if it has lower
energy than the initial configuratiaty and with the probability € 2, with AE = Ec — E¢

if Ec» > Ec. Itis easy to check that the detailed balance is satisfied in this case. There
are also other possibilities for the choice of the transition matrix, for example, the Glauber
form (Glauber 1963):

1
14 efAE
but one can expect the Metropolis form to be often more efficient with respect to convergence
than the alternatives, since it makes the acceptance rate as high as possible.

Let us now describe the principle of kinetic Monte Carlo simulation. KMC simulation
is a method for solving the master equation (21) describing the stochastic evolution of the
system. The method for solving it is similar to that used in thermodynamical MC simulation:
making random choices a Markov chain is generated. Now, however, in contrast to the
procedure for standard thermodynamical MC simulation this chain has to represent a possible
evolution of the system simulated. Configuration changes have to correspond to real events
in the stochastic system. Each of the events in the real system can happen with some
probability per unit time (rate). To be specific, I8t be the number of possible events in
a given configuratiorC; in the case of crystal growth they are, for example, the hopping
of an adatom, the adsorption of an atom, and so on. Let the rates of these evéts be
a=1,...,N. Both N and the se{R,} depend on the configuratiah Let us define the
total rate

weC - )= (24)

N
0=00C)=) R (25)
a=1

1 More precisely, it is a member of the set of sufficient conditions together with other assumptions which are:
ergodicity, Ve, o W(C — C') > 0, andVe Y, W(C — C) = 1.



314 A C Levi and M Kotrla

The transition probabilities can now be formally written as

N
W(EC—C)=) RVC—C) (26)

a=1
where V*(C — (') is again an ‘underlying’ stochastic matrix for an eventspecifying
whether the transitio€ — C’ is possible by this event. In the simulation evenshould
occur with probabilityR,/Q(C). Itis realized by selecting possible events with probabilities
proportional to their physical rates. In principle, transition probabilities in KMC simulation
do not have to obey the detailed-balance condition (22), but it was obseraed éRal
1991) that in the case of diffusion it is advantageous to use models with rules satisfying this
condition. The detailed-balance condition should be satisfied if we are studying relaxation
towards the equilibrium because then the convergence to the equilibrium distribution is
guaranteed.

A simple, straightforward way to implement the idea of KMC simulation is the
following. Select the largest ratR,,,, of all rates of possible events in a model, calculate
the relative probabilitied?, = R,/R,... and create the list of possible events in the starting
configuration. Then the inner loop of the algorithm in #th time step is as follows

Algorithm 1.

(i) Select a possible event which can be realized in the configuréfion

(i) Generate a random number within a uniform distribution of random numbers,
r €0, 1).

(iif) Comparer with the probability of the selected evert: if r < P,, proceed with
this event leading to a new stafg,; = C’ and update the list of possible events; if not,
stay in the same state.

The whole procedure is repeated in the next time step and so on, until the simulation is
complete.

This algorithm is very seldom used in practice because in many cases, in particular in the
problems of crystal growth, it can be quite slow. The reason is that there could be a large
difference (many orders of magnitude) in rates for different events. The low-probability
events are then often selected and rejected. For example, in the simulation of diffusion
with probability given by Arrhenius’s law, the programme would select the movement of
a highly coordinated atom and a poorly coordinated atom with the same frequency, but
the atom with high coordination moves very little in comparison to the poorly coordinated
atom. The ratio of the two rates is proportional {6*€, whereAE is a difference between
the binding energies of the two atoms. This procedure leads to many unsuccessful attempts
especially for low temperatures. Sometimes the low-rate processes can be disregarded and
not included in the model, but in some situations the low-rate events have necessarily to be
performed during the evolution because the system has to pass through states where these
events are dominant. An example of this situation is the nucleation of an island on a flat
surface in the onset of layer-by-layer growth close to equilibrium. In this case the probability
of condensation of an adatom on the flat surface is much smaller than the probability of
desorption of that atom. In reality a critical island is formed after many fluctuations: it is
difficult to simulate these fluctuations by the simple algorithm described above.

A much faster algorithm without unsuccessful attempts (also calledvtfiddd method
algorithm) was formulated by Bortat al (1975) (BKL) for the Ising model, and is often

1 Several other algorithms were suggested in Binder (1979). Probabikfiesan also be calculated from the
fraction R,/ Q(C); then they are, however, configuration dependent and have to be updated at each time step.
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used in KMC simulations of crystal growth (Clarlet al 1991). The basic idea is that

at each MC step one process is selected with its corresponding probability and then also
realized, instead of attempting a generic process (whose probability may be much lower).
We shall describe first the simplest variant of this algorithm. Let us consider agatththe
time step, and use the same notation as before.

Algorithm 2 (the BKL algorithm).

(i) Choose a random numberwith uniform distribution in the range [@(Cy)).

(ii) Find the corresponding event. This is done by choosing the first index which
Y1 R(C) > 1.

(i) Proceed with the event leading to a new configuratioly ;.

(iv) Update thoser, that have changed as a result of evenupdateQ and any data
structure being used.

This algorithm shows how to circumvent the problem of small acceptance probabilities,
but it is usually not applied in this form but in a modified more effective form (cf. algorithm
3 below). Let us consider the dependence of the computer time needad wahich is
related to the system size. Steps (i) and (iii) take a time that is independantlaft step
(i) is time consuming. If linear searching is used, the search tim@(&). Since the
growth rules are usually local the updating in (iv) does not have to cost too much computer
time, although careful programming is needed. One has to identify events which are no
longer possible in a new configuration; they have to be removed from the list, and new
events which become possible have to be added to the list. Depending on the data structure
used, the time needed in step (iv)@&N) at the most.

A faster algorithm, according to Maksym, can be obtained if one considers, instead of
individual events, groups of events (Maksym 1988). Let us group eventsiigimups,
labelled by = 1, ..., n. This can be done either formally by forming groups with the same
number of events, which allows maximal effectiveness of the algorithm, or in a way which
keeps the physics clear: forming groups of the same kinds of event, corresponding to a
certain kind of process (diffusion of an adatom over the specific energy barrier, desorption
of an atom with the specific binding energy, and so on). Let us consider explicitly the
second case: each group will represent a certain kind of process, and all processes in a
group have the same ratg.

In a given configuration?, there are some possible processes, and each kind of possible
process can be realized in one or more ways, by one or more event. Assume that a process
a can be realized im, (C) ways, in the configuratiod. We shall call the quantities, (C)
multiplicities For example, there may be,,., (C) adatoms with the same surroundings
which can diffuse, or there arg,,,(C) sites where a new particle can be deposited. Some
particles can take part in more processes, and some processes may not be possible in the
given configuration. To each kind of process we assign a partial gat€) = n4(C) oy,
and a relative probability,p,(C) = ¢.(C)/Q(C), which are conditional to the given
configuration. The total transition rate in a configuratidis now Q(C) = > _; n4(C)pe.

In each step of the simulation (in the given configuration) the multiplicities of processes are
known. The algorithm in thé&th step of the simulation proceeds as follows.

Algorithm 3.

(i) Choose a random numbey in the range [0Q(Cy)).
(ii) Decide which kind of process will take place, choosing the first indefor which

ZZ:]_ da ©) =r1.
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(i) Select a realization of the process Technically this can be done with the help of
a list of coordinates for each kind of movement, and an integer random numbethe
range [1,n,(Cy)]; r2 is generated and the corresponding member from the list is selected.

(iv) Perform the selected movement.

(v) Update the multiplicities:,, relative rates,, total rateQ and any data structure
being used.

To estimate computer time demands let us suppose that the multiplicities are
approximately the same, ~ N/n. The search has two parts: searching for a group, which
takes timeO(N/n), and searching within the group, which takes tidd¢z). Minimizing
the total time leads to an optimal number of growps N'/2, and the computer time then
scales a®)(N'/?). The time for step (v) may still b&(N) at the most, but it is quite short
in many cases.

An even faster algorithm for larg& can be obtained if we instead of the two-level
search scheme, use a search scheme Kiith 2 levels (Blueet al 1995), i.e., if we divide
the groups into subgroups, and these subgroups again into smaller subgroups, and so on
down to the levelk. Then the total search time scales@& N¥/X). The best asymptotic
behaviourO(In, N) is obtained by using the largest possilde for which there are only
two events in the lowest-level subgroups. In practice, for typical simulation skzes,4,
or K =5, can give a faster scheme than thédn, N) method (Blueet al 1995).

We shall conclude this subsection with a comment on time in KMC simulation. There
is no real time in thermodynamical MC simulation, and usually the number of steps, or
better the number of steps per site (number of sweeps) is used as ‘time’. The number of
MC steps, which we denote hy,¢, is clearly not the correct measure, since it does not
take into account that different processes last for different time intervals. Nevertheless, in
some cases it is a good approximation to takezy 7. This is true, for example, when the
system evolves periodically in the space of states and the time interval is sufficiently long.
This is the case of more or less perfect layer-by-layer growth. Or we can find a quantity
which is easy to measure in the simulation and which is proportional to the real time. This
is the case of far-from-equilibrium growth when there is a constant flux of particles falling
on the surface, and when all of the particles are incorporated. Then the number of layers
grown is proportional to the real time. In this case the kinetics is trivial (constant velocity),
but one can look at the dependence of geometrical properties as a functiga. of

In the situations where we cannot justify a proportionality ¢y, we need to introduce
somehow the physical time into the KMC simulation. This can be done (Fichthorn and
Weinberg 1991, Kotrla and Levi 1991) provided that all physical processes can be separated
so that in any time instance only one event takes place, and the events are Poisson processes.
The time interval between two successive events (waiting time)s a random variable
with the distributionP(r) = Qe 27, and the average value i) = 1/Q (van Kampen
1981), O being the total rate as defined before. In the algorithms described above another
random numberys, uniformly distributed between 0 and 1, will be generated, thus giving
the time interval, Ay, = —(1/Q(Cy)) Inrs, spent before the passage to a new configuration
Cry1. Note thatQ(Cy) depends on the configurati@h. In an approximation one can only
suppose that the system stays in the statéor a time inversely proportional to the total
transition rateQ(C;) (Kotrla and Levi 1991). Mean quantities during the growth are then

1 A coefficient of proportionality may exist, depending on model parameters.
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calculated as time averages owrtime points:
M
(A) =172 At AC) (27)
k=1

where the total time is = Z,ﬂ”;l At. It was tested that this procedure agrees with the
results of the exact solution of the master equations (Kotrla and Levi 1991).

3.3. Methods for MBE simulations

MBE is a practically important problem with many applications in modern technology.
We do not attempt to review this vast subject which includes morphological studies,
submonolayer growth, recovery and even the removal of atoms during processes such as
sputtering and etching, but we rather restrict consideration to methodological aspects.

The dominant mechanism here is surface diffusion. Particles fall down onto the surface
and then migrate; at not very high temperatures desorption can be neglected. However, the
details of the growth process and the chemistry are complex and largely unknown. Many
results for semiconductors as well as for metals have been obtained by simulations with
simplified models. There is an extensive original literature as well as several review articles
(Madhukar and Ghaisas 1988, Vvedengtyal 1990, Metiuet al 1992, Vvedensky 1993,
Haideret al 1995, Wolf 1995) on MC simulations of MBE growth. We shall describe here
the so-called full-diffusion (FD) SOS model with the simple cubic lattice (Vvedersiat
1990) which has been successfully used for the study of MBE growth—see e.g. €tarke
al (1991), Shitaraet al (1992), Smilaueret al (1993b) and other references.

We shall first describe the simplest variant of the FD model: a model with Arrhenius
dynamics and random deposition without additional relaxation. In the FD naogegdarticle
on the surface can diffuse during the whole simulation; usually jumps only to nearest
neighbours are considered. In the model with Arrhenius dynamics the hopping rate does
not depend on the bonding energy at the final position (after the hop). The hopping rate of
a surface adatom i exp(—BE), wherekg is the vibration frequency of a surface adatom
(of the order of 18° s71), and E is the energy barrier to hopping. The energy barriy,
is a sum of two contributions, a site-independent surface t8grand a term given by the
numbermn of lateral nearest neighboursEy, whereEy is the in-plane bond energy. There
are two basic rates in this model, one for the deposition of new partitlesmd another for
the surface diffusion of a free adatom, = ko exp(—BEs). Newly arriving particles are
deposited at randomly selected sites.

If we define an energy functiond = ZW) |h; — hj|, which is simply the number
of unsaturated lateral bonds, we can check that the transition probabilities for diffusion,
Wil e P, obey the detailed-balance condition:

Wi expl—Bim; —m). (28)
VVj—)i
Different modifications of the model described above are possible: one can modify both

the rules for deposition and the rules for diffusion. Instead of purely random deposition one
can consider some mechanism for the incorporation of arriving particles (Gagtd.991).
In this case the incoming particle searches for the ‘best’ site for deposition in some region.
A possibility which was used (Clarket al 1991) for the best choice is that the particle
searches for the site which provides the highest nearest-neighbour coordination within a
square with a side of R, + 1 lattice constants centred upon the incidence site (in the case
of conflict the nearest site to the arrival site is chosen).
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Recently the FD model has been modified by introducing additional interaction with
next-nearest neighbours in planes below and above the hopping émMQeret al 1993b,
1993a) in order to mimic the Ehrlich—-Schwoebel effect.

In the simulations of the FD model (Vvedensky al 1990, Clarkeet al 1991) the
two-level BKL algorithm has been used (cf., however, Baial (1995)). Selection of the
site for deposition is very simple, one of tii¢" sites is chosen at random. The diffusion
event is selected using a look-up table with a special randomizing procedure (Etaake
1991).

The FD model has been successfully applied to the study of growth of different materials:
Si (Clarkeet al 1991), GaAs (Shitarat al 1992), Pt Emilaueret al 1993b), in spite of
the fact that it uses a simple cubic lattice instead of the proper structure of the material. A
practical advantage of the FD model described is its simplicity and flexibility, in contrast
to previous modelling work on the growth of IlI-V compounds (Madhukar and Ghaisas
1988) which took into account the structural and compositional complexity of the growing
system. We want to stress that the energy parameters determining the rates which are
found in modelling growth by discrete models are only effective parameters, and should
not be identified with the energy barriers for diffusion, even if very good agreement with
experiment is obtained. For instabilities arising in MBE growth, see subsection 6.3.

4. Growth of rough surfaces

4.1. Kinetic roughness

In recent years, the kinetic roughening of surfaces under the action of a driving force has
become a field of increasing interest. Several review articles (Meakin 1993, Halpin-Healy
and Zhang 1995, Krug 1996) and books (Vicsek 1989, Basiahnd Stanley 1995) have
recently appeared on this subject and we will not review this extended field in the present
paper, but we explain some basic notions and very briefly describe the present state of the
art.

4.1.1. Scaling. The study of kinetic roughnessis connected with previous activity
on fractal growth (Herrmann 1986, Vicsek 1989). Here the focus is on the way in
which the surface becomes rough during far-from-equilibrium growth. Quantitatively,
the surface roughness is described by the surface widthLet us consider a surface

in a d-dimensional space given by a single-valued functlgr, r) of a d’-dimensional

(d = d’' 4+ 1) substrate coordinate. Then for a discrete model the surface widths given

by w? = (N~1Y".(h; — h)?), whereh = N~1Y", h; is the average heighti; = h(z;),

N = L%, L is a linear size of the system, the indejabels lattice sites, an¢l..) denotes

a statistical average (in simulations an average over different runs).

A remarkable fact is the existence of self-affine scaling. Surface fluctuations exhibit
universal behaviour leading to scaling in both time and space with two characteristic scaling
exponents: aoughness exponetand adynamic exponend. The surface profile and its
properties are statistically invariant if the length in a direction parallel to the surface is
scaled by a factob and simultaneously the length in the perpendicular direction and the
time ¢ by factorsb® andb?, respectively. Starting from an initially flat substrate, the surface

1 The phenomenon is callddnetic roughenindoy several authors. We prefkinetic roughnesshowever, since
generally speaking no transition is implied here. Also, the genuine dynamic roughening proposeddreNazd
Gallet (1987) is a very different effect (see the next subsection).
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width w obeys the dynamical scaling law (Family and Vicsek 1985)
w(t, L) o< L® f(t/L%) (29)

where the scaling functioi(x) has the propertiesf (x) = constantx > 1 andf(x) o x?,

x < 1 (B = ¢/z). Therefore,w grows according to a power lawy o ¢#, until a steady
state characterized by a constant value of the width is reached after adipreportional to

L%. The value of the saturated width,; varies with the system size accordingutgy oc L¢.

The scaling is valid also for other quantities; for example for the height—height correlation
function, or structure factor, it allows one to obtain more reliable results.

The exponentg andz (or ¢ and 8) characterize the scaling behaviour of the surface
width for a particular model. This allows one to classify different kinds of growth from
the statistical-mechanical point of view, in analogy with the theory of critical phenomena.
In fact, it has been observed that asymptotic values (values for very large system size and
long time) of the exponents and ¢ in many cases can take only certain definite values
corresponding to different universality classes.

There are two approaches in this field: (i) investigation of stochastic continuum
equations describing growth (see below) and (ii) numerical simulation of discrete rhodels
Both the discrete models and the stochastic equations are usually much simpler than more
realistic models used in qualitative, or semi-quantitative studies of growth, the reason being
that the scaling behaviour is believed to be universal, i.e., that it is the same in a simple
(toy) model as in a more realistic but also more complicated model of the same physical
situation, provided that both capture the same essential features of a growth process.

The universal behaviour has been observed in a wide variety of growth models and
there has been considerable effort put into finding different possible universality classes,
several of which have been found. The universality classes are denoted according to the
names of the corresponding stochastic equations.

4.1.2. Stochastic differential equationsThe simplest time-dependent description of a
stochastic surface is afforded by the Edwards—Wilkinson (EW) equation (Edwards and
Wilkinson 1982):
oh =vV2h+n (30)
ot
where v has the dimensions of a diffusion coefficient, andis a noise term. This
equation can also describe growing surface if considered as written in tle®moving
frame It was originally proposed (as an approximation to a more complicated equation) for
sedimentation The EW equation, being linear, can be exactly solved; the scaling exponents
are¢ =@B—-d)/2,z =2.

In 2+ 1 dimensions (the critical dimension) the solutions of the EW equation give rise
to amean square height difference

g(@) = ([h(z) — h(0)]?) (31)

behaving asymptotically as Inx = |x|. Thislogarithmic roughness quite similar to that
of a surfacein equilibrium (above the roughening temperatufg).

1 The relationship of the two approaches is not obvious; usually it is based only on comparison of results for
scaling exponents, but in particular cases a continuum equation can be obtained from a master equation for discrete
models (see iledota and Kotrla (1996) and references therein).
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A non-linear perturbation of the EW equation is the Kardar—Parisi-Zhang (KPZ)
equation (Kardaet al 1986):

oh
5 = V2h + A(Vh)? + 1. (32)

The KPZ equation generates surfaces whose roughness may be stronger than logarithmic,
i.e. of power-lawform. In 14 1 dimensions the scaling exponents of this equation have
been exactly calculated by Kardetral using the renormalization group approa¢h= 1/2,
z = 3/2). In higher dimensions exact values of the exponents are not known but there are
numerical results (see e.g. Bagasband Stanley (1995)); what the upper critical dimension
iS remains an open question.

If the EW equation is perturbed bygeriodic forcefavouring theinteger levelgi.e. if
the crystal structure is taken into account) the Chui-Weeks (CW) equation is obtained (Chui
and Weeks 1978)):

oh .
o =vV%h + yosin2th + 1 (33)
and the surface tends to becosmoother Thus a surface obeying the CW equation either
is smooth, or if it is rough cannot be more than logarithmically rgugh

An important class of equations are tbenservingequations of the form

ah(gj’ D = -V . J[Vh(z, )] + n(x, ). (34)

J is the surface current depending on the derivativels @fid possibly ork itself. The EW
equation is conserving but the KPZ equation is not. A linear diffusion equation is obtained
for J = —K V V2h(x, t). It can be exactly solved and exponents ate (5—d)/2,z = 4.

With the particular choice

J=—KVV(z, 1)+ 1rV(Vh)? (35)

whereJ is the gradient of the right-hand side of the KPZ equation, we obtain the so-called
conserved KPZ equationThis equation has been recently studied (Tu 1992, Krug 1996),
but its properties are still not completely known.

Very interesting developments have been presented by Maitain(1992). They write
stochastic equations in surface coordinates (instead of Cartesian coordinates): this allows
the study of a more general surface, involving overhangs.

4.1.3. Discrete models.There has been much interest in the study of kinetic roughness in
various discrete growth models, which were motivated by different physical situations. The
pertinence of various models to universality classes has been identified.

The simplest model belonging to the EW class was formulated by Family (1986). In
many growth models (ballistic deposition, the restricted SOS model, the Eden model surface)
the KPZ behaviour was observed and the results agreed with the concept of universality—a
small change in the growth rules did not cause a change of exponents. Physically this
behaviour is observed in situations where lateral correlations are important; this kind of
growth is not volume conserving. The EW class, in contrast, corresponds to simple
conserved growth, leading to a relatively smooth surface. The original example of this
physical situation is the process of sedimentation of small material particles in a liquid
caused by gravity (Edwards and Wilkinson 1982).

1 However, Rost and Spohn (1994) showed that a KPZ term can be generated by the interplay of the periodic
potential and the driving force. There appears to be an open problem here.
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Figure 4. The example of time evolution of the surface profile in the one-dimensional Wolf-
Villain model.

Recently much effort has been devoted to the identification of a possible universal
behaviour of MBE growth (where surface diffusion is a central phenomenon). Several simple
discrete models have been suggested (Wolf and Villain 1990, Das Sarma and Tamborenea
1991, Lai and Das Sarma 1991, Kotdaal 1992, Das Sarma and Ghaisas 1992), in which a
particle relaxes only immediately after deposition and then remains immobile for the rest of
the simulation. Surfaces in these models may be very rough or even unstable. An unrealistic
feature of these models is that surface profiles with very large local slope can develop. The
example of evolution of the surface profile in one of them, in the Wolf-Villain model (Wolf
and Villain 1990), is shown in figure 4.

The asymptotic behaviour in models for MBE was puzzling; now the situation can be
summarized as follows (Siegert and Plischke 1994a, Krug 1996, KotrlSemilduer 1996).

There are two generic situations: either the growing surface is relatively smooth and the
growth process belongs to the EW class, or there is instability. A new feature which has
been found in these models is anomalous scaling, in which a new independent exponent
appears, and in some models also multiscaling has beem observed (for more details see
e.g. Krug (1996)). What the real explanation of these effects is and how generic they are
remain to be understood.

Another interesting problem is the interface motion in a disordered medium, and
the depinning transition caused by the driving force (for review see e.g. &siraind
Stanley (1995)). The universal behaviour of growth in systems with two or more species
(e.g. systems with ‘ferromagnetic’ or ‘antiferromagnetic’ interactions) is at the moment an
open problem (Fedota 1995).
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4.2. Dynamic roughening

In the context of the Chui-Weeks equation, Noes and Gallet presented a theory
which in principle solves the growth problem in the neighbourhood of the thermal
roughening transition (Nogres and Gallet 1987). The Néres—Gallet theory is based

on a renormalization scheme (applied to the CW equation and stopped at the appropriate
stage, depending on the strength of the disequilibriu) in the treatment of fluctuations at

the crystal-fluid interface. Such a theory was immediately applied to the special case of the
solid—superfluid interface ifHe, whose roughening, discovered independently by Israeli,
French and Russian groups (Avreh al 1980, Balibar and Castaing 1980, Keshisletv

al 1981), was experimentally studied, in the non-equilibrium case, by Gatlliakt (1987).
Further (theoretical) contributions on this subject were presented by us (Levi and Kotrla
1993, Kotrla and Levi 1994) and by Giorgini and Bowley (1995).

Let us briefly describe the physical situation near the roughening transition (for further
details, see Levi and Kotrla (1993)). In the CW equation the terRh describes
propagation over the surface of the information concerning the local levél new layer
is completed in the time = a,/v, and in this time the information is propagated to a
distancel ~ +/2vt. As long as this distance is large enough—in fact, as long as it is
larger thars, the equilibrium correlation length on the surface—the surface grows layer by
layer, according to the sant&ecker—@ring lawsas hold at lower temperatures. But near
roughening (as well as abové) diverges and, as soon as it is larger thatihe information
can no longer travel as far §sbefore a new layer is created; everything occurs §swere
infinite: the surface roughenslynamic rougheningand the growth law becomes similar
to the Wilson—Frenkel law; in particular, the growth velocity becomes lineak;n The
result is an effectivédowering of the roughening temperature as a functionAgi.

Here we present an elementary treatment of this effect, even simpler than that given
in our previous work (Levi and Kotrla 1993). According to classical nucleation theory (as
applied to crystal growth by Becker anding (1935)) a growth nucleus, or island, &f
adatoms has a (Gibbs) free enelgymade up of two terms: a negative terAV Au and a
positive term, related to the energy cost of building the step that serves as island boundary,
given by N,e,, whereN, is the number of boundary atoms ands the step free energy per
atom. If the island is convexy, is of the formN, = ¢+/Nt, where e.gc = 4 for a square
island. G is maximal for thecritical nucleus i.e. for N = N* = [ce, /(2 Aw)]?, and the
maximum, thenucleation barrier is G* = c%¢2/(4 Ap). If, however,! is relatively small,
the surface behaves as if it had a finite gized, in particular, if is less than the size of the
critical nucleus, the latter does not form: the area of the largest islands is of/éreérich
also implies alowering of the nucleation barrier. This is irrelevant at low temperatures,
where¢ « [, but becomes important just beldiix (aboveTy the effect is irrelevant again,
since in the absence of a nucleation barrier the surface grows lineafly.jras if it were
rough: this is irrelevant if it is indeed rough even at equilibrium). It should be recalled
that & ande; are inversely proportional to each other (see e.g. Mazteal (1992)), so
no explicit reference t@ is really necessaty the relevant quantities in our problem are
x = Be;, y = B An. The growth velocity may be written as the ‘rough’ (or Wilson—Frenkel)
growth velocityvg divided by a factorw > 1, related to the nucleation barrier, which, in

t The islands tend to be convex in order to reduce both the step free energy, by reducing the boundary length, and
the kink free energy, by reducing the number of kinks. As a consequence, we shall disregard the kink contribution
altogether. At high disequilibria this may not be correct, since the island does not live undisturbed long enough
to optimize its shape.

1 It will turn out that the critical value of is relatively small£ /a = +/2€¥/2/3 = 2.11.
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the presence of this ‘dynamic roughening’ effect, is not fixed but depends, in turn, on the
size of the effective critical nucleus, i.e. on the growth velocity, i.e.w0B vg/v. The
characteristic length (which may be identified with the size of the relevant island) can be
found from the Edwards—Wilkinson or Chui-Weeks equations-as/(2vt), wherev, the
coefficient of the Laplacian term in the stochastic equations, is of the ordergpfandt

is the time for growing one layer,/v. Thenl/a = /(2w).

(o)

Figure 5. Dynamic roughening as a first-order transition described by equation (36), for a
dimensionless disequilibriuny = 0.03. Chain curve X = 0.36): the equation has three
solutions, of which the physical one, marked BD, corresponds to slow, Beckenglike
growth. Solid curve X = 0.34): the slow solution has disappeared altogether and the growth
takes place according to a smaHvalue, i.e. to fast, Wilson—Frenkel-like growth, corresponding
to the point marked WF.

This leads to a self-consistency equation of the type
o = eI’ (36)

Here w = o2 and (using the famous ‘Kolmogorov cubic root—see above—and taking
c=4) p=2J/2/3,4q = 1/3. This equation always has solutions, but it is physically
interesting only if the solutiow is lessthan the valueg* = /(2x/y), corresponding to

the maximum of the right-hand side (meaning an effective reduction of the critical nucleus
size). Let us fixy (i.e. essentially the disequilibrium). Then for largethere is only

one (Becker—Dring-like) solution, but below a certain value of(provided thaty is less

than a critical valuey, = 3e73/2 = 0.0747) there are two more solutions (corresponding
to faster growth). Finally, beyond anothervalue x = xys the slow mode disappears
altogether and a jump is unavoidable to a faster (Wilson—Frenkel-like) growth mode. We
take this as an indication that the Néms—Gallet effect has set in (see figure §)¢ < x.,
where the critical valuer, equalsx, = 3e"%2/,/2 = 0.473, and for the correlation length

the critical value is the inversé,./a = 2.11 (corresponding to a rather low temperature

T ~ 0.55T%). Since this criticak is not very long, the jump in growth rate should really
take place in the interesting cases. If, on the other hand, y., the growth should go

to a faster regime smoothly, ‘supercritically’ (this is understandable since at such strong
disequilibria the critical nuclegsis small anyway and even the Beckeifhg growth is

1 The occurrence of the worttitical with two different meanings is unfortunate, but unavoidable here.
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already fast). The possibility of genuine critical phenomena in the neighbourhood of such
a growth critical pointis worth investigating.

5. Kinetic BCSOS and related growth models

Our research group has tried, whenever possible, to use the well ksigwertex modebf
statistical mechanics, which was exactly solved, around 1967, by Lieb and others (see the
review of Lieb and Wu (1972)), and has proven so useful ya@a Beijeren’s mappingvan
Beijeren 1977)) for studying the statistical mechanics of surfaces. Our first study, however,
did not make use of van Beijeren’s mapping: we used a different mapping, wheliegtbe
appearing in Lieb’s representation of the six-vertex problem (where in each vertex only the
downward and leftward arrows are marked) are directly identified witfiace stepgsee

below (Garrodet al 1990)), and, by this representation, we treated an extremely simple case
of growth by step flow. Subsequently, however, we reverted to van Beijeren’s mapping in
order to have a somewhat richer growth model (see below).

5.1. Mapping of crystal growth onto the six-vertex model

The six-vertex model (Pauling 1935) is the best model to desailigheningn equilibrium.
Indeed, van Beijeren in 1977 was able to map his BCSOS (body-centred solid-on-solid)
model (van Beijeren 1977) onto the six-vertex model, which had been exactly solved by
Lieb et al ten years earlier. The roughening transition exists and corresponds in the mapping
to the antiferroelectric transition of the six-vertex model (a very wealgrder transition).

The six-vertex model is exactly solvable (Lieb and Wu 1972). The partition function is
obtained from the transfer matrix, whose eigenfunctions are given bBdliee ansatz

The model is isomorphic to the Heisenberg—Ising chain (Yang and Yang 1966).

The properties of the model depend on six parameters, the energies of the six vertices,

€,j=1,...,6,and ong = (kT)~*. A considerable simplification occurs in tsgmmetric
case, where, = €1, €4 = €3, € = €5. Then all properties depend only on two parameters:
x = ePles—e) y = efles—es) (37)

In the (x, y) plane four phases are present:

(a) two ferroelectric phases, one for> 1, y < x — 1 and the other foy > x + 1;
(b) an antiferroelectric phase far< 1, y <1 — x; and
(c) a disordered phase at high temperatite{(1| < y < x + 1).

Important special cases are:

(i) the KDP model é3 = €5 = € > 0, ¢; = 0) (ferroelectrig (Slater 1941); and
(i) the F model €1 = €3 = € > 0, e5 = 0) (antiferroelectrig (Rys 1963).

In both caseskT, = ¢/(In 2) (but the transition is ofirst order for KDP, of infinite
order for F).

Here the six-vertex model is used out of equilibrium, to describe growth, according to
two different mappings:

(1) the line mapping (model 1);
(2) van Beijeren’s mapping (models Il and III).

These mappings are explicitly shown in figure 6. (Still other mappings were presented
in the literature (Gwa and Spohn 1992a, b, Hontinfinde and Touzani 1995), but they refer
to growth in 1+ 1 dimensions, and are therefore very different.)
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Figure 6. Mappings of surface levels onto the six-vertex model. (a) The vertices. (b) Line
mapping: only the arrows pointing down and to the left survive; the lines thus arising are
interpreted as surface steps. (c) van Beijeren’s mapping: the levels are such that, for any pair
of atoms, the higher-level atom is found to the right of the arrow.

5.2. Model I: step flow

Line mapping. The usual representation of the six-vertex moderdw representatiohn
places arrows on the bonds of a square lattice, in such a way that at each lattice point two
arrows enter, and two arrows exth¢ ice rul§. There are six ways to satisfy the ice rule,
and thus the six vertices are formed.

However, an equivalent (and in many cases more useful) representation lisehe
representationwhere only the arrows pointing down and to the left are marked. The union
of such arrows forméines that go across the plane in the south-west direction.

In the line mappingthese lines, occurring in the line representation of the six-vertex
model, are directly identified witkteps on a surfacé€Garrodet al 1990). These steps are
all of the same sign: the resulting surface is thugi@nal surface whose growth takes
place bystep flow The level of the surface increases in the south-east direction. When a
step moves in the north-west direction, the upper terrace widens at the expense of the lower
terrace, and the crystal grows.

In order for the mapping to be one to one, only one type of step (single steps) are
permitted. Double and multiple steps are eliminated by sliding the crystal layers in the
south-east direction by an amount proportional to their level. This procedure, however, also
eliminatesstep crossingcorresponding to vertex 2 in the line mapping). So only vertices
1, 3, 4, 5, 6 survive and the six-vertex model becomdivexvertex mode{Garrod 1991,
Gulacsiet al 1993, 1994)!

Conservation rules.Consider a square table of sidé. Let A be the total length of
horizontal line segmentsB that of vertical line segments, and I8t be the number of
vertices of type. Then during the growth processand B are conserved, and

Ni+Ns=A (38)
N3+ Ns=B (39)
Ny =L?—A—B. (40)

Master equation.(A, B, N1) define aclassof configurations.
Configurations differing from each other only by translation (with cyclic boundary
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conditions) form asubclass During the growth process the class is conserved, but the
subclass is not.

Let P, be the probability for the system to be in a configuration belonging to subclass
m within a class. Then thenaster equation

d Pﬂl
dr

holds, whereC, E are thecondensation (stickingand evaporation coefficientyp,,, g, are
the numbers of condensation and evaporation sites imteenfigurations, and/,,,, M,,,
the numbers of ways:-configurations are obtained fromconfigurations by sticking and
evaporation processes respectively.

The main results (obtained either by solving the master equation directly, or by Monte
Carlo simulations) are as follows. Afterteansientphase, asteadysituation is established.
Starting from anequilibrium situation (i.e. from a situation where all configurations in a
class areequiprobablg, under growth conditions( > E) the growth ratedecreasesso
the steady-state growth rate is slower than the initial, equilibrium growth rate. This is due
to the fact that the configurations corresponding to fast growth grow themselves out of the
picture, leaving a prevalence of evaporation configurations.

= —~(pnC + GnE)Py + > (CMyy + EM,,,) P, (41)

5.3. Model II: deposition and desorption

van Beijeren’s mappingModel Il (Kotrla and Levi 1991, 1992) is similar in some respects
to model |, but it makes use of a different mapping onto the six-vertex model.

The line mapping is limited, because growth takes place solelgtéy flow We are
also interested in thaucleationof new steps. To study this it is better to revert to van
Beijeren’s mapping (for the (001) face of a bcc crystal), where an arrow indicates a level
difference between two neighbouring atoms, liigher atom lying to theright of the arrow
(van Beijeren 1977). TemperatureT and disequilibrium Au were explicitly introduced,
letting the system evolve according to a generali@&auber kinetics

ef on 1
CePAE 1] E_eﬂAE+1
where AE is the change in surface energy.

On a finite, square table of sidé, the model was solved by Monte Carlo simulation (or
even analytically, for extremely small sizes). The boundary between (two-dimendayel)
growthand (three-dimensionatpntinuous growtlis sought finding thenaximal growth rate
as T varies. For increasing\u it bends to thdeft (Kotrla and Levi 1991). This means
that increasing disequilibrium favours three-dimensional growth. Indeed] fer Tz and
Au small, plotting the surface levél as a function of time the successive layers are
well recognized as plateaus; but ag: is increased, the plateaus become progressively
smeared out and(r) tends to become a straight line, indicating continuous growth. For
large disequilibrium and higif' the growth rate approaches the Wilson—Frenkel limit (4).

The surface roughness in this growth model was investigated. The results indicate the
following (Kotrla and Levi 1992).

C (42)

(1) Forany T andany Au > 0 the surface isough (i.e. (Ah?) divergeswith L).
(2) For A small (and for allAp if T is low) the roughness is logarithmic.

(3) ForT < Ty this behaviouttends to a universal limias Ay — oo; see figure 7.
(4) ForT > Tg a crossover occurs from logarithmic power-lawroughness:

(Ah®) ~ L* (43)
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Figure 7. The dependence of the roughness on the izad A at the temperaturé = 0.7Tx
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Figure 8. As the previous figure, but at the temperatire= 27%.

(see figure 8; for large\ i, ¢ depends only off’ (not onA ), increases witlf and tends to
~0.35 asT — oo: this value appears to agree with the valug dbr the KPZ universality
class).

(5) For any value ofAu (exceptAu — oo) the power-law behaviour reverts to
logarithmic for largeL. The values ofL at which this happens increase witty: this
behaviour obeys acaling law
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5.4. Model 1lI: growth with diffusion

Crystal growth in the kinetic BCSOS model was considered in the above-mentioned
studies (Kotrla and Levi 1991, 1992, Hontinfindeal 1996) without diffusion, i.e. in an
oversimplified version of the model where the growth process is reduced to a competition
between sticking and desorption. Many of the most relevant effects which have recently
attracted the attention of experimentalists and theoreticians alike are, however, related to
diffusion and to barriers hindering it (Schwoebel and Shipsey 1966, Kustkal 1990).

It is necessary, therefore, to include diffusion in the treatment (as was done many years
ago in a simpler context by Gilmer and Bennema (1972b)): this was done most recently
in Genova for the BCSOS model (Levi and Tartaglino 1996). The main advantages, with
respect to older work, are the availability of present-day, faster computers and the use of
the six-vertex model, which ensures e.g. an exact knowledge of the roughening temperature
Tg.

In model 111, diffusion is introduced explicitly in the description of the growth process.
Actually, it is important to introduce at least two diffusion moves, with different activation
energies: in the former the mobile atom remains at the same level; in the latter the atom
descends (or climbs) a step (in the BCSOS model this move is similar to the knight's move
in chess).

We recall the structure of the BCSOS model (van Beijeren 1977). The (001) surface of a
body-centred cubic lattice is considered. The lattice comprises two sublattices (corner atoms
and centre atoms), so the nearest neighbours of every atom belong to the other sublattice,
with a very strong interactiody which, in order to enforce the SOS condition exactly, is
actually taken to be infinite in van Beijeren’s theory. The next-nearest neighbours, on the
other hand, belong to the same sublattice: the corresponding interdcimithe relevant
energy scale for the model.

Model Il above was a simple extension of van Beijeren’'s BCSOS model to non-
equilibrium situations. Model Il is a further extension where diffusion is taken into account;
with model Il we shall be forced, however, to relax van Beijeren’s conditipr> oo: we
shall takeJy larger than/, but finite. This is necessary, since ffy — oo no evaporation is
possible; moreover, equilibrium takes place at a chemical potgntial —oo, i.e. for zero
vapour pressure, so the vapour is replaced by a vacuum, and no deposition is possible. But
if Jo is finite, the level difference between neighbouring sites is no longer strictly forced to
be 1: level differences of 3, e.g., become possible. Although such level differences are not
considered here, they have been studied elsewhere, leading to a 14-vertex model (Barbero
et al 1996).

A Monte Carlo simulation is performed. Two regimes are considered: in regime
I, at low disequilibria Au, diffusions are far more frequent than either depositions or
desorptions; in regime I, corresponding to high disequilibria, on the other hand, desorption
may be neglected altogether and the growth behaviour results from the competition between
deposition and diffusion.

Here we focus the attention predominantly on regime I. Although in such a regime,
because of their rarity, the adsorption—desorption processes cannot be directly simulated
(between two such events something liké ©0 1& diffusion events may take place, which
would lead to impossibly long simulation times), it is possible, nonetheless, to estimate the
adsorption and desorption rates by counting the sites active for each process. This leads to
an interesting and to some extent unexpected result: regime | splits into two rather different
subregimes (la and Ib). The analysis of the physical situation is best conducted in terms
of the coverage®: the diffusion processes drive the surfaceputial equilibrium, without
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changing®.

At complete equilibrium the desorption and adsorption rates are such that the surface
tends to adsorb or lose atoms dependingorA partial growth rateG,(®) = S(®)—E(®)
is defined, different from zero even at equilibrium. For low coverages, since the surface
is essentially flat with a few atoms or small clusters weakly bonded on it, evaporation is
favoured over deposition, s6, < 0. When the coverage is close to 1, on the other hand,
the interface looks like a flat surface with a few holes on it. Sticking is favoured: in fact,
when more than half a layer is depositedl ¢ 1/2), G,(®) > 0.

The effect of switching on the disequilibrium is to multiply the adsorption probability
by exp(Au/kT), whereT is the temperature, while the desorption probability (at least for
the moderate disequilibria corresponding to regime 1) remains essentially unchanged. In
subregime la, next to equilibrium, there are still range®dior which desorption remains
more probable than adsorption. This fact creatdsotileneck which blocks the growth
until an important fluctuation overcomes the block: in other words, there exists a nucleation
barrier. In subregime Ib, on the other hand, the disequilibrium is so great that for any
coverage® the adsorption probability is larger than the desorption probability: in this case
the growth becomes continuous in time (although still layer by layer).
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Figure 9. The roughness behaviour of model Ill, From the bottom to the top the graphs
correspond to increasing disequilibriaan/e = 0.01, 0.02, 0.05, 0.1, 0.2, 0.5, 1, 2 and 5
respectively.
In contrast to that of model Il, the roughness behaviour of model Il is rather

complicated, and cannot be represented by a simple functional dependenéenfsize.
There is a crossover, instead (see figure 9), from a small-scale to a large-scale behaviour,
this crossover occurring earlier for larger disequilibria.
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6. Unstable growth

6.1. Dendritic growth

The Mullins—Sekerka instabilityMullins and Sekerka 1964, Langer 1980) arises whenever
a protuberanceof the crystal, extending into fluid regions whefeis lower, grows faster
than the rest. (For growth from vapour the protuberance must be bigger than a mean free
path!) Then planar growth is disrupted and a needle crystal is formed (the latter is called a
dendrite(from Greeksévspov, tree) because side branching nearly always occurs).

The instability is fought against by tteurface tensiory which favours planar shapes;
but y is only sensitive tolocal disturbances and cannot stop the growth lwbad
protuberances.

Continuous theory.Needle crystals are treated as approximate paraboloids. Ivantsov
(1947), neglectingy and solving the heat equation iarabolic coordinates found a
simple functional relation between dimensionldisequilibriumA = Au/Au. andPéclet's
number Pe = cpv/2h where: p is the radius of curvature at the tip, and » are the
specific heat and the thermal conductivity of the fluid, and where the critical disequilibrium
Apu. equalsA?/cT (A being the latent heat), and e.g. reduces, for vapour growth from a
monatomic gas, to 7B8e%: i.e. A =5/72.

For A > 1 (hypercooling there is no solution: natationaryfreezing is possible. This
is because the fluid is so cold at infinity that the release of latent heat is not sufficient to
keep the interface at the melting temperature

For A < 1, Pe is found by inverting Ivantsov’s law:

© e~y
A(Pe) = Pe e””/ ~ dy. (44)
Pe y
For small Pe, A, we haveA ~ Pe(|ln Pe| — C) (C is Euler's constant); fonn — 1, Pe
diverges ag1 — A)~1. But Pe contains theproduct p timesw.

Introducing the surface tensiop changes the dependence Bt on A somewhat;
these changes, however, occur at rather |Be values, which are seldom of interest
experimentally. In the most interesting range, Ivantsov’s law is well verified. There is
another problem, however: Ivantsov’s law is incomplete, in the sense that it giveenly
(i.e. the productov) while a complete solution of the problem requires calculating koth
andv, not only their product!

To obtain p and v separately we need another condition: the first formulation of a
condition of this kind, due to Langer, may be written (Langer 1980) as

o = # = constant

nAu.p Pe

Subsequently, more careful analysis showed éhat not a universal constant, but depends
only on theanisotropya. For smallA and for a square lattice; ~ «”/# (Ben Amar and
Pomeau 1986, Barbiegt al 1987); and v ~ [Pe(A)]?. Thus the velocityv is roughly
quadratic inA .

The latter results have been obtained in the last fifteen years or so via very subtle
mathematical analysis of the growth process. In the beautiful olids Far From
Equilibrium (Godreche 19919 two chapters, one by the Caradit al (1991), and most

 Notice that nucleation requires approximately® > % while hypercooling occurs i1 >

disequilibrium more than 40 times larger.

1 For a triangular lattice /4 becomes /6 (Gliozzi et al 1994).

& In general, the reader of the present article may find useful to consult that book, where many of the subjects
considered here are discussed in depth.

72
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Figure 10. A schematic phase diagram in th&,(Au)-plane. In this figure the transitions
between layer-by-layer growth with and without a bottleneck for nucleation and between layer-
by-layer and three-dimensional growth are evident. Two hyperbgiae, constant (whereg is

an approximation fog obtained by replacing the step energy per atoby a constantp), mark

the onset of nucleation and hypercooling respectively. The Ehrlich—-Schwoebel transition from
three-dimensional growth at loW to layer growth at highef is also shown. The dendritic

and hypercooling modes actually depend not only7rand Au, but also on the boundary
conditions.

especially one by Pomeau and Ben Amar (1991) deal extensively with these problems. In
the presence of diffusion or heat transport (in the fluid, or in the crystal, or in both), the
growth of a non-planar surface is a highly non-linear problem, as already stressed in the
nineteenth century by Gibbs and Thomson. The non-linearity comes from the presence of a
term containing theotal curvatureXC = p; 1y Py 1 (wherep; and p, are the two principal

radii of curvature), a notoriously non-linear object in geomgtryThe Gibbs—Thomson
equation gives the interface temperature as

247
Tint = TM -—K (45)
s
wherep, is the crystal densityy is the interface free energy andis the latent heat.
It is appropriate to sketch at this point an overall, schematic phase diagram for growth

(figure 10).

6.2. Cluster growth

Since Witten and Sander introduced their fortunate diffusion-limited aggregation (DLA)
model (Witten and Sander 1981), the literature on the subject has developed enormously.
The main reason for this is that the DLA model is the simplest tool for generating random

1 Similarly, the presence of non-linear space-time curvature makes general relativity such a difficult theory,
although the scalar curvature reduces in two dimensions to the Gaussian curvature, not to the total curvature.
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fractals: of course deterministic fractals, such as the Siskpigasket, had been known of

for a long time, but, however elegant, were uninteresting as models of the physical world.
The Sierphski gasket, e.g., is too simple; the Mandelbrot set, on the other hand, has a
fascinating chaotic nature, but is too complicated, and at the same time too deterministic,
to afford a hope of describing ‘natural’ fractals, from the leaves of a tree to the affluents
of a large river. Random fractals offered such a hope. Important connections were also
discovered with clusters occurring in critical phenomena or percolation problems (although
the properties were different in each case). The more important contribution of the DLA
model was probably that of furnishingmaradigm within which the fractal properties of
natural or computer-generated objects could be studied, from the relatively simple overall
fractal dimension to quantities obtainable only via much subtler analysis.

It is out of question to discuss these problems here (see, for example, Vicsek (1989) or
Meakin (1988) for a thorough treatment). We wish, however, to consider cluster growth from
the same point of view as we have considered crystal growth in the remainder of this paper:
i.e. in terms of physical (thermodynamical) parameters—temperdtumad disequilibrium
Ap in the first place. The clusters which we are going to consider, therefore, must in some
limiting case A = 0) be in equilibrium with the environment; hence they must be able
to compensate growth by evaporation or dissolution, and hence a double DLA-like process
must be involved. Such a double DLA process was first introduced (as were many other
things in statistical mechanics) by Kadanoff (1985).

Let us first recall ordinary DLA, as was first proposed by Witten and Sander (1981).
DLA is a growth process, taking place in a computer. The growth starts from a pre-existing
germ placed at the origin. In the simplest case the simulation is two dimensidtahsare
sent in sequentially from the circumference of a large circle, having the germ at its centre.
Each atom performs mndom walkin the plane; finally either it reaches a site neighbouring
the growing cluster, in which case it sticks irreversibly to the cluster, or it reaches the outer
circumference again, in which case it is lost. In this way clusters are generated, possessing
a characteristically ramified appearance: the fractal dimension of DLA clusters, as obtained
numerically, is 171+ 0.01 (Meakin 1983).

DLA growth is irreversible and, from our point of view, correspondsAtte — co. In
order to allow for finite disequilibria, Kadanoff introduced a very simple modification of
DLA, which he calls apedestrian modelTwo competing processes are taking place: one
process is ordinary DLA, while in the other process atoms detach from the cluster, perform
again a random walk and either stick to the cluster at another point or are lost. A modified
version of this model was studied in detail by Glioetial (1994). The work of Gliozzet
al was addressed to studying the temperature and disequilibrium dependencey@ivitie
morphologyof two-dimensional clusters (see figure 11).

As pointed out by Shochett al (1992a, b), the problem of interfacial pattern formation
is not yet solved. It turns out that the so-callddnse-branching morpholog§PBM),
characterized byip splitting, is the generic growth mode when the interfacial tension is
isotropic, whereas anisotropy is necessary to stabilize dendrites (Ben-Jacob and Garik 1990,
Ben Amar and Brener 1993) (see above). However, the DBM can appear even if anisotropy
is present (Saito and Ueta 1989, Ben-Jacob and Garik 1990, Sheichlet992b).

In a very interesting article, Saito and Ueta (1989) described the morphology of growing
two-dimensional clusters by means of a simulation, where the solid was surrounded by an
actual vapour. They started from the equilibrium shape of a little two-dimensional crystal,

1 Theories trying to prove that it must be¢®= 1.67 (Turkevich and Scher 1986) were not accurate enough;
more precise and convincing results have been obtained more recently byeEidaf1995).
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Figure 11. Clusters grown according to the procedure of Glicetzal for different temperatures
and disequilibria. J = strength of the molecular bon@, = 1/kgT. A tip-splitting transition
takes place, for temperatures between 0/2% and 0.33/kg, from the dendritic to the dense-
branching morphology.

which for the square lattice geometry is known, in terms of the egattpendence of the
boundary tensiory, from work by Rottman and Wortis (1981) (for an extension to the
triangular lattice see Zia (1986)). Using an actual vapour instead of the random walk of
single atoms allows one to study collective effects, in particular the depletion zone in the
immediate environment of the growing cluster.

Shochetet al studied the growth morphologies in terms of physically significant
parameters (Shochedt al 1992b). The same was done by Gliozi al (1994), who
specifically applied the analysis to the growth of clusters of the gel phase at the expense of
the fluid phase in Langmuir monolayers. In these works the physical parametdrsaac:

Ap. The role of disequilibrium is obvious; temperature, on the other hand, occurs indirectly,
via theT -dependence anisotropy Gliozziet al found, at a rather well defined temperature

(or anisotropy), a morphology transition of the tip-splitting type, from the dendritic to the
dense-branching morphology. Interestingly, even for large disequilibria and (relatively) high
temperatures, the clusters generated in this way (contrary to what happens for simple DLA)
are not ordinary fractals. Rather, they belong to the typologfabfractals (Vicsek 1989),

i.e. their measure, when measured with rulers of lerigth given by

M) = M(0) + Al” (46)

(for ordinary, orthin fractals, M (0) vanishes). A further development in terms of the
description of cluster growth in Langmuir monolayers took into account the important
effects of long-range interactions (Indivesi al 1996a, b, Pastor-Satorras and RuB95),
which have a destabilizing influence even in thermodynamic equilibrium (McConnell 1991,
Vanderlick and Mhwald 1989).

A fairly complete analysis of morphology transitions in the (disequilibrium, anisotropy)-
plane was presented by Brenetral (1992), leading to the identification of four distinct
morphologies which they call compact dendrite, fractal dendrite, compact seaweed, and
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fractal seaweed (whermeaweedndicates the DBMS).

In Langmuir monolayers, clusters of the gel phase are seen to grow with peculiar
asymmetries, whenever the molecules possess chiral properties éRedt4993) (which
affect both the diffusion process through the fluid and the process of attachment, especially
when impurities are present (Pomeau 1987)). Other asymmetries may arise simply from
the ordering of the hydrophobic tails in one direction, which determines in that direction a
weaker dipolar repulsion or even an attraction. These problems are currently under study.
However, even more important potentially will be the application of the above-mentioned
methods to the growth of metal clusters on metals: such clusters exhibit very diverse forms,
from compact to ramified, fat-fractal shapes (Hwati@l 1991), depending, as Bartelt and
Evans (1994) have shown in an interesting paper, on the ratio between the rate of arrival
of new atoms from the outside and the rate of diffusion along the periphery of the cluster.
An intermediate case between Langmuir monolayers and metal adsorbates is that of self-
assembled structures of, e.g., thiols on gold (Camillehal 1994), which have recently
been the object of very interesting studies.

6.3. Unstable MBE growth

It was found recently that MBE growth on a singular surface (i.e. a high-symmetry crystal
face) is unstable. The three-dimensional growth in this case has a special form: pyramid-like
structures (mounds) are formed on the surface and as time proceeds they increase and merge;
the average size of mounds continues to grow all the time. This unstable-growth mode was
first predicted by Villain (1991), and later was seen in computer simulations of a simple
SOS model with Glauber dynamics governed by a Hamiltonian with a Yerm), | —h;|*
(Siegert and Plischke 1992, 1994a), of the Wolf-Villain model (cf. subsection 4.1) in
higher dimensionsé{milauer and Kotrla 1994), and of the full diffusion model with the
Ehrlich-Schwoebel barrier (Johnset al 1994, Smilauer and Vvedensky 1995, Siegert
and Plischke 1996) as well as in humerical solutions of the Langevin equations (Johnson
et al 1994, Siegert and Plischke 1994b, Stroseioal 1995). This growth mode has
been recently observed experimentally in various systems: GaAs/GaAs(001) (Jehmason
1994), Cu/Cu(001) (Erngtt al 1994), Ge/Ge(001) (van Nostraetial 1995), Fe/MgO(001)
(Thiirmeret al 1995), Fe/Fe(001) (Stroscigt al 1995), Rh(111) (Tsuét al 1996).

The existence of the instability observed in the above-mentioned experiments is
attributed to the Ehrlich—Schwoebel (ES) barrier which suppresses interlayer transport see
above. Let us recall the argument for that (Villain 1991, Johretoal 1994). In MBE the
surface height (measured in the comoving frame of reference) obeys a conserving equation
(34) wheredJ is the surface current which is a function of the derivatives of heightrand
is the shot noise due to the fluctuations in the incoming particle beam. The current can be
written in the form

J(x, 1) = j[Vh(x, )] + K VV?h(x,1). (47)

Here theK-term represents the leading contribution to the equilibrium diffusion current
(Mullins 1957, Herring 1957) and tends to smoothen the surfacej &d non-equilibrium
tilt-dependent contribution. In the case of a high-symmetry surface for small fluctuations

of Vh(x,t) one can assume (Villain 199Y)(x,t) = C Vh(x,t). Let us assume for

the moment that the ES barrier is infinitely high, i.e., no adatom can jump downwards at
the step edge and all adatoms remain on the upper terrace. Then an adatom on a terrace
preferentially sticks at the ascending step. This means that the current has the same direction
and sense aV#, i.e., the coefficienC is positive and equation (34) is unstable.
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Let us consider the growth of a vicinal surface with the #ilt formed by a sequence
of steps. The traditional picture is that growth proceeds in the step-flow mode (Batrton
al 1951). If nucleation is neglected, a train of steps proceeds uniformly across the surface
when atoms from the incoming beam land on adjacent terraces and diffuse to be trapped
at the step edges. It can be expected that in the presence of the ES barrier the instability
described above will be present, up to some value of the tilt.

A simple intuitive argument is as follows (the ES barrier being still infinite). If the
terrace sizé is smaller than the diffusion length, then all of the adatoms reach the step
edge of the upper terrace where they are incorporated. The surface current is uphill with the
dependencg (m) o« 1/m on the tiltm = 1/1 of the surface, and the growth proceeds in the
step-flow mode. If the terrace size is larger thalthe slope is lower than/1;) only some
of the adatoms will reach the step edge of the upper terrace. This fraction is approximately
l4/1; thus the current ig (m) o« I;/1 = l;m. The current has a positive derivatiy&m) for
smallm and this leads to instability (a negative Laplacian in equation (34); see also Krug
et al (1993)).

Let us consider the question somewhat more closely. As was shown by Bales and
Zangwill (1990) in 24+ 1 dimensions aneandering instabilityof the steps arises (because
atoms are more likely to attach to already advanced parts of the step): the surface, although
stable across the steps, is unstable along them. Moreover, recently it was shown that even
in 1+ 1 dimensions the step-flow regime is really destabilized by island formation via
fluctuations (Krug and Schimschak 1995). This leads to metastability: the growth behaves
as stable for a time that increases with increasing slopg(r, o« m?). In 241 dimensions,
on the other hand, mounds indistinguishable from those obtained on singular surfaces evolve
(Rostet al 1996). Thus, the instability is present also on vicinal surfaces.

One is interested here not only in the existence of instability, but also in its temporal
evolution, which can also be measured experimentally. Two important quantities to follow
are the average mound size and the average slope of a mound. These characteristics can
be either measured directly or extracted from various correlation functions. The slope of
mounds in experiments is usually found to be approximately constant (Erradt1994,
Johnsoret al 1994, Thuirmeret al 1995, Stroscicet al 1995) but in some cases has been
observed to increase: the mounds become steeper (van Nostrahd995, Ammeret al
1994, Albrechtet al 1993). The mound size increases with time according to a power law
with an exponent, i.e., o« (time)”; different values of the exponenthave been measured
ranging from 016 (Stroscioet al 1995) to 05 (Ernstet al 1994).

Johnsonet al (1994) suggested a differential equation with the current interpolating
between the step-flow and unstable regimes

mlfl
1+ (mly)? (48)
wherem = Vh(x,t) andm = |m|. However, in this choicg always has the same
sense agn and all slopes are unstable, and deeper and deeper grooves are expected to
evolve. Huntet al (1994) studied the one-dimensional form of the equation (48) and found
coarsening (i.e. an increase of the lateral gtzef perturbations)R o ", with n ~ 0.22.

Siegert and Plischke have argued that, due to the lattice symmetry, the fufygiion(c
labels surface directions) should become negative beyond some characteristig*vafuke
slope. Thenj,(m*) =0, (3j,/9m)|,, = m* < 0 and the slopen* would be stable against
small perturbations (Siegert and Plischke 1994b). For example, if the growing surface has
average orientatiof001}, then local high-symmetry surfaces lik&10} or {111} cannot be
consistently described as vicinal surfaces; rather the symmetry requires the current to be

J(m) x
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zero for such orientations. Siegert and Plischke generalized equation (48) to the form

Dm(1— m?)
(1 —m?)?+ (mly)?
This current is properly equal to zero on the two high-symmetry surfaces) andm = oo
and is also zero at the intermediate inclinatier= 1. Integrating this equation (2 + 1)D
they found slope selection and observed that pyramids continue to grow until only a single
pyramid remains in a finite-size system, and concluded that there is no scale selection in
the problem. In this situation the roughness exponertt is 1, and there is only one
exponent; (8 = 1/z) and only one relevant length in contrast to the case for conventional
theories of kinetic roughness (cf. subsection 4.1). They measured the coarsening exponent
using a slope—slope correlation function, and for equation (49) as well as for its anisotropic
modification they obtained ~ 1/4 although they expected Lifshitz—Slyozov—Wagner-like
behaviour withn = 1/3 (Lifshitz and Slyozov 1961, Wagner 1961). They attributed this
difference to the importance of the constraWitx m = 0. They also suggested that this
coarsening process is similar to the domain growth problem and that the slope corresponds
to the order parameter in the domain growth problem. The current (49) is only a prototype
for the slope-selection mechanism, the current may have more zeros (the first one is stable,
the next can again be unstable). In reality the value of the selected slope can be much
lower—in fact in experiments with GaAs (Johnsehal 1994) the angle was of the order
of degrees.

In order to explain the low value of the exponent~ 0.16 observed for growth
in the Fe/Fe(001) system, Stroscat al (1995) suggested that near equilibrium the
Mullins—Herring term K V V2h(x, t) is absent and replaced it by a higher-order term
BV V2V?h(x,t). They have no special reason for including the sixth-order term, except
that it is the next-lowest-order linear term after the Mullins—Herring term. By numerical
integration of the Langevin equation (34) with

J =—BV VXV -m)+Cm — im’m + o V(m?) (50)

in (24 1)D they obtained: = 0.18+ 0.02. The second term in equation (50) is a destabil-
izing uphill current, the third is the term suggested by Siegert and Plischke, and the last term
was included in order to break up—down reflection symmetry. They argued that the exponent
n is insensitive to the presence or absence of the symmetry-breaking term but that this term
is essential for the agreement of the calculated morphologies with the experimental data.
It is clear that when both the Mullins—Herring term and the sixth-order term are present a
crossover fromk = 1/6 ton = 1/4 is expected with the crossover time given by the values

of corresponding coefficients.

A complementary approach to the study of Langevin equations is the study of
microscopic models by MC simulations. This allows the investigation of microscopical
mechanisms and of the dependence of growth on material and physical parameters. Johnson
et al (1994) observed the formation of mounds in simulations using the full diffusion model
with next-nearest-neighbour interaction (cf. subsection 3.3), which allows one to incorporate
the ES barrier§milaueret al 1993b). They noted that the instability is quite different from
the large instabilities seen in earlier theoretical work (Siegert and Plischke 1992) where
the slope of the structure increases without bounds, whereas for the FD model with the
ES barrier it was constant or possibly only slowly increasing in time. The surface profile
in earlier models contained deep grooves and the exponent for the time evolution of the
roughness was sometimes very highs 1 (Kotrla andSmilauer 1996).

Smilauer and Vvedensky (1995) presented simulations of the full diffusion model with
the ES barrier and a transient mobility just after deposition of an atom, for various material

J(m) = (49)
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Figure 12. Evolution of the surface morphology in a simglation of unstable epitaxial growth
(1000 monolayers on a 300300 lattice). Courtesy of Pav&milauer.

(Eg, Ey and E) and physical [, F) parameters (cf. subsection 3.3), with the emphasis on
the early-time regime which is seen in experiments (see figure 12). Transient mobility was
modelled by an incorporation process (see subsection 3.3). Note that in this formulation
incorporation does not depend on the value of the ES barrier. They found that the average
mound size increases with time as a power law with the exponent0.19 to 026, and
depending on the model parameters the slope stays approximately constant or increases
according to a power law. They pointed out that there is competition between coarsening
and steepening of the mounds.

They also observed that the slope of the mounds is strongly affected by changing
the parameterR;. For R; = 0 the slope was higher and was increasing with time. On
increasingr;, both the rate of steepening and the absolute value of the slope decreased. The
dependence oR; is actually the result of a combination of two effects. An incorporation
mechanism with larg®; reduces the number of atoms deposited on terraces, so the uphill
current due to the ES effect becomes significantly smaller. The incorporation mechanism
also directly contributes to the surface current. This partial current may be uphill (cf. Kotrla
andSmilauer (1996)) or downhill depending on the local configuration. Statistically it leads
to contributions which change the observed slope. The absolute value of the slope increases
as the height of the step-edge barrier increases. Alth@mhauer and Vvedensky did



338 A C Levi and M Kotrla

not observe any significant change of the slope with the temperature in their simulation,
the slope should also increase with decreasing temperature, as observed in experiments on
Cu(001) (Ernset al 1994). Finally, their data also showed that the exponeistlarger for

lower step-edge barriers.

If there was only a sufficiently strong ES effect and nothing else, it would lead
to structures whose slopes would increase up to a very large value, where the SOS
approximation is not justified any longer. In order to have slope selection a counterbalancing
mechanism is needed. Such a mechanism can be introduced directly into the model in
different ways. An incorporation mechanism with parameReffrom the previous model
restricts the slope to the maximal valu¢Rt (a surface with a larger slope grows in a
step-flow-like mode already during deposition). The restricted SOS model (representing
constraints by lattice structure) could also be used, in order to limit the slope. Another
mechanism was considered by Siegert and Plischke (1996). In contrast to the work of
Smilauer and Vvedensky (1995), they concentrated on the asymptotic behaviour in a similar
model (also in(2 + 1)D). They use the same representation for the ES barrier, but instead
of a transient mobility they introduce a slope-dependent downhill current generated during
deposition. They allow a fractiop of the deposited particles to immediately hop to a
nearest-neighbour column of lower height, if it exists. They use parameters which are far
from being realistic for real materials, but which were optimized in order to use small
system sizegL < 128 and still observe instability with a slope consistent with the SOS
approximation. To have small system size is important from the numerical point of view in
order to reach the steady state in a reasonably short time, because the dynamical exponent
of these systems is large & 4). Measuring the dependence of the surface current on
the tilt they found that the current has a zero even goe 0, but for rather large slope
m ~ 1.6. This is due to the particular implementation of the ES barrier in which a step of
height 2 leads to downhill current (Siegert and Plischke 1996).pFsr0 the selected slope
was about 0.5. They found a coarsening expomert 0.25, and for anisotropic diffusion
n ~ 0.18.

A different approach was applied by Elkinani and Villain (1994). They proposed a
simplified quasi-deterministic model ifl + 1)D. An advantage of this model is that the
computational time is greatly reduced and a systematic investigation of the effect of different
parameters is possible. These authors found that deep cracks form even for a small ES
barrier, but they form after a time which is very long if the ES barrier is small. They also
observed that in certain cases the roughness increases proportionally to time. The model
of Elkinani and Villain was further studied by Politi and Villain (1996). They found the
coarsening to become extremely slow after mounds reached a critical radius. The same
results have been obtained in a simple growth model with only post-deposition relaxation
instead of full diffusion (Kotrla 1996b). In this model coarsening is evident and there is
competition between coarsening and steepening. The coarsening behaviour strongly depends
on the probability of passing the ES barrier. For any finite value of the barrier there is a
crossover to slow coarsening and fast steepening. An example of the evolution of the
surface profile is shown in figure 13. Wavelength selection was found also in a different
model by Lanczycki and Das Sarma (1996).

At present, the situation can be summarized as follows. Pyramid-like growth is a non-
equilibrium effect due to a combination of the microscopic ES barriers and the breaking of
detailed balance by the pure deposition process (without desorption). During the growth

t As pointed out by Kruget al (1993) the Mullins—Herring termy? V2m, suppresses the instability for small
enough system sizes. In the linear approximation equation (34) takes theéfgin= —v V21 — K V2V2h 4
and by Fourier transform it is easy to see that the growth process is stable for wavelengths smallek &g 2
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Figure 13. Coarsening and steepening of the surface profile in a simple relaxation model for a
small ES barrier.

three-dimensional features on the surface coarsen with a power-law dependence of size on
time. Various exponents have been measured in both experiment and simulation. The large
interval of observed exponents is probably due to crossover effects which necessarily appear
and may extend to rather long times, depending on the physical and material parameters.
Initially the tilt of the mounds is much smaller than the possible finally selected slope. Thus,
there will be a crossover regime with increasing slope. Since the steepening is related to
the coarsening, one can expect a crossover in the exponent for coarsening as well.

The study of very long times is difficult in both experiments and simulations; thus it
is not possible to draw firm conclusions yet. There are several things which remain to be
explained. At present it is not clear what determines the value of the expamertwhy
the asymptotic value of the exponenin theory is close to 1/4 (instead of 1/3 as in the case
of domain growth in magnets). No fundamental understanding of the qualitative difference
between domain growth in magnets and in MBE exists. It is also not clear whether the
asymptotic behaviour is always the samé*?) or whether several ‘classes’ exist, as well as
what the explanation is of large values of the exponenbserved at intermediate times—
for example,n = 1/2 in an experiment on Cu(001) (Ernst al 1994) orn = 1/3 in an
experiment on Rh(111) (Tseit al 1996). Finally, there are questions about the dependence
on physical and material parameters which are only partially clarified—in particular, that of
how to optimize the growth conditions in order to reach the slope-selection regime as fast
as possible.

In order to understand the growth of real materials more information on material
parameters—in particular, on the values of the ES barrier—is needed. These quantities
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are difficult to measure, but they can be obtained from MD simulations. For some materials
such studies have already been startaat clearly much more work is needed for materials

for which pyramid-like growth was observed. MD calculations can also help one to evaluate
the importance of post-deposition processes, such as transient mobility, the knockout process
and other elementary processes.

7. Outlook

Much progress has been made in the understanding of crystal growth, but much remains to
be done. The subject is extremely varied, and the method valid for one problem may not
be useful for another.

In terms of theory, one of the most important problems is still the roughness of a growing
surface, especially whenu is finite. For Au — oo the surface is usually extremely
rough (and self-affine), and it can be adequately described in terms of the Family—Vicsek
parametrization (29); but for finite\x the situation is quite different. In the absence of
diffusion, the process resembles that described by the Edwards—Wilkinson equation and,
indeed, if Au is small the simulations (Kotrla and Levi 1992) show logarithmic roughness
(although at higheA v a transition to power-law roughness may take place (Kotrla and Levi
1992)), but in the presence of diffusion the situation is more complex (Levi and Tartaglino
1996). A true theoretical analysis of these problems is still lacking. The behavioufpear
is quite important and not completely understood, although the ideas proposed lydsozi
and Gallet (1987) are clearly correct. Elementary discussions such as were given by Levi
and Kotrla (1993), as well as in the present paper, are not sufficient, but point to interesting
developments.

Turning to Monte Carlo simulations, the warnings ofullr-Krumbhaar (1979) are
still partly valid (indeed, the situation has not changed so much from his review to ours).
‘Most of the models’, he wrote, ‘only give a representation of the interface, not of the bulk
properties in the solid and nonsolid phases’. Indeed, this is still a limitation of many Monte
Carlo studies.

Nowadays, however, progress in both statistical mechanics (e.g., the application to a
wide class of surface systems of exact roughening theory) and computer science makes the
study of the growth of real systems feasible. This is the more urgent task. The ingredients
(such as the diffusion barriers) may be calculated using classical molecular dynamics—
see for example Ferrando andéfjtia (1996), Ferrandet al (1996), Trushinet al (1996)
and references therein—or from first principles (e.g. by the Car—Parrinello (1985) method)
(Stumpf and Scheffler 1994). These data may then be used as input for a Monte Carlo
simulation of growth. This programme is now being implemented by several research
groups worldwide (including that of one of the authors in Genova), with good hopes of
success.

The cases of homoepitaxy and heteroepitaxy should be distinguished: the latter, although
more important for many applications, is more difficult, due to the elastic strains developing
because of lattice parameter (or crystal symmetry) mismatch, and, although some interesting
calculations are already available (Blandi al 1994), will probably wait longer for
more thorough study. A typical characteristic of heteroepitaxy is the smallness of the
islands forming during growth, since large islands cannot form because of their high
energetic cost, determined by elastic strains. There are many additional complications

T We cannot review these calculations here, and we refer the interested reader to a recent review article by Liu
(1995) and references therein.
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such as polycrystallinity of the sample, surface reconstruction, and defects, which should
be incorporated into existing models.
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