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Critical conditions are obtained for bifurcation phenomena in nonequilibrium systems (chemical
instabilities) which are appropriate for transitions between homogeneous steady states as well as for
symmetry-breaking transitions to static structures. In the case of symmetry-breaking instabilities these
criteria enable the theory to be applied to systems in any number of spatial dimensions, eliminating a
restriction to one-dimensional systems encountered in other treatments. These critical conditions allow for
the derivation of time-dependent Ginzburg-Landau (TDGL)-type equations for the critical-mode amplitude
(the order parameter) that grows into the new macrostate beyond the critical point. For homogeneous
transitions the usual TDGL equation is obtained. For the case of intrinsic symmetry breaking, TDGL
equations are found for coupled order parameters corresponding to different directions in k space. In both
the intrinsic and the extrinsic cases the TDGL equations are found to have nonlinear transport terms. When
the TDGL equations are turned into Langevin equations, Ginzburg criteria (defining the region where mean-
field theory breaks down) are derived. The critical dimensionality thus determined is 4 for homogeneous
and intrinsic symmetry-breaking transitions, and 6 for the extrinsic symmetry-breaking case (under given
mild technical conditions). Expressions for the size of the nonclassical critical regions are obtained for the
different transitions in terms of characteristic parameters. For chemical instabilities these regions are in

principle accessible.

I. INTRODUCTION

In the past few years several attempts have been
made’™® to cast the dynamics of nonequilibrium of
physical and chemical systems near their transi-
tion points in a form analogous to the time-depen-
dent Ginzburg-Landau (TDGL) equation of equilib-
rium critical phenomena. The reduction of a
given, sometimes complicated, set of kinetic equa-
tions [equations of motion (EOM)] to a simple, usu-
ally single, equation of the TDGL type is based on
the separation of time and space scales between
the mode (or modes) which become marginally
stable at the transition point and the other modes.
Near this point the dynamics are mainly deter-
mined by these critical modes, which are adia-
batically followed by the other modes. Adiabatic-
following methods, as well as multiple-time-and-
space-scale perturbation expansions, have been
used to achieve a reduction based on this feature.

In this paper we advance a scaling method for
the reduction of the EOM’s near a critical point.
Our approach is based on the scaling method of
Mori’®»® and related multiple-scale-limit-cycle
perturbation techniques. It is shown that the scal-
ing idea can be utilized for extracting TDGL-type
equations almost by inspection, and that it enables
us to characterize different classes of transitions
according to their characteristic scaling. Fur-
thermore, starting from generalized Langevin
equations and comparing the scaling of the random
terms to that of the terms associated with the
deterministic motion, we can extract information
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on the range of validity of mean-field theory for
these different classes. These generalized Ginz-
burg criteria are associated with characteristic
critical dimensionalities, d=d,, above which mean-
field theory always holds. For d<d, the stochastic
motion dominates the dynamics inside the (gen-
eralized) Ginzburg regions, and our scaling pic-
ture breaks down.

We use this approach for three physically dis-
tinct cases. First, a TDGL equation and a Ginz-
burg measure are obtained for the neighborhood of
the critical point of a multiple homogeneous
steady-state system. This case is analogous to
simple equilibrium critical phenomena. Second,
the procedure is modified and applied to the case
of an intrinsic symmetry-breaking transition
where, at the bifurcation point, a structure of a
finite characteristic length scale emerges. Final-
ly, we also investigate the application of the scal-
ing approach to the extrinsic symmetry-breaking
instability where the longest-wavelength modes
are the first to become unstable, and the structure
obtained is strongly dependent on the size of the
system. These different kinds of symmetry-
breaking transitions are introduced and discussed
in Ref. 8, and are reviewed in Sec. II.

This paper is organized as follows. In Sec. II
we review the common types of critical points en-
countered in far-from-equilibrium physicochemi-
cal systems and describe their mathematical pro-
perties. In Sec. III we describe the scaling method
as applied to these different transition types and
demonstrate the usefulness of this method for the
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simple homogeneous case. TDGL equations for
symmetry-breaking transitions are obtained in
Secs. IV and V for the intrinsic and the extrinsic
cases, respectively. In Sec. VI we discuss the
scaling of Langevin equations and demonstrate that
the critical dimensionality and the Ginzburg cri-
terion may be obtained by inspection from the
scaled equations. Finally, we discuss the pro-
blems associated with experimentally approaching
the critical region and speculate on the possible
extension of the scaling picture into this region.

II. BIFURCATION PHENOMENA AND CRITICAL POINTS

Our starting point is a set of nonlinear partial
differential equations having the general form
:_C_ F(C,¥,1; ), (2.1)
where g(r,t) is the set of variables characterizing
the state of the system at any time, A is a vector
of externally controlled parameters, and § is a
general functional of C and its spatial derivatives.
In this paper the notation @ is used for a vector in
species space or in the external parameter space.
Ci denotes a matrix in species space. The no-

tation G stands for a vector in coordinate space.

The variables C will be called state variables, and
in the autonomous case where § does not depend
explicitly on ¢ we shall refer to the steady-state
equations F (C v ,A)=0 as the equations of state.
We shall Iimit ourselves in this paper to this au-
tonomous case. In studying chemical instabilities
in reacting diffusing systems F is usually assumed
to have the form -

F(C,V,M)=DVC+F(C,M), (2.2)

where F is some nonlinear function of the concen-
trations and other state variables, all included in
the vector C. The operator obtained by linearizing
F around a spat1a11y uniform steady state C°(A) is
denoted T, V) or more explicitly T'( C°(7x) by V)
For the case described by (2.2), we have

L(,V)=QM)+DV?, (2.3)

or, in K space,

LA, k)=QN) ~#D, (2.4)
where
Q)= sz(c"(x) A= ( )c"()\) X, (2.5)

We shall be interested mainly in transitions
from a homogeneous branch of steady states (such
as the thermodynamic branch, the extension from
the equilibrium point by continuous variation of
A from its equilibrium value) to other branches

characterized by different types of behavior. The
principal types are as follows®: (i) A new sta-
tionary homogeneous state (multiple-steady-state
system). (ii) An oscillation, usually of a limit-
cycle type. (iii) A spatially structured stationary
state. We shall distinguish® between two such
types of structure: intrinsically determined and
extrinsic, system-size dependent. (iv) Traveling
structures—waves. (v) Chaotic spatiotemporal
behavior. In principle, these transitions, in anal-
ogy to the equilibrium case, can be associated
with a discontinuous jump in the state variables
(hard or first-order transitions), or by a continu-
ous change in these variables (soft or second-or-
der transitions). Experimentally hard-transition
points are only attainable transiently; these points
will be always smeared due to fluctuations and be
associated with hysterestis phenomena. We shall
focus attention on soft-transition points (also
called critical points) and the mathematical condi-
tions characterizing these points (critical condi-
tions) will also be shown to play a significant part
in the scaling procedure.

We now discuss the mathematical properties of
the critical points associated with some of these
different transition types.

a. Transitions between homogeneous steady
states. A typical example of this kind is shown
in Figs. 1 and 2. Here the critical point is a cusp
catastrophe on a steady-state surface representing
one state variable, C, as a function of two external
parameters, A, and A,. With respect to one of the
external parameters, 2, in Figs. 1 and 2, the crit-
ical point (A=0) is characterized by

an _{ 8 _
( m2—>h=0- (ac_—:)é=9—0. (2.6)

For the case represented by (2.2), these condi-

FIG. 1. Cusp catastrophe for nonequilibrium critical
point unfolded in terms of external constraints A (temp-
eraturelike variable) and A, (magnetic-field-like vari-
able). C° denotes a steady value of a descriptive vari-
able such as concentration.
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FIG. 2. Cross section of the cusp in the plane (a) A,
=0 and (b) A;= 0.

tions have been shown® to imply the equation

((ox|Z 3cac, | O |0x),) =0, (2.7)

where the vectors | @) and( @r | (¢=0,1,2,...)
are the sets (assumed complete) of right- and
left-hand eigenvectors of the matrix (1),

Q) | oa)y=r,0) | ar), (2.8)

and where a =0 corresponds to a root which van-
ishes at the critical point
limy,(A\)=0. (2.9)
A0
The subscript ¢ in (2.7) denotes the evaluation at
the critical point. It is possible to shed more light
on the number appearing on the left-hand side, of
(2.7) by expressing the rate equations in terms of
the amplitudes of the different eigenvectors. To
this end we rewrite Ij of (2.2) in the form

F(C,0)=g[C°an]IC -c°0)]

+£([(_: 'go(é)]’go(l)yﬁ) ’ (2-10)

where N is a nonlinear function of quadratic or
higher order in C ~C°QA). It is convenient to rede-
fine the origin of the state variables such that

-co()~C. (2.11)
With this the equations of motion (EOM) (2.1) and
(2.2) can be recast in the form

BC

szc +n[c°(x) AIC+N(C,C°0M),0), (2.12)

@) =Z; NN CCytee e, (2.13)
id =

where N, is the three-index tensor defined by
W)= <8ZF, c,x) )
=2/14" 9 8C,8C; o ’

Next we expand the vector C of the state variables
in the set {| ar)}

(2.14)

C=D_ My(F,t,)| ar). (2.15)

Inserting into (2.12) and multiplying from the left
by (Br | we obtain

oM
B-ZDMVM +75MB+Z N (oM My, +ee

where (2.16)
Dgo=(BA | D | o), (2.17)
and
Nows =(B2| N,: | an) | an). (2.18)

An expression (a | N,: | 6) | ¢) stands for the
tr1p1e sum

> st (a Dl o),

where (a |); or (| @), are components of the cor-
responding vectors. For o =a’= =0 thenumber
appearing on the right-hand side of (2.18) is seen to
be the coefficient of the term M3 on the right-hand
side of the equation for the mode amplitude M,. This
coefficient was shown® to vanish at the critical point
defined by (2.6) for a system described by the
EOM’s (2.2). A central result of the present study
is that the vanishing of this coefficient (or its
equivalent in symmetry breaking and other insta-
bilities) appears as a condition for a soft transi-
tion in more general cases.

b. Intrinsic symmetry breaking. By analogy to
(2.8) we now introduce the eigenvalues and eigen-
vectors of the matrix I'(x,%?) given by (2.4),

T(L, ) | @dk®) =74 (k%) | ane?) (2.19)

with the corresponding left-hand eigenvectors
(eAk?|. Consider now the case where all the pa-
rameters A are held fixed except one (to be de-
noted A) which is varied on the approach to the
transition point. An intrinsic symmetry-breaking
transition is characterized by the vanishing of at
least one root, y,(A,%?), at the transition point
A=0, for k=k,#0. This situation is shown in Fig.
3, in which 7,(A,%?) is plotted against k2 for differ-
ent values of A. Obviously this root satisfies
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FIG. 3. Wave-vector (k) dependence of the eigenvalue
(inverse relaxation time) 'yo(?\,kz) for various values of
A: <0 (below),= 0 (at), and >0 (above) the critical point
for an intrinsic symmetry-breaking instability.

ay (0k2)>
—n— =0. 2.20
( 9(k2) /p2op2 ( )
Defining
q=k -1, (2.21)
Poen)=Eo+a, (2.22)
B,=T(\,k2)=Q-£2D, (2.23)
we have for small ¢
Yo(Ak?) =7, (MeZ)+(ONEZ | D | ONEZ) g+ 0(g?).  (2.24)

Equations (2.20) and (2.24) then lead to the result

{ 002 | 2] 00%2)=0. (2.25)
Moreover, since

[£(0) -%2D]| 00%2)=0, (2.26)
it follows that

(OOkf;] 5_2_(0)| 00%2)=0. (2.27)

The relations (2.25) and (2.27) which characterize
the intrinsic symmetry breaking transition were
obtained using only properties of this transition
displayed in Fig. 3 and do not rely on the existence
of any critical conditions in the sense discussed
for the homogeneous case via (2.6). However, as
in that case, we expect that a reduced description
of the system in the vicinity of the transition
point is meaningful only in the case of soft transi-
tions and we thus seek conditions under which this
is indeed the case.

In discussing spatial symmetry-breaking transi-
tions it is convenient to express the EOM’s in

terms of the amplitudes of the set of eigenvectors
{| axe?)} of ' (assuming this to be a complete set).
A general solution to (2.12) is expanded in the
form

g(F,t,x):%z' My, (t)et*"T | axe?). (2.28)
a,k

This mode expansion is appropriate for a d-dimen-
sional cubic system of volume V; K takes all val-
ues corresponding to periodic boundary conditions
imposed on the system. Inserting (2.28) into
(2.12), multiplying from the left-hand side by
exp(— ik - T)(ark? l and performing an integration
over all space, we obtain

dM ka

Yo (MR )Mz,
SDIPIF TSN
31 3] ‘/
X Mgy o Mypgo,q,+°0" . (2.29)
We have used
1 - . . .
% fdrex?[i(k -k')* T]=bpp., (2.30)
and set
N3 o, (Kk")
1 - ->
EV(axkzl £2;|a17\kl2) l e (& -k . (2.31)

Note that (2.31) is equivalent to (2.18) when the
eigenvectors of I'(A,%?) are replaced by those of
(). Clearly o

| an)=| ar0). (2.32)

Also the parameters N¢ 10, depend on the relative or-
ientation of the vectors E,E’ as well as on their
magnitudes.

It is shown in Appendix A using bifurcation theo-
ry (and later using scaling theory) that in order to
have a soft transition for d >1 a condition similar
to (2.7) has to be satisfied, namely,

((OOkﬁ}!I;{' | 00%2) | 00%2)),= (2.33)
The bifurcation analysis of the present model near
an intrinsic symmetry-breaking transition has been
done earlier for one-dimensional structures by
Wunderlin and Haken?® and by Kuramoto.! These
authors encountered difficulties for structures of
greater dimensionalties. In Appendix A, using bi-
furcation theory, we show that these difficulties can
be resolved and a reduction of the equations of motion
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can be carried out for all d, provided we apply dif-
ferent scaling in the expansion procedure depend-
ing on whether (2.33) is satisfied or not.

For the direct scaling approach addressed in the
present paper it turns out to be convenient to apply
a represenatation which is intermediate between
the coordinate representation (2.12) and the “nor-
mal-mode” picture (2.29). Rewrite Eq. (2.12) in
the form

aC
7= D(V*+E)C+[Q0) - KZDIC+N: CC 42+,

(2.34)
and expand

C(F,t0)=) M, (F,t;1) | ank?), (2.35)

where ] axk2) are eigenvectors of go[see (2.23)]
To| nk2) =y, (Ak2)| ank?).

Inserting (2.35) into (2.34) and multiplying by
(B\RZ | , we obtain an equation for the amplitudes

8+

aM
A=Y BMEZ| D | ank2)(VE+ KM,
a

+>7B(>»k§)MB+E' N oMM My,
(13

(2.36)

We have assumed that the right- and left-hand
eigenvectors of I', constitute a complete biorthog-
onal set and introduced the notation

NB oo (N)=(BARZ| Qz;[axkg) | aRZ) . (2.37)

N® . is seen to be somewhat different from N& .
defined by (2.31). In terms of N% . a necessary
condition for soft transition (3.22) takes the form

N3 (0)=0. (2.38)
Equation (2.36) is the starting point for the scaling
treatment advances in Sec. IV. We note in passing
that Eq. (2.18) is a special case of (2.37) fork,=0.

c. Extrinsic symmetry breaking. The instabil-
ity in this case occurs first (at A=0) for 2=0, but
for A> 0 modes with 2# 0 take over. A typical situ-
ation of this kind is shown in Fig. 4, where y,(\%?)
is plotted against k2 for different values of A. At
the transition point we again have

(000 | D | 000)=0 (2.39)

which holds for the same reasons that lead to
(2.25). Also the (in this case necessary) condition
for critical (soft) behavior is identical to the 2,=0
analog of (2.33) [which is identical to the homoge-
neous condition (2.7).]

k2
FIG. 4. Same as Fig. 3 for extrinsic symmetry break-
ing.

III. SCALING

As in equilibrium critical phenomena the scaling
idea is based on the observation that close to a
nonequilibrium critical point the critical mode(s)
are characterized by slow and long-range varia-
tions. The idea is to scale space, time, and the
mode amplitudes with the approach to the critical
point such that the relevant terms in the dynamic
equations remain invariant in form under this
scaling. In fact the relevant terms are identified
as those which remain invariant under this scaling
and this requirement also leads to useful relations
between the critical exponents.

In order to describe the essential features of the
scaling procedure we focus first on a critical point
for which a single homogeneous mode of the linear-
ized system becomes soft (corresponding eigenval-
us vanishes). In order to focus on the time and
length scales associated with this soft mode as
A—0, we scale the variables in-the following way:
length,

r=L%’; (3.1a)
wave vector,

k=L"k’; (3.1b)
time,

t=L% ; (3.1¢)
bifurcation parameters,

N =L7i)}; (3.1d)
modes, '

My (F,6,0)~M,(F,t,2)
and

ME, t,\) =L~ M., ¢, N) (3.1e)
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or
Maa(t, A) NMéa(t, }\)
and

Mg, (8, )) =L* ML (1", X). (8.11)

The physical picture behind this scaling is as fol-
lows. As the critical point is approached, the time
and length scales associated with the critical modes
diverge. We make the scaling hypothesis that suf-
ficiently close to the critical point, the only rele-
vant length and time that characterizes the solu-
tion of interest are proportional to some power of
a scaling factor L. The factor L is chosen to be
the characteristic length for convenience. If the
scaling hypothesis is correct then the appropriate
spatial variable is clearly ¥ =%¥/L, i.e., T scaled
by the characteristic length L. Similar comments
justify the introduction of the new variables ' and
A;. Since we do not know a p7iori to what power of
L the characteristic time diverges we must, as
we shall see, determine it from the equations of
motion (and similarly for the exponents associated
with the };). According to the scaling hypothesis
the only relevant length and time scales near the
critical point are L and L? for a system close to
the critical point at a distance of order L% in the
parameter ;. Thus since all the characteristic
magnitudes have been absorbed into the primed
variables the only effect a change of L can have on
the mode coordinate is to multiply it by some
function, assumed to be a power, of L. This
justifies the scaling properties in the quantities
M’ given in (2.1e) and (2.1f).° Furthermore, we
may require that all the relevant terms in the
equations of motion become of order unity under
this scaling. This enables us to find relations
between the scaling exponents and to calculate
them.

This procedure naturally brings out the fact that
on the time and length scale relevant to the critical
mode, the noncritical motion effectively comes to
a steady state consistent with the instantaneous
state of the critical mode(s) (see below). It thus
contains the essential elements of the adiabatic-
following procedures used in similar contexts.?

To demonstrate the way this method works, we
consider a system of several reacting diffusing
species characterized by the EOM’s,

aC
5 RVICHEC, D). (3.2
By following the transformation described in Sec.
I, (3.2) leads to (2.16). We take y,()\) to satisfy
near \; =0 - .

70(Aiy{hj;!i =0}~ A, (3.3)

Let us rewrite (2.16) showing explicitly the terms
corresponding to the critical mode:

aM :
ato =Dy, VM, +y, M, +;DOGV2Ma +NG, M3

+2 D N MMy + 9 NOWMM,.. (3.4)
S a#0 aa’#0

oM
ot =DaOV2M0 +E DO‘BVZMB + VaMa +2 ZNS‘BMOMB
B#0 B#0

+ 3 NiwMyMy +N% M3, a#0. (3.5)
88'#0 )
We note that (3.1d) and (3.3) imply the scaling
property of the eigenvalues y,. Assume that all
the parameters X are zero except one that we de-
note A. Then if, near x=0, y,= X%y}, we have

Y=Ly, v=yu. (3.8)
On the other hand, v, for @ #0 is (by the assump-
tion of the existence of only one critical mode) of
order zero in A; and is scale invariant

YoV, @#0. (3.7)

In addition, we recall that at the critical point
NY,(0)=0 [ef. (2.7)]. As A, —0, N3 (A usually van-
ishes either as X or as C°(\) — C°(0) (for bilinear
nonlinearity NJ,~ X is the usual case, while for
higher-order nonlinearities the second case be-
comes possible). To cover these various cases
we take

N3, =L™Ng, w>0 (3.8)

where w can be calculated from (3.1d) and the
known dependence of N (X) on X for a given model.
Other components of N are taken to be scale in-
variant

Ng =Ng (a,B,vnot all 0). (3.9)

Performing now the scaling described by (2.1)
and (3.6)—(3.9) on (3.4) and (3.5), we obtain

aM! . - e A7
_at’o =L*2D "V 2Mq + L0y ! M} +L*-** NG M ?

+2 3 LFFN O My M!, + L5002 Y LD _ V'2M",
a#0 a#0

+LE% Z L-xa"‘a'N%a,M;M:l, (310)
o a’#0
d
L2 8;415'9! =L%a%02D Vv '2M6+Lx°"2ZL"‘BDmBV'2M[;
[
4y M}, + L7 oNg M2
+aL%a%0) L *8NSMiM
B#0
+L% ngo L= N2, MM, (3.11)
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Equation (3.10) suggests that the following rela-
tions should be satisfied by the scaling exponents
in order that the full slow spatial and temporal
evolution be maintained:

2=z=p=x,(a#0)<w+x,. (3.12)

The two last terms of (3.10) are irrelevant; i.e.,
they do not contribute to the long-scale solution
since they have a persistent inverse factor of L
after the scaling. The M,? term is relevant only
provided z =w +x,, and is irrelevant if the inequal-
ity in (3.12) holds. In (3.11) all terms but the
YoM}, and the M? terms are irrelevant i.e., as

L —=(3.11) reduces to

YoMy =~ NggMg?, (3.13)
provided
X, =2x,. (3.14)

Equation (3.13) states that on the long scale the
fast modes come to steady state consistent with the
value of the slow mode, the so-called adiabatic
following. Combining these results we obtain a
single equation of motion for the critical mode:

8MQ IV[’;N”‘g \
Y} =Dy, V2M, +y,M, — Z(Z#; 0,},0 . )Mg (+NgM3),
o

(3.15)

where the primes denoting scaled variables have
been omitted. The last bracketed term appears
only if w =x,=1 and does not appear if w>1. This
scaling result does not hold for w<1.

It is interesting to note that result (3.15) was ob-
tained without specifying the direction of approach
to the critical point [i.e., the choice of A in (3.3),
etc.]. To understand the significance of this re-
sult, consider the case represented by Fig. 1,
where the critical point is a cusp on the steady-

J

aM
at

+7o(M2)M, +N (V)M 2 +2 };_;Nga(x)MoMa + 2 NS (M M.
-3

aa’#0

)
8¢

+yy (N2, +N & (M2 +2 a; N (MM, + ’;m N (MMM, a#0.

For simplicity we consider specifically the quad-
ratic nonlinearity. Higher-order nonlinearities
present no special difficulties. Also we focus at-
tention on the soft-transition case characterized by
(2.38). We assume that the terms (Ox%2| D|02%2),
Yo(A,#2) and N3 (A) are all of order x.

Since we are interested in the long-time CS evo-

state surface plotted in a space of one state vari-
able and two external parameters A, and A,. The
approach to the critical point along the A, and the
), directions is shown in Fig. 2. We see that in
the first case M,~ "2 while in the second case
M,~)\./3. Recalling the analogy to magnetic crit-
ical phenomena, it is appropriate to call A, a tem-
peraturelike variable, and A,, a magnetic-field-
like variable. We note in passing that any other
direction of approach, defined as a linear combi-
nation A=A, +BX,, corresponds to the magnetic
field type since M,~\'/* as A—0. Now, (3.12) and
(3.14) imply x,=1, so that from (3.1d) we obtain

y,=2, y,=3. (3.16)
If, as is often the case, N}, is proportional to X;
[i.e., w=y, in (3.8)] the M2 term in (3.15) will be
absent. Note that the absence of a constant term
in the equation is due to the fact that M, measures
the deviation of the state variables from the (A-de-
pendent) steady state and not from their values at
the critical point. In this respect the development
here differs from that of Ref. 3.

IV. SCALING FOR SYMMETRY-BREAKING TRANSITIONS
WITH INTRINSIC LENGTHS

We are interested in the case where there is a
critical mode of a wave vector of length %2, with a
lifetime that diverges as a parameter A attains a
critical value zero as seen in Fig. 3. Clearly in
these systems fluctuations with a wave vector on
or near the critical shell, || =%, are of greatest
amplitude. We shall refer to these as fluctuations
on the critical scale (CS).

To apply the scaling procedure in the vicinity of
a symmetry-breaking transition it is convenient to
start from (2.36). We write it separately for the
critical mode and for the other modes.

& =(0NkZ| D | ONEE) (V2 +R2)M, +Zm (OME2| D] aned)(V2 +R2)M,,
(-2

(4.1a)

My (a2 D | ONE2N(V2 +R2)M, + g (ank2|D| @’ Ne2)(V2 +k2)M,
o -

(4.1b)

r
lution of the system, we expect the relevant solu-
tion to be a linear combination of terms of the
form W(F, t)ettke' ™ with W(F, ) weakly dependent

on T and ¢, and with different terms corresponding
to k, vectors having different directions. It should
be kept in mind that such terms are always coupled
to higher harmonics. The most general expansion
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of the function M (¥,¢, 1) may be represented in the
form

© n
Mu(F) t, A~) =ZZ W&"&} (F, t, K)exp(iZkél- F) ,
n=1 {Il, n 1=1
(4.2a)

where {I}, represents a group of » directions
(1,,I,...I,) characterizing the vectors ki(|k|=k,).
Near the bifurcation point we expect the CS con-
tribution to be dominant, i.e.,

lim M, (Ft\) =) W, (F, ¢, Nexp(ik! -¥).  (4.2b)
A~0 I

Indeed, combination terms in Eq. (4.2a) are re-
lated to products of fundamental terms (obtained
because of the nonlinearity of the problem). They
therefore scale like higher powers of the distance
from the critical point and disappear more rapidly
than the fundamentals.

For the following discussion it is convenient to
separate the sum (4.2a) in the form

M, =MZ+Ms, (4.3)

where MS® includes all those terms for which

n
2R
1=1
(critical-scale terms) while M3° includes all other
terms.

The scaling defined by Eq. (3.1) has to be modi-
fied for the present case in two ways

(a) The scaling implied by Eq. (3.1) holds now
only for the slowly varying (in space) parts W of
the functions M. Consider a general term

=kc

F@&,t,A)=W(T, ¢, \exp(ik - )

(belonging to M®S for |k| =k, and to M™ other-
wise). As only the T and ¢ dependence of W(T,t)
have scaling behavior, it is convenient to introduce
two length variables

f@, Ty t,A) =W(F,, £, Nexp(ik * T,) . (4.4)
Equation (3.1) is now replaced by

F, =7, (4.5a)

T, =L¥, (4.5b)

t=L%", (4.5¢)

A=L-0, (4.5d)
and

WE,t, ) ~W (F,,t,\)=L*W @,¢,X). (4.5e)
Accordingly we write

A=A +A, 44, (4.6)
where

A =VE+RE, A, =2V -V, 4,=V3. (4.7)

Under scaling V, =L"'V} so that &, =4}, A, =L"1A],
A, =L-24]. However, A, yields zero when opera-

ting on M terms so that up to the leading order

in L-* we have

LAt . cs
A=JL7'A] when operating on M . (4.8)
A" when operating on M™S,

(b) The scaling of the coefficients W™ in Eq.
(4.2a) will depend on #; i.e.,

WY, t, ) =L WEY L 2,)). (4.9)

As in Sec. III we expect (and justify in retrospect
via self-consistency)

(4.10)

However for n>1 the coefficients W™ are related
to products of coefficients of lower order. We
therefore expect

%=1, x,,=2 (@#0).

Xypzn (@=0,1,...; n>1).

With these modifications the scaling procedure
is essentially as in Sec. III. We find that the

choices
z2=y=2, %, =1, x,=%,, =X,,=2 (4.11)

lead to a consistent set of scaled equations. Equa-
tion (4.1a) yields in order L-2

2Dy, A M =0, (4.12a)
a#0

where
D g =(a0k2| D | a'0R2), (4.12b)

while terms which scale like L-3 are related by

the equation

M4 CS
at’

=Y MLS +) Do A ML
=0

+2 Y N3, (0) (MM S (4.13)
=0
where 7, is the coefficient of X in the leading term
of the X expansion of y,(x, £2).
Turning now to (4.1b) we find that the leading
terms are O(L™2) and to this order

0 =Da0A,M6 +2Daa‘A'M:x +ya (09ki)Mo,:

a#0

+N&(0)ME2 (a#0). (4.14)
The following comments should clarify the nature
of Eqs. (4.12-14)
(a) The operator A’ appearing in these equations
is defined differently when it operates on CS or on
NS functions



21 SCALING AND GINZBURG CRITERIA FOR CRITICAL... ) 1743

N MCS _ A{ MCS
MM ALMNS :

(b) Equation (4.14) contains both CS and NS terms
and can be separated into two equations. The CS
equation is

0 =D AIM' & +y,(0,k2)M. ™ + N2 (0)(M!2)% (a+0),

a0™ 1
(4.15a)
while the NS terms satisfy
0 =2Daa'A(;M:x‘;‘s
al
+7,(0, B2)M!NS + NS (0)(M2)N (a+0). (4.15b)

Both Egs. (4.15a) and (4.15b) are obtained in order
L-2. The separation is achieved because each
equation involves different Fourier components.
Equations (4.15) are the adiabatic-following
equations which provide relations between M,
(a #0) and MSS near the critical point. Next we
invert these equations in order to explicitly obtain
these relations. The primes indicating scaled
variables will be omitted henceforth.
Equation (4.15a) yields

Mgs=_.;‘_[p A M, +N& (M2)°S] (0 +0).

(4.16) -

In order to invert (4.15b) we first note that (4.12)
and (4.15b) may be combined to yield

ZD aa’AoM g’s
al

+7,(0, E2)MYS + N2, (0) (M2 =0 (all @), (4.17)
where the summation on @’ includes o’ =0. For

a =0 (4.17) and the identities y,(0, #2), N3,(0)=0
lead back to (4.12), while for a#0 (4.17) is identi-
cal to (4.15b). To invert (4.17) we use the identi-
ties

aw,

57 = oMW, +4(00k2 | D(2, — DE2)D| 00kD[(k] - ¥,)?

—41(00k2]N [00k2>|u2>ZW,(,,Et Tow, -2, 5(k1+kt'+12{,",12g)(00k§|1v | 00%2) | vIT"YW, W, Wya

I

where I(J) is a direction defined such that

T+1(7) =7, where 1, 1), and J are unit vectors in
the corresponding directions; 6(z,b) is the Kronck-
er delta; and |v,), |v,), and |v/T') are defined in
Eqgs. (A37)-(A39). The result (4.21) agrees with

(0kZ| D | @' 0k2) A0 +74 (0, k284 00
=(@0kZ| DA, + 9, - DRZ| o’ 0k2)

=(a0k%|Q, +DV3|a' 0k ,
and obtain
M = Z(aOk'“’l(ﬂ +DV3)"| o OREING, (M ).
(4.18)

This equation holds for all @, however only the
a #0 information is needed. Inserting Eqgs. (4.16)
and (4.18) into (4.13) we obtain after some algebra

aM
57> = Yoh M, — {00k | (%, - DEZ)™D | 00k2)(4,)°M,,

— (00| D(Q, - D)™ |0}, (M 3)
- 2M(00%% | N, : [ 00%2) | v;) 8, M,
— 2M {00k2| N, : | 00%2)| v3?)M 2, (4.19)

where all the M,’s are CS functions and where

| o)) =N, : [ 00£2)| 00K2) (4.20a)
|v,) = (2, — Dk2)"'D| 00%2) (4.20b)
| ) = (2, +DV?) )N :|00%2) | 00%2) . (4.20c)

Note that the derivative operator in lvg") operates
on the M, functions appearing on its right. Also
note that indeed the operators (£, — Dk2)™' and

(8 —DV3)™ operate only on vectors orthogonal to
100k2) which is the null vector of the matrix

£, -DF:. This is seen from Egs. (2.25) and (2.38),
and hence all terms are well defined.

Equation (4.19) constitutes the final formal re-
sult of the scaling procedure. This is an equation
of motion for the critical mode amplitude M, which
plays the role of a Ginzburg-Landau equation. A
more explicit form is obtained by expanding M, in
the form

M, =; W, @, )exp(ik! - 7)),

and using (4.7). This leads to a Ginzburg Landau
equation for the amplitudes W,

W, - 2i(00%2| D(R, - Dk2)™ |v,)D kI -V, (W, Wy ;)
- = - I

(4.21)

the corresponding result (A31)-(A39), obtained in
Appendix A using a standard bifurcation analysis,
provided that the identity

=(00%%| 2, | 00%2) (4.22)
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holds, where @, is defined by (A3). ()’ is identical
to ), defined in Appendix A.) Indeed (4.22) is just
the perturbation theoretic expression for the O())
term in vy, (X, 22).

Equation (4.21) yields the special case of dimen-
sionality 1 by noting that the two terms containing
W, W, (;, cannot appear for this dimensionality.
Equation (4.21) then becomes identical to (A11).

We end this section with the following comments.

(@) The derivation did not involve any assump-
tions about the dimensionality of the system or
about the emerging structure. We did assume how-
ever that for a given d-dimensional structure all
the d spatial directions are equivalent. Our pro-
cedure has to be modified somewhat in cases
where alternate scaling has to be applied in dif-
ferent spatial directions (as for the horizontal and
the vertical directions in the roll formation of the
convective instability). In particular we shall show
that this must be done in the presence of electric
fields in reacting systems with ionic species.!?

(b) A striking difference between the present re-
sults, Egs. (4.19) and (4.21), and the homogeneous
case is the appearance here of transport terms
which are nonlinear (quadratic) in the order pa-
rameter. Such terms do not appear for d=1. This
can be realized by noting that in one dimension,
terms quadratic in M, will correspond to either
k~0 or k~ 2k, structures and will therefore be
irrelevant under the scaling. The one-dimensional
symmetry-breaking case is studied in detail in
Appendix A and in Refs. 1 and 2.

(c) Another important difference between the re-
sults obtained here [Eq. (4.21)] and the homoge -~
neous case lies in the appearance of coupled order
parameters éorresponding to different directions
on the critical shell. Similar situations have been
noted in the Bernard instability® and in particular
cases of equilibrium critical phenomena.'?

V. EXTRINSIC SYMMETRY-BREAKING INSTABILITIES

The scaling approach here may be viewed as a
special case of the intrinsic instability when %, =0.
The fact that y,(x, k%= 0) is always zero (see Fig.
4) leads to the special features of this case.
Starting from (2.16), we obtain (3.4) and (3.5),
only the term y,M, of (3.4) now vanishes. Near
the transition point D, is of order X [cf. (2.39)].
We assume that N (A) vanishes for X —~0 as in the
homogeneous case [see discussion preceding Eq.
(3.8)]. We thus have for the scaling 2.1)

Dy=L7>D},, Noy=L "N (w,y>0). (6.1)

After scaling, the equation for the critical-mode
amplitude takes the form

3M6_ Lt'y-ZD, V'ZM; LE" W% or ”
9t 00 ot NooM

+2 ) L** N3, MM,
o #0

4 L#02 Z L*eD, V'2M!,

o #0

+L# ), LN W MU ML,,  (5.2)
@ a’?0
while the equations for the noncritical amplitudes
are identical to Eq. (3.11). Equation (5.2) sug-
gests the following scaling relations:

Z=X,=y+2=2+X — Xy SW+X,. (5.3),

As in (3.10), the M2 term is relevant only if z=w
+x, and will be irrelévant if the inequality holds.
The last term of (5.2) is irrelevant. Equation

(3.11) again suggests that x,=2x,, and we obtain

X,=y=2, x,=2=4, a#0. (5.4)
Equation (3.11) then leads to
L ==N&MPE/v., (5.5)

and insertion into the relevant part of (5.2) yields

OMS . Dyvemg 2 Y Noaloopy o
ot ato Ya
D o
-3 2ol w gy (v mp). (5.6)

a#0 Ya

The bracketed M#? term appears only if w=2. For
this scaling to be correct we must have w = 2.
Hence NJ,(A) must vanish at least as fast as  as
A—0.

As in the intrinsic symmetry-breaking case, we
again encounter a nonlinear transport term. Re-
defining coefficients in an obvious way we rewrite
(5.6) for the case w>2 as
%tﬂ= (e + bm)Vem + c|_V’m|2 —am?®.

As the system is driven to instability e drops be-
low zero and the diffusion term tends to amplify
pattern. Eventually this may be balanced off by
the b and ¢ terms (according to their signs) and by
the cubic term (which must, for globally stable
systems, imply a>0).

V1. FLUCTUATIONS AND THE GINZBURG CRITERION

In this section we extend the scaling procedure
to include fluctuations within the Langevin formal-
ism. As was pointed out in previous work,'® the
application of the Langevin equation near a critical
point should be carried out with caution. Its sim-
ple-minded use is justified only under conditions
which ensure small fluctuations (i.e., far enough
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from the critical point). Even if it is assumed that
the Langevin representation is a good starting
point, its utilization in the close vicinity of the
critical point requires a major modification of the
scaling procedure described in the present paper.
However as we shall see, the present scaling pro-
cedure (which may be termed mean-field-type
scaling) is capable of predicting its own limit of
validity and therefore to yield in a straightforward
way generalized Ginzburg criteria which estimate,
for every case considered, the size of the critical
region within which mean-field theory and mean-
field-type scaling are expected to fail. This appli-
cation of the scaling procedure has already been
demonstrated by one of us for the homogeneous
case.®

In Appendix B we demonstrate the application of
mean-field scaling for the derivation of the Ginz-
burg criterion for the standard time-dependent
Ginzburg-Landau model. In what follows we con-
sider first homogeneous transitions of the kind
considered in Sec. III and then symmetry-breaking
transitions as discussed in Sec. IV.

A. Homogeneous transitions

Starting with (2.12), we assume that fluctuations
from the mean behavior can be incorporated by
introducing Langevin noise sources into the kinetic
equations. In principle one should distinguish be-
tween two types of noise terms, i.e., those corre-
sponding to conservative processes and those
arising from nonconservative processes. Terms
of the first kind are described by adding fluctuating
terms to the currents of the state variables, while
those of the second kind by adding fluctuating terms
as in homogeneous contributions to the time deriva-
tives 8C/8¢. With this procedure (2.12) becomes

DV CHRNC N CC .. 4fGo),  61)
with
I_(;, t) =.£D(;’ t)+ZR(F, t)’ 6.2)

where fj, stands for the conservative and f for
the nonconservative random noises. In the sim-
plest model involving Gaussian, 0-correlated
noise sources these terms satisfy'*

QDZR>=<_f_D>=<f;R)=O, (6.3)
o @, 0)fp (F,s )= V.V, - T,)0( - t)s,

(6.4a)
(o Of (T, t,))=0(F -F)0(t-2,)Q.  (6.4b)

The form (6.4) assumes that the reference (mean)

state is homogeneous; S and @ are matrices de-
pending on the mean prT)perti—é-s of the system. In
the typical case where the dynamics of the system
is governed by chemical reactions and diffusion
processes, the matrices S and @ near a steady
state have been shown®!* to take the forms

S;;=(2D,M,C5/A,)8

iis (6.5)
Q.= 9 vipv,p TR (0 4 10 ) (6.6)
i 2}; iRV ir—g = ViR +Tor) 5

where Cj,’ are the steady-state concentrations of
the different components, D, are their diffusion
coefficients (the diffusion matrix is assumed to be
diagonal), M, are their molecular weights, v,y are
the corresponding stochiometric coefficients in
the reaction R, 7/ and 7, are the forward and
backward steady-state rates of the reaction R,
and, finally, A, is the Avogadro number.

In what follows we shall assume that (6.1) has
been made dimensionless® by defining all quanti-
ties in terms of their typical values. Examples of
such a procedure are described in Appendix B and
in Ref. 3. Proceeding as in Sec. III, Egs. (3.4) and
(3.5) are now replaced by

oM
Bto =D VMo +Y Mo+ NoM5+2 ZNgaMoMa
a#0

+ZDoaV2Ma+Z Ngu’Malwa’

a#0 - o, at#0
+COM|fp )+ (0N fr ), 6.7
oM
-5 =D, VM, +ZDaaVZMa+nMa
B#0

+22NgsMoMs+Z NggMeMg. + NG M3
8#0 B,B'#0
+{an|fp )+ {an|fp). (6.8)

The scaling procedure is now repeated exactly as
in Sec. III. We note that, with the choice of scal-
ing exponents as was made in Sec. III, we have

6 —T,)0 (t —,)=L25(r' = 11)0(t' - 1),

VeV, =LV V. (6.9)
K we further assume
S=L"2%%D S, @ =L'2"RQ_’ (6.10)

[the usual choice is ¢,=¢;=0; see Ref. 7(b) for a
different case], we obtain

fp @, 8)=L7 @2 f (57 1),
fr@, t)= L 42/2Rf (57 1),

Equations (6.7) and (6.8) then yield after scaling

(6.11)
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M,
5 =DooV Mo+ VM +2 JNGMM,, (N,

+ L-@2/2=0p <00lflv)>+L-(a-4)/2-wR <00|f§;> ,
(6.12)
YoM+ NoM 2+ L7420 (a0|f ;)

+ L72/27% {00 [f)=0 (a+0). (6.13)
The bracketed term in (6.12) has the same status
as discussed in Sec. III [c.f. (3.15)]. Assuming
that ¢ , =@ =0, we see that the fluctuating term
in (6.13) vanishes for d> 2 as L — . Equation
(6.13) therefore yields for d>2

M, =—(N%/v ) M? (a#0), (6.14)

which is identical to (3.13). Similarly the f, term
in (6.12) is much smaller than the f; term near the
critical point and may be disregarded (a detailed
discussion of this point is provided in Ref. 3).
Equations (6.12) and (6.14) then lead to the equation

oM
9t . =D00V2M0 +YM,
NO 70 -
~2 (T ) a1y (NG 41(F, ),
a0 ]

(6.15)

where
Foolr, £)=L472(00|f%) , (6.16)

and where we have omitted the primes denoting
scaled variables [except in (6.16) for special em-
phasis]. The result (6.15) is valid only provided
the strength ®'/2 of the random-noise term defined
by

oolrs 1) foolrgs t,)) = 204 =7, )0 -1,), (6.17)

is of order less than or equal to that of the other
terms in (6.15). Since we work in dimensionless
units all these scaled terms are O(1), and hence
noise will not dominate the equations, e.g. change
the scaling, if #<1. From (6.4) and (6.16), we
have

&=L"(00|Q|00)=L 495, (6.18)

Thus the condition for the validity of (6.15) be-
comes

< Lo, (6.19)

As is demonstrated in Appendix B, this is just the.
scaled dimensionless form of the Ginzburg criterion
for the distance (determined by A~ L"2) from the
critical point below which mean-field theory fails.
The present scaling procedure (as well as other
perturbative derivations of TDGL equations for
bifurcation phenomena) fails under the same con-

dition. To obtain this criterien in a more physical
form, we have to go to the dimensional representa-
tion which depends on the particular problem
studied. Thus for example, rewriting Eq. (6.19) in
the form .

(00]@|00)= A+ /2,

taking X to correspond to the feeding rate of some
chemical component, and recalling that @ arises
from chemical fluctuations, we obtain®

/2
(oo|@o0y~ ¢ 2=,

A~AZ,
Y

Here 9N is a typical molecular weight; 4,, the
Avogadro number; A the feeding rate expressed in
units of mass/(time X volume) (A actually express-
es the deviation of the feeding rate from its criti-
cal value); and 0, 6, and y are, respectively,
characteristic diffusion coefficient, time, and con-
centration. The dimensioned form of the Ginzburg
criterion then takes the form

My . (6.20)

Al /2>
A092(5Y)d/ 2

This relation was investigated in Ref. 3 with the
conclusion that breakdown of mean-field theory is
in principle possible for chemically reacting and
diffusing systems. :

Two more comments should be made at this
point. First, note that for d> 4 the condition (6.19)
is always satisfied whereas for d <4 the condition
becomes increasingly restrictive, e.g., the Ginz-
burg region wherein nonclassical (non-mean-field)
behavior is found becomes increasingly wide.

This suggests that nonclassical behavior may be
more readily found in say two-dimensional react-
ing media (such as thin layers) than in three-di-
mensional reaction volumes. The critical dimen-
sionality for homogeneous steady-state bifurcations
(dimensionality above which mean-field theory is .
valid arbitrarily close to the bifurcation point) is
seen to be four. We shall find other values of the
critical dimensionality for different types of tran-
sitions.

Second, we have seen that conservative fluctua-
tions do not affect the Ginzburg criterion for the
case of homogeneous transitions. Different be-
havior will be found for intrinsic symmetry-break-
ing transitions.

B. Intrinsic symmetry-breaking transitions

We start again with the dimensionless kinetic
equation written now in the form (summation over
repeated indices is implied)
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+a,§_f +rs
(6.21)

because of reasons made clear below we have
written the conservative fluctuating term f, as a
divergence of a current term 3. We denote

§=(s),5%... 89,

where s/ is the jth spatial component of the cur-
rent vector and it is a vector in the component
space (s/ is the jth spatial component of the cur-
rent of species a). Againf, satisfied (4.4a) while
for s’ we have

aC
3T "DV HRIC Y, 100+

AsY(T, 1)sH (T, 1) = O(F - F,)8(¢ — £,)8,,S (6.22)
and
8,87 =f,. (6.23)
Equations (6.22,23) are easily seen to imply '
(6.4a).

We are interested in fluctuations around a refer -
ence state with a spatial structure corresponding
to wave vectors of magnitude 2,. For this purpose
we write f and s’ in the form

f&(F,2) =—¢11=V2efic"*g,(zf, 0, (6.24)
J
o1 trr
SIG, == e 0l 1), (6.25)

where N is the number of directions J contributing
to those sums and where the index J denote the di-
rection of the vector k/ (cf. Appendix A. Note that
@_;=¢%, 5.;,=0%, and k;Y =—kJ). In order to be
consistent with former assumptions we take
(_(E_J(F’ t)_‘_e_.r'(ra, q)) 5(1‘ r )G(t_t )6 -1'2__9
(6.26)
[which, using (6.24) gives (6.4b)] and
(a,(r Bok (F,,1,)) =0(F —F,)6(t ~¢,)0; " “.S
(6.27)

[which, with (6.25) yields (6.22)]. We further note
that [cf. (6.23) and (6.25)]

1 K > - -
fo=7 2 e &I1T).5, (6.27a)
- (3
DL AN (6.27b)
J L

The approximation (6.27b) is made with the antici-
pation that the V containing term in (6.27a) will
scale with one L-! factor more than the other term
and can be disregarded close to the critical point.
Eq. (6.27b) then yields [using (6.27)]

(Lo Dfp st ) =0GF ~F )0 =t K3 . (6.28)

Combining now (6.28), (6.23), and (6.4b), we ob-
tain (6.21) in the form

=DV2C +Q(A\)C +N, :CC+- -+ +f(T,t), (6.29)

where the random term satisfies
(&, 1)=0,
(f@FDfF,,t,) =0 ~T,)8( - ¢ JQ +£ZS) .

In the representation based on the eigenvectors
| @Ne2) of the matrix [y(A) =R(2) k2D, (6.29) takes
the form [equivalent to (2.36)].

.30)

W =S (BNEE|D | i) (V2 KM, +3, (0, KM
) .

+ZZ‘N£¢1'(A)M¢M&' +ee
o of

CHBNEZ| f(F, 1)),
(6.31)

where all the notations are as defined in Sec. II
Making the reasonable assumption that

(00F%| £(¥,¢))#0, the scaling procedure can be re-
peated along lines identical to Sec. IV. The follow-
ing points should be noted with regard to this scal-
ing procedure.

(a) The random term (B2 f(¥,)) scales like
(BOkZIf(r t)) as L —+. Corrections to this scaling
involve terms which are higher order in A(~L-?).

(b) Equations (6.24) and (6.25) imply that f of
(6.30) may be written in the form

£, 1) =E;exp(iﬁg-;) fAF,0), (6.32)
with

(f5)=0
and

LaF,0F pFa, 8,))

=0(F —T,)8(t ~ 1,08, _5(Q +#2S). (6.33)

In Eq. (6.32), the f,(F,?) play the role of noise
sources for fluctuations around the structure deter-
mined by the wave vectors k7. In the spirit of

Sec. IV we rewrite Eq. (6.32) in the form

- 1 P -
f&, ) =:/ﬁ ;exp(zk;’ T f,(F, ). (6.34a)
The scaling ansatz of Sec. IV
[Ty, 8) =f (LT, L?), (6.34b)

implies that [ taking ¢, =9, =0 in (6.10)] the
scaling of ]: is solely determined by the T and ¢ de-
pendence of the & functions of (6.30). Thus

FE, )=L-wlp @ 1) (6.35a)
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where

P (X N — 1 P g =
Jc; )——E;exp(zkg-ro)z,(r ,¢').  (6.35b)

(c) As in (6.13) the random terms in the equa-
tions for the noncritical modes are scaled out for
da>2.

The scaling procedure now yields for the time
evolution of the order parameter M, an equation
identical to (4.19) with an additional random term
in the right-hand side of the form

foo(T,£) = L--D2(00k | £(F, 1)), (6.36)

which is essentially equivalent to the (6.16) of the
homogeneous case. Also (6.17) remains valid with
$ now given by

® =L-4X00%, | (@ +£2S)|00k,) =L-“-9G . (6.37)

With this new definition of & the genéralized Ginz-
burg criterion remains of the form

& <\l (6.38)

It should be noted that unlike the homogeneous
case, here the conservative fluctuations do not
scale away and make a contribution to the magni-
tude of &.

C. Extrinsic symmetry-breaking transitions

The analysis of this case proceeds essentially as
that for either the homogeneous case or the intrin-
sic case in the proper limit as 22—~0. One finds
that in the presence of fluctuations using the scal-
ing described in Sec. V [see (5.4)] the EOM (5.2)
must be augmented by two terms analogous to the
last two terms in (6.12), namely,

L-@-4)/2-0p (000 ! f21> +1,-(4-6) /2= 0, (000' er> X
(6.39)

Using the same arguments as in Sec. VI.A we find
that the diffusion (conserved) fluctuations do not
contribute in the critical regime in the same order
as the reactive fluctuations and are scaled out.
Furthermore the Ginzburg criterion analogous to
(6.20) becomes

ds LIS,

Hence the critical dimensionality is six for the
extrinsic case. 'This presents the interesting pos-
sibility that the nonclassical domain may be more
easily accessible for these systems.

To end this section we summarize the assump-
tions made and the significance of the results ob-

tained here. The following assumptions underline
the present treatment.

(i) A Langevin equation is used as a model for
fluctuations in the nonlinear system. Far enough
from the critical point this description is essen-
tially equivalent to the more general master-equa-
tion model. The question concerning the validity
of the Langevin equation in the vicinity of the crit-
ical point is not addressed here as the scaling pro-
cedure itself ceases to be valid in the nonclassical
critical region.

(ii) The scaling of all the parameters appearing
in the kinetic equations was chosen as in Secs. III
and IV. The scaling of the random forces was as-
sumed to be determined by its T and ¢ dependence
as appear in equations like (6.4) and (6.30). Phase
factors corresponding to structure like in (6.32)
behave as discussed in Sec. 1V.

(iii) The scaling procedure is valid near the
critical point where we may distinguish between
terms by their different order in L-'. However,
we have seen that, in the presence of fluctuations,
the particular scaling applied here fails too close
to the critical point, when (6.38) ceases to hold.
Thus our procedure is limited to a region near the
critical point but not quite at it, and there is an
underlying assumption that such a mean-field scal-
ing region exists. Estimates made for chemical
and hydrodynamical systems indicate that the true
critical region [in the sense of (6.38)] is in most
cases extremely small so that mean-field scaling
as applied in the present work is a relevant pro-
cedure.

(iv) Finally, we stress again the importance of
the critical conditions [(2.7), (2.33), (2.38), etc.]
in fixing the location of the critical point and in
determining the details of the scaling procedure.

With these assumptions the scaling procedure
was shown to yield first, a generalized time-de-
pendent Ginzburg-Landau-Langevin equation for
the order parameter M, characterizing the transi-
tion, and second, a generalized Ginzburg criterion
which estimates both the validity of mean-field
theory (or the Gaussian approximation) and the
validity of the scaling procedure itself. The criti-
cal dimensionality obtained for both the homoge-
neous and the symmetry-breaking case is 4 for
d >4 mean-field theory and mean-field scaling are
valid for any distance from the critical point. For
d <4 breakdown of mean-field theory and “non
classical” behavior is in principle possible. A crit-
ical dimensionality 4 is seen to be a typical fea-
ture as in equilibrium phenomena. Other cases
analogous to multicritical equilibrium behavior
with a different critical dimensionality can of
course be devised. Interestingly, critical dimen-
sionalities other than 4 can also exist in cases



such as the extrinsic symmetry-breaking instabil-
ity.

VII. CONCLUSIONS

In this paper we have advanced a scaling method
for the reduction of a system of nonlinear rate
equations near its critical point to a generalized
TDGL equation for the order parameter, identified
as the amplitude of the critical mode. Utilization
of critical conditions turned out to be essential for
a proper reduction.

For homogeneous transitions in multiple-state
systems, we obtained a TDGL equation of the com-
mon type. For intrinsic symmetry-breaking tran-
sitions (where a finite-wavelength structure ap-
pears at the transition point), we obtained coupled
EDGL equations for order parameters correspond-
ing to critical waves in different directions. For
both the intrinsic and the extrinsic symmetry-
breaking transitions the generalized TDGL equa-
tions contain also nonlinear diffusion terms.

The scaling procedure applied in the present
paper is essentially a mean-field-type approach,
and the exponents obtained are mean-field expo-
nents. By comparing the behavior under scaling
of the stochastic and the deterministic terms inthe
kinetic equations we were also able to obtain gen-
eralized Ginzburg criteria for the size of the non-
classical critical region. The behavior of the sys-
tem inside the nonclassical region is beyond the
scope of the present work. It is interesting to
note that the many coupled order parameters case
have been conjectured®'? to have a first-order
transition inside the nonclassical region. However
the equations studied in that case did not contain
nonlinear diffusion terms.!¢

Another question of interest is the applicability
of the Langevin equation near the critical point.

It would be useful to develop a scaling procedure
or a full renormalization equation which is a more
fundamental starting point than the Langevin ap-
proach.

1t should be interesting to look for critical ex-
ponents and the breakdown of mean-field theory
for a system exhibiting chemical instabilities.
Estimates of the critical region indicate that it is
in principle accessibly for such systems. How-
ever, currently known systems seem to be not
very suitable. Small diffusion coefficients, fast
reactions, and a good control of the external pa-
rameters are the necessary requirements.

Estimates of the Ginzburg region for chemical

phenomena of various other types (oscillations,
wave, chaotic evolution) are in progress. Sucha
program of investigation is necessary in planning
for experiments in fluctuation spectroscopy aimed
at determining nonclassical critical exponents.
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APPENDIX A: BIFURCATION OF STATIC STRUCTURES

Here we outline the bifurcation analysis for in-
trinsic and extrinsic symmetry-breaking transi-
tions. We limit ourselves to the static case and
set all time derivatives to zero.

A. Intrinsic case ford=1

Consider the equation
2
(Qd—d;" +s_2(x)>g +N(C,\)=0. (A1)

For simplicity we assume that the nonlinear term
N(C,)) is quadratic in the deviations C from the
steady state [so that (2.13) is exact without the
missing terms]. This is the case in most practi-
cal examples and including higher order terms can
be done without any additional difficulty. Letting

€ be a parameter measuring the amplitude of the
nascent structure, we introduce a multiple scale
expansion

_C_:.= ;9 y A= 2; n€ ’ dx ; (AZ)

In the case of a transition between homogeneous
steady states, the matrix Q()\) is usually a non-
analytic function of A near the transition point

s
s u
S
(a)
S
u
s u
S
(b)

FIG. 5. Bifurcation diagrams for a second-order (cri-
tical) transition (a) and a first-order (hard) transition

®).
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x=0[even when X is chosen so that y,(1) is analyt-
ic in a for x -~ 0]. This results from the fact that
£'(0)=82(C°(V),2) and that the steady-state vector
C°(7\) is usually not analytic in A for A ~0.> In the
intrinsic symmetry-breaking case this is no longer

A. NITZAN AND P. ORTOLEVA

where £, =£(0). The nonlinear part of (A1) is
given by (2.13) and (2.14). We now insert the ex-
pansions (A2) into (Al) and consider the resulting
equations order by order. To O(e) we get

2
s0, because { depends on the homogeneous steady (_122‘12- +_S_2()91 =0, (A4)
state, while it is the amplitude of the nonhomoge- =dx =
neous structure which is expected to be nonanalyt- so that
ic in . We therefore assume that Q(1) is analytic ik
= = 0
in x and write Ci=[Wlx, %, .. )et
+WH(x(, %y, . . . )& %] | 00RE) (A5)
fN) =8¢+ Q2 QA+ (A3) To order ¢, we obtain
= =0 = = f
2 a2 :
(DET +2)-—qz:_2!——)dxodx1 Ci-M2C =N, :CiC4
. . ﬂ ikexg aw* 'ihcx» 2
= —szc( x, e'e _—dx1 e 2 | 00%2)
= 0(Wette + W *e THe0)Q, |00k2) — (Wette™ + W*e""c"o)zN | 002 00%2) . (A6)

Denoting the right hand side of (A6) by }a(xo,xl, ..

dxoeﬁikcx‘)(o()kz la(x()axl yeea ) =0,

1 fZ/
L Jx,

)% the integrability condition for this equation is (L
being the normalization length of our system, L > 27k_!)

(A7)

Using (2.25), it is easily seen that, in order to satisfy this condition, we must take A1 =0. The solution

of (A6) then becomes

aw lkcxo

aw*
C,=-2ik
L2 g (d

daxy
= 2|W|*Qq'N, : |00kZ) | 00%%) .

Turning now to order €8, we obtain
d* a\c d*

DF'* ) 3_—2Ddx0d 2 = A§4Cy

dz

+2N;:CCy=D—=Cy, (A9)
= = dxl -

where we have used the expansion (A3) in the form

Q) =2y +€eyQy ++ -+, Egs. (A5) and (2.25) imply

that the last term on the right hand side of (A9)

does not contribute to the integrability conditions
which, for this equation, take the form

1 fr/z

/2

gikcxg<00k2

2D Cota80Cy

d
=dxydx,

+2N, :9192>=0, (A10)

fixing the value of A,. Because of the remaining
freedom in the choice of ¢ we may choose A, =1 for
convenience. Using (A5) and (A8), (A10) yields
after some algebra

2
a2 +a,W +a,w | W |t=0,

pr (A11)

_zkcxo) (80 _thz:)‘lg 100k2> (Wz 21ikex) +W*2 '2ikcxo)(ﬂ 4Dk2 -15 lOOk )]00k

(A8)
)
where
a, =4k (OOkZID(Qo—DkZ “D | 00K , (A12)
@ =x5( 002 |2, | 00K3) , (A13)
as = —2(00%2 N2 : |00%2) |v) , (A14)
and where in the last equation v is defined by
|0 =[ (2 - 4DR2) 1 +225’]£_\=Iz : |00k [00KZ) .  (A15)

Equation (A11) yields a single uniform solution
W =0 below the transition and a pair of uniform
solutions W,= +(-a,/a;)!/? above it. Hence, from
the form of C, [see (A5)] and our multiscale ex-
pansion (A2), it is clear that the structures bifur-
cate smoothly as A passes through zero. Typically
this corresponds to a soft transition when the new
branches are stable as shown in Fig. 5a. Ford>1
the bifurcation may lead to a hard transition as in
Fig. 5b. In fact, as we shall now show, for struc-
tures with d > 1 soft transitions take place only un-
der very special “critical” conditions.

B. Intrinsic case ford>1 .
In repeating the expansion procedure descrlbed
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above for d > 1, one finds that the second-order
integrability condition is no longer automatically
satisfied. The reason is that the last term of the
equation equivalent to (A6) is not necessarily or-
thogonal to the solution of the lower-order equation
[equivalent to (A5)] for d > 1. The integrability is
insured if the condition

(00KE|N, : |00%%)| 00k =0, (A16)

is satisfied. If this is not so we get a quadratic
equation for the amplitude of the bifurcating struc-
ture from the nontrivial integrability condition at
this order. This in turn implies a different scaling
of the bifurcating structure: in this case it is ex-
pected to be O()\) rather than O(¥X). Therefore it
is necessary to apply different expansion proce-
dures depending on whether or not (A16) is satis-
fied. We now consider these two cases.

" 1. Equation (A16) is not satisfied

As before, we expand

£ (Al7a)

3
IR

10
]

™M
fe)

V=2V, (A17b)
n=0
A= Z)\ne" R (Al7¢)
n=1
QN)=Q+ @+, (A17d)
In the lowest order [O(e)], we get
(DVi+2)C; =0, (A18) -
with the general solution
Cy= (Z W, exp(iK! - a,)> |002) . (A19)
I .

Here I denotes a particular direction in the d-di-
mensional space such that |K.|=k,, & =-k,
and W_,=W}. The directions which contribute to
the sum in (A19) depend on the dimensionality of
the system and on the geometry of the bifurcating
structure.

To the next order [O(e?)], we obtain, using (A19),

(DVG+Q)C,==[2D¥,  ViCy +0M2(C +Np:C(Cy.
(A20)

The integrability condition implies [using (2.25)]
A1( 00K% |2 | 00Ky W,
+(00K2 [Ny : [00%2) [00k2) W, W, q)y=0, (A21)
= J

where J(I) is the unit vector such that

J+JI)=1I. (A22)

Again we may choose ) =1 to make the definition
of ¢ more precise, under the assumption that, as
we shall show presently, we can find nontrivial
solutions of (A21).

Equation (A21) may be put in a convenient “uni-
versal” form as follows. First we introduce the
notation

b=(00k [N, : |00k2) | 00%%)

X (¢00K2 |2, | 00k%))™ . (A23)
Next, one introduces U; such that
w,=U,/b. (A24)

With this we obtain the parameter-free equation

U, + ;U,U,,,,:O. (A25)

The quadratic equations (A25) constitute the
equations mixing the amplitudes of the bifurcating
structures for this case, d >1. Several possible
geometries may be considered. Besides the one-
dimensional patterns (which arise with a different
scaling), one may construct hexagonal patterns by
choosing the unit vectors I, I(J), and J to lie on an
equilateral triangle. Letting x, y, and z denote
Uy, U;sy, and U,;, we may find solutions of (A25)
satisfying

(A26)

One finds six solutions as permutations of the two
cases

(x:y:z)=(1,1,-1), (—13—1,1)‘ (A27)

Note that, since these solutions bifurcate linearly
in », the new branch exists on both sides of A =0,
and the bifurcation diagram must be qualitatively
as in Fig. 5b and thus corrrsponds to a hard trans-
ition for d > 1 except, as we shall now show, under
the “critical condition” wherein (A16) and other
technical conditions are satisfied.

x+y2=0, y+x2=0, z+xy=0,

2. Equation (A16) is satisfied

When (A16) is satisfied, we see from (A21) that
1y must be zero for nontrivial results (Cy+0). The
approprite expansion is thus similar to that in the
one-dimensional case:

and

Q=R+l + 0 .



1752 A. NITZAN AND P. ORTOLEVA 21

To order O(e), we obtain (A18), and C, takes the
form (A19).
In the next order, O(e?), we get

DVE+20)C,=-2DVy V€, =N2:C,Cy.  (A28)

]

The integrability condition for this equation is now
satisfied as an identity [as implied by (A16) and
(2.25)] and in fact implies A; =0. Equation (A28)
yields

Cy==2i ) (RL-F,W,) exp(ikL - F,)(Q ~DkD) "D |00k%) — 3 W, W;. exp[i(KL +E.S")F]
I = = = 172

Note that both the directions I and —I appear in
these sums. This insures that C, is real. The
0(e®) equation is

(DV+ @)Cy == 2D ¥y ViCy ~DVIC, ~12iC

=2DV,+V,C, =2N;:CC,.  (A30)

The integrability condition in this order yields the
desired equation for the amplitudes W;. The first
two terms on the right-hand side of (A30) do not
contribute, and the remaining terms yield

AW, +B(&] - v,P'w, +C, Zii VWi Wi ry)

+C, 12 Wi ke VW,

+ 2 Dl W WuW,.=0, (A31)

Ir're
where
A =2,(00k2 |2, | 00K , . (A32)
B =4(00K%|D |vy) , (A33)
Cy=—2i(00k? ID(R -gkﬁ)'1 |vg) (A34)
C, = — 4i(00k2 N, : |00%2) |vs) , © (A35)
Dipopee 225(125 IEﬁ ,Ei)
X(00k% Nz : |00%%) |vg" "y, (A36)
6(a, b) being a Kron_(;cker delta, and where
|vg) =Nj : |00k |00k%) , (A37)
|v2) =(_20 -Dk%)™D |00K3) , (A38)
5"y =[20 - D(k; + K. vy - (A39)

The resulting reduced equation (A31) is in general
complex and can be easily recast as two equations
involving the real and imaginary parts of the com-
plex amplitudes.

We have not been able to show that sufficient
relations exist among the coefficients A,B,... in
(A31) so that it may be put in a universal form in
analogy to (A25). However, if we limit ourselves

X[ -Q(Eg +K.)?] N, : |00kZy | 00E%) . (A29)

to cases where the W, are independent of x{, then
we may obtain a universal form at least for certain
geometries. First we note that for d =2 the vec-
tors I,I',I'’, and J must lie on an equilateral quad-
rangle and for d =3 the additional possibility arises
that they may lie on the edges of an equilateral
tetrahedron (see Fig. 6). For the equilateral tet-
rahedron any choices of I and I’ are such that

: [1+I’[ =1 and hence the numerical factor in

D;;.;.. denoted A henceforth, is independent of 7,
I'. For the equilateral quadrangle there are two
possible values |I+1|= V3,0 and hence there are
two values A, and A for the factor in Djj.;... Al-
though a full analysis of these cases is beyond the
scope of the present study we consider briefly the
case d =3 for equilateral-tetrahedral geometry.
For congtant W, solutions, we let

Il

(b)

FIG. 6. Wave-vector directions of critical modes that
can couple in two dimensions [case (a)] and in three or
greater dimensions [case (a) or (b)] as discussed in Ap-
pendix A below Eq. (A39) for the formation of spatial
patterns.
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w,=(A/8)"%U;, (A40)
and obtain the universal equations
U, + 2, UULU; .=0. . (A41)
1,1’

There are two pathways in the equilateral tetra-
hedron to fix I,I',I" to get J. Letu, v, w, x, y,
z denote the U; values for the six edges of the tet-
rahedron. With this we obtain the coupled equa-
tions

x +yuw +ovuz =0, y+xwu+vwz=0,
z+uvx +yvw=0, u-+zxv+yow=0, (A42)
v+yzw +xzu=0, w+uyx+vyz=0.

A particular case of these equations may be found
when two of the amplitudes are zero. Taking
w =0 implies y =0 and we have

x+ouz=0, z+uvx=0,
(A43)
u+zxv=0, v+xzu=0.

 This set of equations has (at least) eight solutions
derivable as permutations of the cases

(x,z,u,0)=(1,1,1,-1), (-1,-1,-1,1). (A44)

Thus nontrivial solutions to (A31) can clearly be
found and in the present case correspond to a
three-dimensional equilateral-tetrahedral array.
Note that we have demonstrated that when the
condition (A16) is attained the system may have a
soft transition. However from Fig. 7 we see that
the transition may be hard in certain cases when
the structure emerges as an inverted bifurcation,
e.g. for x <0 when the null state C =0 is stable.
Thus (A16) is a necessary but not sufficient con-
dition. One more condition,.as an inequality is
necessary to ensure that the bifurcation will not
be inverted. This condition is that guaranteeing

FIG. 7. Inverted bifurcation showing that the critical
condition (A16) is necessary but not sufficient to guaran-
tee a soft transition.
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that we may choose ), positive. (Note by assump-
tion e is real so that, if we can choose X, > 0, then
e will be real for A > 0, e.g. not an inverted bi-
furcation.) We note that the solutions found in
(A44) are independent of I and hence, since W
=Wy* because C is real, we must have real W, for
these solutions. Thus a further condition is, noting
(A40)

A/A> 0, (A45)

Since A is. proportional to \, we may thus fix the
sign of 2,, taking x,=+1 for convenience for the
two possible cases. Ordinary eigenvalue pertur-
bation theory shows that the coefficient of A, in A
[see (A32)] is just the derivative of the critical-
mode eigenvalue at A =0, and hence, if we assume
that instability is for x > 0, then the condition for
a normal (e.g. not inverted) bifurcation becomes

A>0. (A46)

This result has been derived for the tetrahedral
patterns and is not a general result. Clearly
whether a soft transition takes place at A =0 re-
quires a more detailed consideration of all possible
bifurcating patterns and will not be presented here.

APPENDIX B: DERIVATION OF THE GINZBURG
CRITERION FROM SCALING ARGUMENTS

Consider a Langevin equation of the form
—;—t W=DV2W+F(W)+£(T,1), (B1)

with f being a Gaussian random variable satisfying
(f(F, 1) =0,
(FE,OFF 1) = 86(F - F/)0(t 1) .

Equations (B1) and (B2) correspond to the follow-
ing steady-state probability distribution

(B2)

P(W(E) =-;—ex_p<—-(1-}; f dr{U[W(f)]+%D|€W(F)IZ}>,

(B3)

where Z is a normalization factor and U is related
to F by

_au(w)
Fw)= oW (B4)
For U given by
UW)=AW?+3vW?, (B5)

the Ginzburg criterion for the validity of mean-
field theory or of the Gaussian approximation
(which neglects in U terms higher than quadratic
in the fluctuation from the mean) is given by’
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K lVN <_%—12 >(4—d)/2 <1
27)*(z DY\ A ’
where d is the dimensionality of the system, K, is

the surface area of a d-dimensional unit sphere,
and where

(B6)

w x" 7
N= '/‘; dx'i:}; s (B7)
with d’ being the noninteger part of d.

Return now to (B1) written as

%W-=DV2W+RW+§VW3+f(f,t). (B8)

It is convenient to convert (B8) into dimensionless
form by expressing all quantities in terms of

some characteristic values. To this end we intro-
duce the characteristic time 6 (e.g., inverse rate
of some typical process), the characteristic values
of W to be denoted w (e.g., the mean value of a
typical state variable of the system at the critical
point) and the characteristic length (D6)Y2, De-
noting

W=w/w, t=t/6, r=F/DOV?, V=(De)V2V,
F#,D)=(0/w)[6(D6)2] V2 (7, F). (B9)

Equation (B8) leads to

9 ~ - -~ ~ -~ -~ -

a—ZW=v2W AW+ 3 0W3+£ (7, 1), (B10)
where

x=6n, (B11)

v=30uv, (B12)
and where

FF O F@F 1)) = 867 - 7)0(F - 1), (B13)

with

3 =[6/w*(DO)¥?]5.

In terms of the dimensionless quantities <13, v, and
X, the Ginzburg criterion (B6) takes the form

(B14)

[48K,DN/(2m)t)(1/20) “ P2 51 | (B15)
and assuming

4K, DN/ (27)124 P ~0(1) , (B16)
(B15) yields

(I';SX(Al-d)/z. (B17)

Consider now the scaling procedure carried out on
(B10). We put

X=L2%, F=L%', W=L'W’,

T (B18)
r=Lv', v=p', =3,
to get
9 -~ ~ ~ -~ ~ -
-a? WI = V12W1+>\IWI + %UIWI3+ L(4'd)/2f(1';'l, tl) .
(B19)

A condition for the validity of this description is
that the fluctuating term will remain lower or at
most equal in order to the other terms in (B19),
(these terms are all or order 1 after the scaling).
This requires that

dsLI, (B20)

In this relation the scaling parameter L is a mea-
sure of the distance from the critical point through
the relation A’=L?X=0(1). Putting L ~XV2 we
obtain again the inequality (B17). The condition
for the validity of the scaling procedure in the
presence of random fluctuations is thus seen to be
equivalent to the Ginzburg condition for the validity
of mean-field theory. In turn this observation
makes it possible to derive similar conditionfé for
cases involving generalized Langevin equations
more complicated than (B1).
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