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In papers (12) it was found that, near the critical point of demixing of a binary
liquid solution, diffusion proceeds not only extremely slowly, as had been noted
earlier, but also possesses qualitatively new properties in comparison with or-
dinary diffusion. The most interesting finding was the discovery of a layered
structure of the diffusion flux: the relative concentration of the components of
the solution changes along the direction of the flux in an oscillatory manner. In
the present paper a theory of this phenomenon will be given.

Let there be a binary solution at constant temperature and pressure, but whose
relative concentration of components can undergo local fluctuations: c¢(r) =
co + dc(r). From the theory of light scattering by solutions it is known (?)
that, near the critical point of demixing, concentration fluctuations are strongly
developed and strongly correlated in space. In the generally accepted theory of
light scattering, this corresponds to the following expression for the deviation
of the entropy density from its equilibrium value, equal to (3%)

5s(r) = —%{a(5c)2 + b(Véc)?}, (1)

where a, b are positive constants. The quantity a is proportional to the derivative
of the appropriately chosen chemical potential with respect to the concentration
c: a~ (0u/dc), r, and at the critical point itself it vanishes. Differentiating (1)
with respect to time and using the continuity equation for the concentration:

b+ divj =0, (2)

where j is the vector of diffusion-flux density, we obtain, by the usual method
(%), the expression for the density of entropy production in the form
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o = —jV(ade — bAdc), (3)

where A is the Laplace operator. Consequently, the vector factor multiplying j

is the thermodynamic force conjugate to the flux j, and we may write the linear
law (see (%))

j = —LV(adc — bAdc), (4)

where L is a constant coefficient. Denoting La = D, Lb = H, from (2) and (3)
we obtain the generalized Fick laws in the form

j=—DVéc+ HVAdc, (5)

b¢c = DASc — HAAGc. (6)

At the critical point itself D = 0. Therefore, sufficiently close to the critical
point, the differential diffusion equation is written as

in the form

on
— + HAAn =
T + n =0, (7)

where, for brevity, ¢ = n. It is assumed here not only that proximity to the
critical point is ensured at n = 0, but also that n itself is sufficiently small.

Otherwise, in equation (7) terms nonlinear in n, as well as terms with still
higher spatial derivatives, would have to be taken into account.

Let us now find the solution of equation (7), idealized to correspond to the
conditions of the experiments described in (1'2). Suppose there is an unbounded
tube located along the Ox axis, and suppose that at the initial instant ¢ = 0
to the right and to the left of the cross section x = 0 there were constant, but
mutually unequal, distributions of concentration close to the critical value:

n=mn,>0 forxz<0andt=0,

n=mnj <0 forx>0andt=0. (8)

This leads to the following problem for equation (7):

on H%” = 5(){0(—z)n) — O(x) g}, )
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where §(t) is the Dirac d-function and 6(z) is the unit step. Equation (9) is
solved by a double Fourier transform, in ¢ and x. It is not difficult to verify that
the solution is

(@, t) = de(x,t) = 0(t){3(ng — Ingl) — (ng + Ing ) F(u)}, (10)
L7 et sin(us ds u=—
F(u>:7T/o e 1% sin( )S, = VI (11)

The function F(u) is odd and, for small values of u, has the rapidly convergent
expansion

Fl(u 2 (ﬁ + 1) w21 (12)

1l & (-1
)_gm/i;@nﬂ)!r 2 4

and for u = +oo is equal, respectively, to ;l:%. These limiting values are ap-
proached nonmonotonically. The asymptotic expression for F(u) at large posi-
tive u, obtained by the method of steepest descent, is

1 4 3 4 3V3
Flu)~ 5 — 2/\/; u23e g (sf“/ - g) SENE)

For u < 0 we obtain F'(—u) = —F(|ul).

Thus, the distribution of the excess concentration n = dc for ¢t > 0, in contrast
to ordinary diffusion, proves to be nonmonotonic and has an oscillating, or
layered, structure. With time the layers slowly move in both directions from
the middle cross section = 0 according to the law z ~ +v/4Ht. Obviously,
the same oscillating behavior will also occur for the optical refractive index:
de = (0e/dc) dec, and this layered structure of the solution can be observed
visually, as was done in (1:2).

The expression for the diffusion flux is obtained from (5) and (10) at D = 0 and
proves to be equal to

0(t)H (ngy + [ng
m(4Ht)3/4

. D [T 1. 5
Jj= e~ 1% cos(us)s® ds. (14)
0

The flux is also nonmonotonic. For example, for large positive u we have, anal-
ogously to (13),

) 4 3 HOt) ,, SN 1/3 By 3v3 43 OT
% 5 ;W(”O‘H%DU/@ s cos ?u/ % | (15)
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However, the mean flux is invariably directed in the positive direction of the
Oz axis, as is seen, for example, from the expression for the flux in the middle
section: at = 0, from (14) we have

Ot HYA r(3

Je=0 = —am 1) (ng + Ingl) > 0. (16)

The asymptotic estimates (13) and (15) are in fact valid down to comparatively
very small values of u. If this is used for approximate estimates of the layered
structure, then for the positions of the extrema of the function F(u) we obtain

u,, = 3.2616 (2/4 4+ n)3/4, n=0,1,2,.., (17)

with even n corresponding to maxima of F(u), and odd n to minima, so that
the distance between an adjacent pair of layers of concentration excess turns
out to be approximately equal to

Az 232616 {(3/5 +n)¥* — (2/5 +n)>/*} V4AHL; (18)

it slowly increases with time and is slightly different for different layers. The
thicknesses of the first few layers are

Ary =~ 4.40V4Ht, Ay = 3.54V4Ht, Axg = 3.18V4Ht. (19)

These expressions may be used for experimental determination of the magnitude
of the coeflicient H.

Unfortunately, the experiments described in (},2) were qualitative in character,

and they cannot be used for reliable estimates. Very roughly it follows that, near
the upper critical point of demixing of the solution CH;OH-n-CH,,, according
to (3), H ~ 107" = 107'2 ¢cm*/sec. The quantity a ~ (H/D)Y2, where D is
the diffusion coefficient far from the critical point, is a certain characteristic
length connected either with the correlation radius of the fluctuations or with
the linear dimensions of a typical fluctuation. In our case, for D ~ 10~° cm?/sec,
one obtains a ~ 1072 =+ 10™* cm, which appears satisfactory.

Thus, the layered nature of the diffusion flux near the critical point observed
in works (1,%) is a natural consequence of the strong correlation of fluctuations
of the solution concentration and can be approximately estimated from the
same differential quadratic form (1) that is also used in the theory of critical
opalescence.
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