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Analytic results for wetting transitions in the presence of van der Waals tails
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We present a systematic study of the wetting behavior of a one-component fluid at a wall and of
interfacial wetting in binary liquid mixtures by taking into account all aspects of the long-range
character of the van der Waals interactions between the particles. The corresponding effective in-
terface potential is expressed in terms of those free interfacial profiles that emerge as a consequence
of the wetting phenomena. This approach goes beyond previous ones, because we take into account
the van der Waals tails of these interfaces, and in the one-component case the structure of the
emerging wall-liquid interface. In addition, we discuss the distortion of the actual interface
profile—compared with the corresponding free one—caused by a finite thickness of the wetting
film. The analytic results allow us to draw conclusions about both the value of the wetting transi-
tion temperature for second-order wetting transitions and the size of the critical region for such a
transition as well as about the onset of critical adsorption. We also present the exact expressions for
the leading van der Waals tails of the liquid-gas, wall-liquid, and wall-gas interfaces in a one-
component system as well as for interfaces in binary liquid mixtures. We find that at a critical wet-
ting transition of the wall-gas interfaces, the wall-liquid interface profile undergoes a qualitative
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structural change.

I. INTRODUCTION

Over a certain range of temperature T and chemical
potentials u; for various species i =1,2,..., a given
physical system can exhibit two distinct phases a and y
of condensed matter that are in thermal equilibrium with
each other. Such values of u; and T allow one to impose
boundary conditions such that at z = — « the a phase is
present and at z =+ oo the y phase is present. As a
consequence, an a-y interface is formed so that, as de-
scribed by interfacial profiles, the physical properties of
the system vary smoothly between their corresponding
bulk values in the a and y phases. By additional bound-
ary conditions in the parallel direction r|, or by external
fields like, e.g., gravity, we fix the mean position of the
a-y interface to be located at z=0, which we call the
center of the free a-y interface, i.e., all other possible in-
terfaces or boundaries are macroscopically far away from
the center at z=0.

Suppose now that for this configuration the chemical
potentials u; are changed at constant temperature in such
a way that for u; —u,; o(T), a third phase 3 becomes ther-
modynamically stable at a triple line u,;o(7T) of three-
phase coexistence between a, 3, and y. It may be that
above a certain temperature 7 =T, this change of chem-
ical potentials causes a phase transition within the inter-
facial structure such that a fB-like film of thickness
1o(T,u;) is formed at z=0, which diverges smoothly at
1;=M;0- As a consequence of this so-called complete
wetting transition at y, o, the a-y interface splits—by the
intrusion of a macroscopically thick layer of the S
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phase—into the two free a-3 and [3-y interfaces. Below
T,, ly remains finite in the limit u; —u,; , and the a-y in-
terface is not wetted by the 3 phase. Consequently, along
the triple line u, o(T) T, is the locus of a wetting transi-
tion at three-phase coexistence such that
I(T)=1o(T,p; o(T)) <o for T <T, and infinite for
T >T,. Accordingly above T, and at three-phase coex-
istence u; =u; o the three possible surface tensions fulfill
Antonov’s rule, i.e., 0,,=a,zt 0, whereas for T <T,
one has o,,<o,top,. If at T, [4(T) jumps to its
infinite value one has a first-order wetting transition; oth-
erwise one has a continuous wetting transition called crit-
ical wetting. There have been numerous efforts to detect
these interfacial phase transitions experimentally and to
understand them on the basis of statistical mechanics.
The present status of this rapidly growing and delicate
body of research has been reviewed recently. !>

Here we focus on those two physical systems which,
for these wetting phenomena, are the most important
ones both from a conceptual and a practical point of
view. In the first case a is an inert wall and y is the gas
phase of a one-component (i=1) fluid, which coexists
along the gas-liquid coexistence line py(7) with the liquid
phase B; uo(T) ends at the critical point (T,,u.). The
second system is a binary liquid mixture composed of two
species A and B corresponding to i=1 and 2, respective-
ly. In this case a is the A-rich liquid, B8 the B-rich liquid,
and y is the vapor. They coexist along a triple line
(T,py,o(T), a5 o(T)) which ends at a critical end point
(Tcgp>it1,0 Tcep)sta,ol Tegp)), where the difference be-
tween the a and B phases vanishes. In both systems all
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particles interact via long-range forces that decay
~|r—r'| 7% for large separations between them. (We ig-
nore retardation effects.) Here we focus on the influence
of this long range of the interactions on the aforemen-
tioned interfacial structures.

It has turned out that a particularly transparent
analysis of these wetting phenomena can be obtained
from the knowledge of the so-called effective interface po-
tential Q (/). This function represents the a-y surface
tension under the restriction that at the interface position
a fB-like film of thickness / is present. The actual surface
tension and the actual thickness /, minimize Q(/):
04y =min, Q (N=Q (I =1y). Since Q(I=0cw)=0,
+0p, the characteristic features of critical and complete
wetting—for which [, diverges smoothly—are deter-
mined by the asymptotic behavior of (/) for large / (see
Fig. 3.2 in Ref. 1).

Thus the central theoretical problem is to compute the
effective interface potential as a function of /, T, and y;
and as a functional of the atomic interaction potentials.
Until now only approximate solutions of this problem
were known. In the case of critical and complete wetting
the free a-f and B-y interfaces emerge continuously out
of the a-y interface structure. Thus it is natural to try to
parametrize the aforementioned restricted interface
profile, which at its center contains a 3-like film of thick-
ness /, in terms of these two free interfaces forced to be a
distance / apart from each other. The surface free energy
of this configuration yields an approximate value for
Q).

Thus far, even within this approximation scheme, no
exact solution was found. Instead, various further ap-
proximations were applied and the following five results
were obtained.

(i) The first approach was devoted to the study of criti-
cal wetting of a wall on the basis of a continuous
Landau-Ginzburg functional that corresponds to particu-
larly short-range forces.* There the authors positioned
the analytically known free -y interface at z =/ and
truncated it at the wall z=0. The a-8 interface was treat-
ed simply as a step function ~©(z). Due to resorting to
the Landau-Ginzburg theory the resulting Q (/) no
longer contains the explicit information about the micro-
scopic interaction potentials.

(ii) Later on, the wetting of a wall with an exponential-
ly decaying substrate potential by a fluid with also ex-
ponentially decaying interatomic forces was studied by a
density functional.® This approach allows one to follow
directly the dependences on the details of atomic forces.
Indeed, by applying the same additional approximations
as in (i) surprising subtleties have been discovered.

The derivation of these two analytic results (i) and (ii)
is based on the knowledge of the explicit analytic form of
the free B-y interface profile. However, in the presence
of the experimentally relevant long-range van der Waals
interactions this is no longer available. Thus much more
severe approximations had to be made in order to still ob-
tain analytic results for this substantially more difficult
problem.

(iii) Significant progress could be made by applying the
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so-called sharp-kink approximation®’ to lattice-gas mod-
els for the wetting of a wall and to continuous density
functionals for both the wetting of a wall by a one-
component system as well as by a binary liquid mixture
and for interfacial wetting in binary liquid mixtures.® In
this approach both the free a-f and the [3-y interface
profile are replaced by step functions ~©O(z —d,) and
~©O(z —1), respectively. To a certain extent this ap-
proach treats the a-f interface somewhat better than
those in (i) and (ii), because in an approximate way it
takes into account the fact that near the wall the hard-
core repulsion causes the fluid density to vanish at z ~d,,
which is given by the sum of the radii of the substrate
and the fluid particles.

(iv) At first glance the sharp-kink approximation seems
to be very crude. Nonetheless, it yields surprisingly reli-
able predictions even near 7, where the central width &
of the smooth variation of the B-y interface diverges.
This puzzle has been resolved by applying the improved
soft-kink approximation.® In this approach the full
smooth variation of the free -y interface around its
center is taken into account within a fixed and finite
width £ given by the bulk correlation length; outside this
width the free 3-y interface profile is again replaced by its
constant bulk values. It has turned out that the smooth-
ness of the free [(-y interface on this scale £ is
insignificant for the order of the wetting transition and
for the transition temperature of critical wetting.’

(v) The soft-kink approximation suppresses the smooth
variations of the 3-y interface outside its center, which in
the case of long-range forces are known as van der Waals
tails. Recently the present authors indicated for the wet-
ting of a wall that also this feature of the free 8-y inter-
face can be incorporated analytically into the effective in-
terface potential. ! Within this approach for z > d, the
restricted interface profile is taken to be the full free B-y
interface profile, including its tails, positioned at z =I; for
z =d,,, it vanishes abruptly.

In this paper we derive and present these latter results
(Sec. II) and we extend them to the case of interfacial
wetting in binary liquid mixtures (Sec. III). In addition,
we go even two steps further by taking into account also
the smooth variation of the a-B interface profile together
with its own van der Waals tail on the B side and by tak-
ing into account the fact that the restricted interface
profile is not simply given by the two free @-3 and B-y in-
terfaces a distance / apart from each other. As a by-
product we present the exact expressions for the leading
van der Waals tails of the gas-liquid, wall-liquid, and
wall-gas interfaces in a one-component system as well as
for the interfaces in binary liquid mixtures. In Sec. IV we
summarize and discuss the effects of these van der Waals
tails on the various wetting phenomena. Certain techni-
cal but nonetheless important points are explained in Ap-
pendixes A and B.

We pursue these goals by applying a density-functional
theory (see Secs. IT and III). Although in principle this is
an exact formalism,!' its actual implementation corre-
sponds to a mean-field approximation. Consequently, we
discard both those fluctuations, which cause bulk proper-
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ties to deviate from their classical behavior near critical
points, and capillary waves of the emerging a-8 and -y
interfaces. Whereas in the present context the former
fluctuations are only relevant in the case of a close vicini-
ty of T, and T, the capillary waves are excited even at
low temperatures. However, in the presence of long-
range forces—as they govern the fluid systems con-
sidered here—the capillary waves are known to be ir-
relevant for the thermal singularities of continuous wet-
ting transitions.'> Furthermore, in real systems gravity
suppresses the buildup of capillary waves with arbitrarily
long wavelengths which are not captured by a mean-field
description. Correspondingly, in the presence of gravity
any actual density profile is given by a convolution of the
so-called intrinsic density profile with a Gaussian distri-
bution of the mean interface position [see the discussion
of Eq. (2.39) in Ref. 9]. In this sense here and in the fol-
lowing we analyze the mean-field approximation of the
intrinsic density profile. Within mean-field theory and in
the presence of long-range forces the calculation of such
intrinsic interfacial profiles is restricted to numerical
solutions and therefore a transparent full scan of the
whole parameter space of the intermolecular interactions
is out of reach (see Refs. 1 and 2 and references therein).
In this paper, however, we strive for filling this gap and
for gaining a maximum of analytic insight into the wet-
ting behavior of fluid systems with long-range forces.
(We restrict our analysis to temperatures above the melt-
ing point of the wetting phases, i.e., we do not discuss the
formation of solid phases.) Thus we conclude that above
the triple point T, and outside the narrow critical region
below T, of the fluid phases our density-functional ap-
proach yields reliable results. In addition, we keep full
access to the dependences on all details of the microscop-
ic interaction potentials, which are essential for the un-
derstanding of wetting phenomena. !

Moreover, we also analyze the implications of our re-
sults when they are extended into the aforementioned
critical region around T,. These particular findings must
be regarded as a lowest-order estimate for those which
would follow from a more complete theory incorporating
the bulk critical phenomena. However, up to now such a
complete theory for both bulk critical phenomena and
wetting phenomena, including microscopic details, does
not exist. It may be that the replacement of classical
values of critical exponents by the correct three-
dimensional ones improves our expressions within the
critical region. But this does not incorporate the bulk
critical phenomena systematically.

Thus at present this is the most adequate, manageable
approach for the problem under consideration. Only nu-
merical simulations thereof (see Sec. III D in Ref. 1 for a
list of relevant references) seem to require less approxi-
mations. However, all of them are restricted to the study
of systems with basically short-range forces. Even with
special purpose computers the finite size of the simulated
systems requires a cutoff of the interaction potentials at
2.50, where o is the hard-core diameter of the fluid parti-
cles.!3 Consequently, such an approach necessarily
misses just those long-range features that are of crucial
importance for the wetting behavior in fluids. Moreover,

these simulations are again applicable only for a very
small subset of interaction parameters.

II. WETTING OF A WALL
BY A ONE-COMPONENT FLUID

According to the Introduction the interface between a
solid wall and the gas phase of a simple one-component
fluid may be wetted by the liquid phase via complete wet-
ting upon approaching the gas-liquid coexistence curve
1ol T) from the gas side u <puy(T) or via critical or first-
order wetting upon approaching T, along the gas side of
the gas-liquid coexistence curve. These kinds of interfa-
cial phase transitions at a wall are not only of great ex-
perimental and technical importance but they offer also a
particularly clear and transparent statement of the
theoretical problem because the position of the a-y inter-
face is prescribed and fixed geometrically.

A. Density functional

As stated in Sec. I we start from the following density
functional for inhomogeneous fluid systems: '~ 14

Q[ {p(D)}; Top; {w([r—1'N}, {V(D)}]
= [d* f,(p(r), T)
+1 fd¥r [d¥w(|r—r|plrp(r)
+ [drp, V(D) —plp(r) .

Q[{p(r)};T,u] is the grand canonical potential for a
given number density p(r) of the fluid, which is confined
to the half-space V+={r=(r”,z)€R3!z >0}. The fluid
particles interact via spherically symmetric pair potential
w (r), which are attractive at large distances » where they
decay ~r ~° Their divergent repulsive part at small dis-
tances is treated by the introduction of a reference system
of hard spheres with diameter ry. f,(p,T) is the bulk
Helmholtz free-energy density of a homogeneous refer-
ence system with number density p- According to the
Weeks-Chandler-Andersen theory'> one has @(r=7,)
=w (r) where 7, is the position of the minimum of w (7);
w(r <7y)=w(Fy)=w(7,). The optimum choice for the
hard-sphere diameter r, is determined by a certain corre-
lation function. It depends on {w(r=7,)}, the mean
density p, and temperature 7.'> In our subsequent dis-
cussion of the effective interace potential (/) for thick
wetting films neither the explicit form of @ (r <7,) nor of
fa(p, T) will enter. Therefore we do not embark further
into these details and we only state that Eq. (2.1) is
uniquely determined by the interaction w(r) between the
fluid particles and the substrate potential p, V' (r). For
convenience in the latter one we introduce the mean
number density p, of the wall. Since the corrugation
effects in the substrate potential decay exponentially!®
and since we are interested in the power-law behavior of
Q,(1)—Q,( ) for large [ we ignore the dependence of V'
on r; so that V(r)=V(z). Consequently, the actual den-
sity profile pglz;T,u; {w(#)},{¥V(z)}], which minimizes

(2.1
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Q[{p(r)};T,u] for a given boundary condition at
z =+ oo, depends on the spatial variables only through
the distance z from the wall. The wall occupies the half-
space V_ ={rER3z <0} so that V(z)~z * for large z.
z=0 is given by the mean position of the nuclei of the top
substrate layer. Thus the fluid density vanishes for z $d,
where d,, is given by the sum of the radii of the fluid par-
ticles and of the substrate particles.!”® The actual grand

canonical potential Q[T,u,{w(r)},{V(z)}] is the
minimum value of Eq. (2.1 at p(r)
=polz; T,u; {w (M}, {V(2)}].

Before we proceed let us briefly mention the limitations
of Eq. (2.1). First, as mentioned in the Introduction, it
yields classical critical exponents near 7,.. Second, Eq.
(2.1) does not allow for the formation of a solid phase. In
the derivation of Eq. (2.1) the two-particle density of the
reference system is replaced by its asymptotic form
p(r)p(r’) for [r—r'| — o and the free energy of the inho-
mogeneous reference system is evaluated in the local-
density approximation by using the free-energy density
for a homogeneous reference fluid. As an approximate
analytic expression for f,(p,7) one may adopt the
Percus-Yevick formula'®!® or the Carnahan-Starling!®'!3
formula, which, however, are not capable of describing
the freezing transition of the hard-sphere reference sys-
tem. (Up to now no analytic expression for this freezing
transition is known.) Here, however, we focus only on
fluid phases, i.e., T >T,. Thus in our context the main
deficiency of Eq. (2.1) consists in the absence of density
oscillations near the wall caused by packing effects (see
Sec. III B of Ref. 1 for a list of the relevant references).
Here we ignore them because we are interested in the
algebraic decay of Q (/)—Q (o) for large / and because
these density oscillations decay exponentially even in the
presence of long-range van der Waals interactions.?’
This is a reasonable approximation for the continuous
wetting transitions we are considering here. However, in
the case of first-order wetting transitions, for which the

QL {p(2)}: T (w (M), (V(2)}]= [ “dz[£,(p(2)

+ fowdz(pywo

+pw fo“’dz V(z)p(z) ,

with 8p,(z)=p(z)—p, and

= [Tdz't(z")
Note that w,=2#0) and that we consider only such
density profiles p(z) which vanish rapidly enough for
z—0 so that the last integral in Eq. (2.6) exists. For
given values of pu and T the actual bulk density
pol T, u;wo, 7o) minimizes Eq. (2.3) and yields the bulk
grand potential. For u=<puy(T) p, is the gas density p,
and for pu = uy(T) it is the liquid density p;.
Thus for u>puy(T) and p,=p; the wall-liquid surface
tension o, is the minimum of :

2.7

w)dp,(z)
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behavior Q,(]) at small values of / may be important, it is
indispensable to take these density oscillations into ac-
count.???> The application of the weighted density-
functional theory?® to inhomogeneous systems may prove
to be a promising way to solve such problems.

B. Structure of the wall-fluid interface

According to our general approach described in the In-
troduction we want to understand the wall-gas interface,
which includes a thick liquidlike layer, in terms of the
emerging free wall-liquid and liquid-gas interfaces. Thus
in the following we describe briefly the predictions of Eq.
(2.1) for the latter two interfacial structures.

Let us first separate Eq. (2.1) into the bulk contribution
~V, and into the surface contribution ~ 4, where 4 is
the surface area of the wall,

Ql{p(2)}; Tops fw (1)}, {V(2)}]
=V, Qlp,; Top; {w(r)}]
+AQ[{p2)}; T, u; {w )}, {V(2)}], (2.2)

where

Qulp; Top; {w (N}1= £ (p, T+ Jwop® —pp (2.3)
and

wo=[" dzd(2), (2.4)
with

D(2)= [ d*rw[(fF+22)'"] . 2.5)

(Recall that @ and the hard-core diameter r, entering f),
are determined by w.) Equation (2.2) holds for all density
profiles which attain the constant value p, for z— + o0
rapidly enough so that the integrals, which determine
Q,[{p(2)}], exist. Under this condition one obtains

)= fulpy DI+4 [ “dz [ “dz'wo(|z —2')8p,(2)8p,(2")

—py [ "dz t(2)8p,(2)—1p} [ “dz1(2)
(2.6)
[
ol Tops {w(n)}, {V(2)}]
=min ., QP [{p(2)}; Tops {w (M}, (V(2))] . (2.8)
Indeed 8Q"'[{p(2)}1/8p(z)=0 leads to the known in-

tegral equation for the actual wall-liquid interface profile
pulz; Tus {w (N}, {V(2)}]:

— afh ®© A ’ ’
u—y(pw,(z),T)Jr fo dz'®(lz —z'|)p,(z")

+puV(2) . (2.9)

Similarly for p=uy(7T) and with p,=p, Eq. (2.6) yields

the wall-gas surface tension o,, and the actual wall-gas
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interface profile p,,[z; T,u; {w(r)},{V(2)}]. Figure 1(a)
shows the qualitative behavior of p,,(z) as the solution of
Eq. (2.9). For z—0 V(z) diverges and p,,(z) vanishes.
In this limit Eq. (2.9) yields

Puwi(z)~exp[—p,V(2)/(kgT)] . (2.10)

P (a)

P (b)

~APz13

O o

FIG. 1. Qualitative behavior of the wall-fluid interface profile
(a) pyy(z) and of the free liquid-gas interface profile (b) p;(z).
In (a) p,,(z) vanishes for z—0 with an essential singularity,
reaches a maximum at z =Z,, which may coincide with the
minimum of ¥ (z), and decays ~ Q4’z ~* towards the bulk value
p, at z=-+ o with y=1 or g. The asymptotic behavior of
Puwy(2) starts for z> £, QF can also be negative so that p,,,(z)
approaches p, from below (see Fig. 2). In (b) pj(z) reaches p, as
A )z| 73 for z— — o and pe as AEz73 for z—+ . The
main variation of p,(z) occurs in a slab of thickness 2£ around
its center z* located at z=0. p%*(z)=p,0(—2)+p,O(z) is the

sharp-kink approximation for p,(z). For T—T, & diverges

both in (a) and (b), p,—p., and p;—p,—0. The coefficients
A are always positive. In (a) and for ¥ =I the difference be-
tween the positively and the negatively marked area divided by
p; is a microscopic length 4.}’ which enters the coefficients of
the effective interface potential [cf. Eq. (2.36)]. In (b) the
difference between the positively and the negatively marked
area divided by p; —p, is a microscopic length dj}’ correspond-
ing to the free liquid-gas interface [cf. Eq. (2.37)]. The value of

d} is uniquely fixed, whereas d};}’ depends on the choice of z*.
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For a strong substrate potential p,,(z) rises above p; and
finally approaches p; for z— c from above. Thus p,,(z)
can be represented as

q(z), z=§

Pui(2)= < A, —k 21D
v pit >z 22§
k=3

Here, without further specification, g (z) describes the
variation of p,,(z) close to the wall. For z larger than &,
which is proportional to the bulk correlation length,
pwi(z) approaches p, via van der Waals tails.

This latter behavior can be confirmed by analyzing Eq.
(2.9) along the lines of Ref. 24. As an exact result one
finds

QY =pilp,us—pit3)kf . (2.12)

Here «% is the isothermal compressibility

VN ~%3N /3u)g,y=—V '3V /dp)s y of the liquid with

p1=p;(u,T) (p is the pressure and N is the mean number
of particles):

-1

3%/
dp’

u3 and t; characterize the leading asymptotic behavior of

the substrate potential and the fluid-fluid interaction, re-

spectively:

(1) —

kP =p;? (p;, T)+wq (2.13)

Viz)=— 3 uz % z>>%, (2.14)
k=3
where Z, is the position of the minimum of ¥ (z) and
tz)=— 3 tz K z2>>7, . (2.15)
k>3

Note that Q‘3” is dimensionless and diverges, within
mean-field theory, ~¢~! for t =(7,—T)/T,—0 along
the coexistence line po(7T). Nonetheless these van der
Waals tails become irrelevant close to 7, since
0z 3< Qg 3~ 71t t3/2~¢1/2_,0. This must be the
case because near T, the long-range van der Waals in-
teractions ~r "¢ as well as all subdominant power-law
contributions are irrelevant compared with short-range
forces.?> In addition, for £&— « also the power-law con-
tributions of ¥V(z), i.e., all u, with k=3, become ir-
relevant, because close to T,, in the sense of the
renormalization-group theory, V' (z) is equivalent to a lo-
calized surface field ~8(z).?® At T, critical adsorption
occurs such that p,(z)—p.~z ! for z— o within
mean-field theory. In general, one finds p,, —p.~z #*
where 8~0.33 and v~0.63 are the standard bulk critical
exponents.?® This shows again that at 7, the van der
Waals tails ~z ~? are irrelevant compared with the decay
~z 7B’V of the critical density profile. (On the gas side
critical adsorption means that the equilibrium thickness
of the wetting layer is proportional to the diverging bulk
correlation length.)

At this stage it is interesting to compare Eq. (2.12),
which holds on the liquid side of the coexistence line
uo(T), with the effective interface potential Q (I) for the
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restricted wall-gas interface, which is valid on the gas
side of uy( T). At coexistence one has' [cf. Egs. (2.29) and
(2.30)]

QD=0 +o,+oll), (2.16)
with
o)= 3 a1k (2.17)
k=2
for I > £. One finds with Ap=p, —p,
a,=1Aplp,us—p;ts) . (2.18)

We shall show later that Eq. (2.18) is an exact expression
for the leading term of the effective interface potential [cf.
Eq. (2.31)]. Thus the asymptotic behavior of the wall-
liquid interface profile can be expressed in terms of the
asymptotic behavior of the effective interface potential
for the restricted wall-gas surface tension:

0 =2(p;—p,) 'pixfa, . (2.19)
Note that QY and a, have the same sign and that the im-
portant factor p,u;—p,t;, which determines this sign,
can vary between its minimum value p,u; —p;t; and its
maximum value p,u;—p.t; where p, and p, are the
liquid densities at the triple point 7, and at T,, respec-
tively. Thus for u;/t; <p./p,, @, and QY are negative
for all temperatures T, =T < T,. (Since we are consider-
ing only van der Waals interactions 7; must be positive.)
In this case a, <O, thus / =« is always a maximum of
Q,(]) and wetting on the gas side can never occur. In-
stead, a drying transition on the liquid side of uy(T) is
possible. This checks with the fact Q% <0. In this case
Pwi(z) approaches p; from below, because the wall prefers
the gas phase. If u;/ty;>p, /p,, QY is positive for all
temperatures, which reflects the fact that a strong sub-
strate potential prefers the liquid phase. Since in this
case a, >0 one can conclude that, if the wall-liquid densi-
ty profile approaches p; from above, the system is either
wet on the gas side of uy(T) for all temperatures or it un-
dergoes a first-order wetting transition.! If, however,
Pe/Puw <u3/t3<p,/p,, a, is negative at T, and positive
close to T,. Thus there exists a temperature 7T, with
T,<T,<T, such that a,(T=T,)=0. If, in addition,
a3(T,)>0, T, is indeed the transition temperature for a
continuous wetting transition. !

Equation (2.12) therefore states that for a continuous
wetting transition to occur the wall-liquid density profile
must approach p; from below at the triple point and from
above close to 7,. Thus we obtain the surprising result
that critical wetting on the gas side of u(T) goes along
with a change of sign for the asymptotic behavior of the
wall-liquid density profile on the liquid side of py(T).
This change of sign occurs at the wetting transition tem-
perature T,,. Above T, the wall prefers the liquid phase
and QY’> 0 whereas QY <0 below T,.

Since  drying and  wetting transitions are
complementary —either one has o,,=0, +0, or
O ) =0 4 T 0, but not both—and because they can be
mapped onto each other by suitable choices of the in-
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teraction parameters (see above and Ref. 27) in the fol-
lowing we concentrate on the wetting phenomena. Thus
we take u = uo(T) so that o, is nonsingular. In Fig. 2 we
summarize our findings for the asymptotic behavior of
the wall-fluid interface profile. There we also include a
discussion of the wall-gas interface. The same arguments
as above show that

Ope(z—>0)=p,+Q¥z 3+ - |

(2.20)
with

°
3

@‘

o |2
j=}

FIG. 2. Asymptotic behavior of the wall-fluid interface
profile, p,,(z—©)=p,+Qz7>+ -+, as a function of the
asymptotic strength u; of the substrate potential. p,(T) varies
between p,, =p, (T =T,) and p, =p (T =T.)=p,(T=T,) and
pi(T) varies between p, and p, =p,(T =T,). Here the asymp-
totic strength ¢3 of the fluid-fluid interaction is kept constant so
that p,, p., and p,, are independent of u;/t;. All densities are
measured in units of the mean number density p, of the wall,
which is taken to be independent of u;. Here we take
p./pi=0.35 as obtained for Lennard-Jones systems (Ref. 23).
For reasons of visibility we choose p,, /p. much larger than it is
in reality; 7,/T,~0.5 (Ref. 23). On the left from the diagonal
QY is negative for both y=1Iand y =g, i.e., p,,,(2z) approaches
py from below. On the right from the diagonal QY is positive
so that p,,,(z) approaches p,(z) from above. This is the case for
a strong substrate potential. In order to achieve this latter be-
havior the substrate potential has to be less strong for the wall-
gas interface than for the wall-liquid interface. For
usy/t3>p;, /p, as well as for us /ty <p./p, Q4 does not change
sign as a function of temperature. Q% also does not change
sign if u3/t3>p./p, or u3/t;<p,/p,. In the window
Pe/pw <us/ty<p,/p, QF changes sign as a function of tem-
perature and so does Q% for p,, /p, <us/ty<p./p,. Within
these ranges Q4 becomes positive and Q%' negative upon an in-
crease of temperature. The temperature at which QY of the
wall-liquid interface changes sign coincides with the transition
temperature of critical wetting of the wall-gas interface. Q' of
the wall-gas interface changes sign at the critical drying transi-
tion of the wall-liquid interface. QY <0 implies that the wall-
gas interface is nonwet, whereas Q4" >0 implies either that the
wall-gas interface is wet or that it may undergo a first-order
wetting transition at a temperature higher than that given by
the diagonal.
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0¥ =p2(p,us—pyts K, @.21)
where «'f is the isothermal compressibility of the gas
phase [see Eq. (2.13)]. Note that Eq. (2.20) holds quite
generally even in the presence of a wetting film with arbi-
trary but finite thickness /.

In Eq. (2.11) we omitted additional exponential contri-
butions to p,,(z = &) because later we shall use Eq. (2.11)
for computing the algebraic decay of w(/). In this respect
exponential tails are irrelevant. Finally we note that in
reality there are density oscillations around the van der
Waals tail of p,,,(z) whose envelope decays exponential-
ly.?° As already discussed Eq. (2.1) does not exhibit these

]
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structures and we ignore them here. The leading asymp-
totic behavior of the effective interface potential and the
values of Q4 are independent of this fine structure at the
wall.

C. Structure of the liquid-gas interface

Let us now consider the free liquid-gas interface along
the gas-liquid coexistence curve u=puy(T). For this case
in Eq. (2.1) V(r)=0, all integrals extend over the whole
space R® and we impose the boundary conditions
p(z=—0o0)=p, and p(z =+ o )=p,. Then one obtains

AT {w (Y ]= [ 7 dz[f,(p(2), T) = £,(p2), D)+ 1 [ dz [ © dz'o(]z —2')8p..(2)8p o (2")

+ 7 dz[wop(2)—po( T)18p . (2)+Ap [ 7 dz[sgn(2)]e(12])8p..(2)

—42py [ "dzt(2)

with  Ap=p,—p,, Bp,(2)=pz)—p%iz);  piHz)
=0O(z)p, +O(—z)p, is the sharp-kink approximation for
the free interface. The actual liquid-gas interface profile
pilz;T;{w(r)}] minimizes Eq. (2.22) and renders the
liquid-gas surface tension o, [T;{w(r)}]. Note that for
any z, one has

QL ()} T3 {w (N} 1= = [{p(z +20)}; T3 {w(1)}] .

Correspondingly the position of the free interface profile
is not fixed.

Figure 1(b) shows the qualitative behavior of the free
liquid-gas interface. p,(z) varies smoothly between p; at
z=—o and p, at z =+ o0, p*k(z) is a step function at
z=0 taking on the value p,; for z<0 and p, for z>0. The
main variation of p,(z) occurs within a slab of thickness
2& around its center. 2£ may be taken to be the distance
between the two extrema of the second derivative of
pi(2z). & is proportional to the bulk correlation length
and diverges ~t~ " for t =(T,—T)/T,—0. Ap vanishes
~tB, within mean-field theory B=v=0.5. We call that
point z* of the interface profile with coordinate z=0 the
center of the interface. According to what we said above
any point of the interface can become its center upon a
constant shift of the z coordinate without changing the
form of p;,. There are several natural choices for z*:

piz=z*)=(p, +p;)/2,
d’p(z=z*%)/dz*=0,

or
[7 dzlpy(2—plt2]=0.

For the latter choice z* is called the position of the
equimolar dividing surface.?® For ¢t —0 the central part
of the profile, i.e., for |z| <&, takes on a universal form
which  within mean-field theory is given by
pi(z2)=21(p, +p,;)— LAptanh[z /(2§)]. Outside the cen-

(2.22)

[
tral part, i.e., for |z| > &, p,g(z) attains its bulk values ac-
cording to inverse power laws (see Ref. 24 and Sec. IVA
in Ref. 1 for a complete list of references). These por-
tions of the interface profile are known as van der Waals
tails, because they are induced by the presence of the van
der Waals interactions. This leads to the following form
of the liquid-gas interface profile:

pi— > Al(cl)|z|_k> z=—§
k=3

pi(z)= {F(2), |z|<E&

Pt X AP®|z| 7k z>€E.
k>3

(2.23)

Without further specification F(z) describes the variation
of pj(z) around its center. Similarly as for p,(z) ex-
ponential contributions for |z| =& have been omitted
here. The coefficients 4"’ can be inferred directly from
the integral equation for p;,(z):

ofy
Bl T) =3 H(p1y (2, T)

+ [ 7 dz'd(lz —z'Dpy(2") . (2.24)

One obtains

A =p2(p,—p KE 1:>0, (2.25)

where K(TY) is given by Eq. (2.13) for y =1 and y =g, re-
spectively, at u=puy(T). Equation (2.25) is in accordance
with the results obtained in Ref. 24 and it follows by ap-
plying the same kind of arguments. Note that Eq. (2.25)
is generally valid and it does not depend on a particular
and explicit choice for the form of @ as it has been used
in Ref. 24. The coefficients 4%’ are dimensionless and
upon approaching T, along puy(T) they diverge ~t~'/?
compared with ¢ ~! for Q4. Nonetheless they are also
irrelevant close to T, because A 2|73
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< A& 3~t—0. This is also true for all subdominant

< —
power-law contributions. Finally one should note that all Pui(2), 2 =w(D)=MD)

coefficients 4" with k >4 depend on the choice of the plz,1;T)= {G(k(l)—z,1), w()—A)<z=k(])+A\()
center of the interface (see Appendix A). (Unfortunately, Pz =D, zZx(D)+Al) .

the expressions for 4, and B, given in Ref. 24 are not ac-

companied by such a defining statement.) (2.26)

The behavior of p(z,/;T) is described in Fig. 3. p(z,1)
consists of the free liquid-gas interface, whose center z* is
positioned at z =/, and the wall-liquid interface near the

In Secs. II B and II C we discussed the structures of the  wall. They match smoothly in a transition region of
wall-liquid and of the liquid-gas interface, which emerge = width 2A(/), which is described by an unspecified func-
from the wall-gas interface if a wetting transition occurs.  tion G(z,/). Since for large / the wall-liquid interface
In the spirit of the Introduction we now use the wall- must emerge, the position of the transition region has to
liquid density profile p,(z) and the liquid-gas density = move to infinity, too. Therefore we choose «(/— o0 )~ k!
profile p,(z) in order to construct the wall-gas surface =~ with 0 <k, <1. Since the difference between the van der
tension under the restriction that at the wall a liquidlike =~ Waals tail of p,,; and the liquid van der Waals tails of p,,

D. Effective interface potential for wetting
of the wall-gas interface

layer of thickness [ is present. We approximate this re-  vanishes for /— c we assume that also the width of the

stricted surface tension, called effective interface poten-  transition region vanishes. We take A(l— )

tial Q[ T,u;{w ()}, {V(2)}1=Q,(]), by evaluating in ~171%9 with €>0. In Appendix A we discuss weak re-

Eq. (2.6) Q'Y for the following density profile: strictions on the form of «(/) and A(/) which ensure that
P

Pg |
0 = 1 } } t
0 W) =N w(l) wl)+ () l z
- i —
£ 2x (1) 2

FIG. 3. Schematic drawing of the density profile p(z;/) from Eq. (2.26) for constructing the effective interface potential Q (/). The
wall-liquid interface profile p,;(z) is followed by a transition region described by G (z) beyond which the liquid-gas interface profile
starts. The center z* of the latter one is positioned at z =I. The position z =«(!) of the transition region grows with / because for
l— oo the wall-liquid interface profile must emerge. Thus we take x(/— o )~1. We further assume that A([) shrinks for large /, be-
cause the difference between the van der Waals tail of p,, and the liquid van der Waals tail of p,, vanishes for large /; we take
Al — 00)~]7"1"9 with €>0. € and G are without further specification. Slight restrictions on the form of A(/) and (!) are discussed
in Appendix A. For the / dependence of G see Appendix B. Thus one may choose « such that p(z =/ ;I)=p, but one is not obliged
to do so. In particular, it may be that p,, approaches p, from below. As for any given density profile the value / of the thickness of
the wetting film depends on a particular definition; the surface tension for this profile is independent from this definition. Here, the
thickness / is fixed by the position of the center z* of the free interface profile and thus it is tied to the definition of the center of the
latter one [see Fig. 1(b)]. If in Fig. 1(b) one chooses a point z'* with z coordinate Az (recall that the z coordinate of z* is 0) as a new
center, the corresponding new thickness of the same wetting film will be I’=1 + Az. We shall show that the results for Q, are invari-
ant with respect to such choices because {; can be expressed in terms of the unique coverage I'= f:dz [p(z)—pg] which is the
difference between the positively and the negatively marked area (see Appendix A). Note that for a given value of / we consider only
such values of u and T so that / is larger than the bulk correlation length £.
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for a given density profile p(z) the corresponding cover-
age I'= fwdz [p(z)—p,] is independent from what we
define to be the thickness of the wetting film described by
p(z) (see below). For the ! dependence of G (z,l) see Ap-
pendix B.

One should note that the evaluation of Q" for the trial
function in Eq. (2.26) yields Q,(/), which is supposed to
be a good approximation for the effective interface poten-
tial one would obtain by minimizing Qg”’ exactly under
the restriction that the density profiles p(z) have a certain
property at z=I, e.g, plz==(p,+tp,)/2 or
p''(z=1)=0, etc. We approximate this exact restricted
minimization problem by evaluating Q" for such a trial
function that in Eq. (2.26) the center z* [see Fig. 1(b)] of
Pl (z) is chosen to be that point where the particular
property of p(z =1I) one has decided to pick (see above) is
fulfilled. A further possible definition of Q(I) is
I=T=T/(p,—p,) so that Q{7 is minimized under the re-
striction that p(z) exhibits a certain coverage I'. These
various definitions are discussed and compared in Appen-
dix A.

Finally we note that, as indicated in Fig. 3, for a given
value of / we consider only such wetting films whose
thicknesses are large compared with the bulk correlation
length at coexistence:

1>¢. (2.27)

Equation (2.26) holds only at coexistence: p,(z) is only
defined for p=puy(T) and p,,(z) is evaluated at the liquid
side ug (T) of liquid-gas coexistence. In order to be able
to analyze complete wetting Eq. (2.26) must be general-
ized to the case u <puy(T). There is no obvious way to do
this because both p,, and p,, do not exist for u <uy(T).
In order to proceed we propose the simplest generaliza-
tion:

p(z,; T,u)=p(z,1; T)+O(z —Dp,(T,u)
—py (T, T] -
(2.28)

Equation (2.28) fulfills the necessary condition for z— o
plz,1;T,u) approaches the correct asymptotic gas density
P (Topu <po(T)) <p (T,u=po(T)). All other features of
the density profile are taken to be identical to those of
p(z) at coexistence. As a consequence in the formulas for
the effective interface potential given below only the gas
density, where it shows up explicitly, is taken at the actu-
al value of u, whereas the liquid density is taken at
u=uo(T). All expressions, which contain the van der
Waals tails 4" or QfF, are evaluated at pu=puq(T).
However, this is a crude approximation, which is valid
only for small undersaturations u—puy(7), because ac-
cording to Eq. (2.28) this p(z,/;T,u) exhibits a discon-
tinuity ~p (T,u)—p,(T,o(T)) at z=I. Another gen-
eralization for small undersaturation would be to contin-
ue all bulk liquid quantities entering Eq. (2.26), like, e.g.,
p; or K(71~), to their metastable mean-field values at
u<po(T). But this raises the question of the reliability of
these results beyond mean-field theory. Thus we proceed
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by applying Eq. (2.28).

The procedure is to evaluate Q& in Eq. (2.6) for
p(z)=p(z,1;T,u) by using Eqgs. (2.28), (2.26), (2.23), and
(2.11). In order to obtain explicit results one has to ex-
pand Q'¢[{p(2)},!; T,u] for large values of / by using Eq.
(2.27). This is an extremely tedious calculation and its
enormous length is prohibitive for any detailed presenta-
tion in a research paper. Thus we can only state that the
general line of attack is to insert the aforementioned
equations, which contain infinite series, into Eq. (2.6), to
expand the expressions in Eq. (2.6), then to integrate
them term by term, and finally to resum the infinite series
and to order them in inverse powers of /. To our surprise
we found that all the numerous contributions to a certain
inverse power of / finally combine into very compact and
transparent expressions. Let us now quote these results:

QD=0 +0o,+oll), (2.29)
with
o()=(po—p)Ap(l +di})—pd}']
4
+ 3 a ! *+0(°Inl) . (2.30)

k=2

First, Eq. (2.29) shows that in the limit / — o and at
coexistence we recover, by starting from Q(Sg), the sum of
the full expressxons for D=0V {p(z2)=p(2)};p=pd ]
and o, =Q{*'[{p(z)=p,(2)}]. Of course one must ob-
tain this result because for an infinite thickness of the
wetting film the wall-gas surface tension is the sum of the
wall-liquid and the liquid-gas surface tension. But here
this is a highly nontrivial check for our expanding and
resumming procedure. The first term in Eq. (2.30) de-
scribes the fact that on the gas side u <, the cost in free
energy for forming a liquidlike layer, whose correspond-
ing bulk phase is unstable, increases linearly as a function
of its thickness /. At coexistence w(/) vanishes for large /.

The explicit form of this first term in Eq. (2.30) is
correct up to first order in p,—u. We omitted the
lengthy terms which are nonlinear in py—p and which
turn out to be linear in /, too. Consequently, in this first
term in Eq. (2.30) both Ap and dj;’ are taken at coex-
istence u=p,. By construction p;, and d!}) are evaluated
at u=pu,. In deriving this first term in Eq. (2.30) we used
the fact that p,,(z), which enters the trial function in Eq.
(2.28), fulfills Eq. (2.24). Thus in the appropriate limit
this first term in Eq. (2.30) does not reduce to the sharp-
kink result, because p*"*(z) does not fulfill Eq. (2.24).

The coefficients a; are functions of 7 and u and func-
tionals of {w(r)} and {¥V(z)}. Thus they determine the
nature of the wetting transition and—in the case of criti-
cal wetting—the transition temperature 7, in terms of
{w(r)} and {V(z)}. The necessary conditions for a
second-order wetting transition at T=7T, and pu=p,
are that a,(T=T,)<0, a)(T=T,)=0", and
a;(T=T,)>0, where T, is defined implicitly by the
equation a,(T =T,)=0 (see Fig. 3.2 in Ref. 1). Within
our approach the explicit expressions of a,, a;, and a,
are the following:
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a,=LAplp,u;—pits), (2.31)
a3=a(30)—2a2d,(g” , (2.32)
and
ay=a —3a,di +3a,[dP—2(d})], (2.33)
with

af” =1Aplp,us—p(t,+313d)], (2.34)
and

a® =1Aplp,us—p(ts+4t,dlY+61,d3)] . (2.35)

Thus the coefficients a;, depend on those determining the
substrate potential #; and the fluid-fluid interaction ¢,
[see Egs. (2.14) and (2.15)], the mean number density
p, of the wall, the liquid density at coexistence
pillTou=pg;{w(r}]l, the gas density p,[T,u
Spo(T;{w(r)}], as well as on moments of the wall-
liquid and the free liquid-gas interface profile, respective-
ly, both at coexistence (i=1,2):

dW=; *® i—1r)— ]
i lfo dzz'" [1—p,(2)/p,] (2.36)
and

e L [ i— 5

= A f_wdzz p(2)—pk(z)] . (2.37)

d'}) and d }g") are functions of temperature and functionals
of {w(r)}. d.}is, in addition, also a functional of { V' (z)}
and depends, inter alia, on the behavior of the substrate
potential at all distances. A geometrical interpretation of
the lengths d,)’ and d}j)’ is given in Fig. 1.

The dependence of the coefficients a,, a3, and a4, on
turns out to be rather simple. According to Egs.
(2.31)-(2.35) all three coefficients possess Ap=p, —p, as
a common prefactor. In this prefactor p, is taken at its
actual value u=<p, off coexistence. This is the only p
dependence in the coefficients a;. It turns out that all
other quantities, d,(;’, d?, and p,, have to be taken at
coexistence =, These rules hold for arbitrary values
of 1 and not only up to first order in py—pu.

Before we continue to discuss the above results let us
recall that the values of dj;’ depend on our choice of what
we call the thickness of the wetting film (see Figs. 1 and
3). In Appendix A we discuss this dependence of Q(/)
on the definition of /. There, in addition, we express (/)
in terms of the coverage I'" (see Fig. 3). As it must be, this
latter expression does not depend on the choice of the
definition for w(/).

One can check that Eqgs. (2.30)-(2.37) contain in the
J

1/3

2a
2 (Ap)~ 173

lO(T>Tw,Ay—>0)= KPT 1+

where a,, a;, and Ap are taken at coexistence u=g,.
Higher-order wetting transitions involve the higher

coefficients in the expansion of w(/). Therefore the ob-

served independence from the matching conditions shows

ay(Ap)'?

(2(12 )4/3
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corresponding limits as special cases those results which
have been omitted previously within the sharp-kink® and
soft-kink® approximation, respectively. The sharp-kink
results follow by putting d;;’=0 and by replacing d}’ by
d,, and d'¥ by (d,,)?. (In the soft-kink approximation the
same replacements apply. In addition, d,(;) is nonzero and
takes on its soft-kink approximation value.) Although
this correspondence looks rather simple one should ap-
preciate the superiority of our present approach. The
sharp-kink approximation requires d,, and the soft-kink
approximation requires both d, and the thickness & of
the central part of the free liquid-gas interface profile as
input data which are both not uniquely specified by the
theory itself. However, in our present approach it turns
out that d,, and (d,)? are replaced by uniquely specified
moments of the wall-liquid interface profile [see Eq.
(2.36)]. In addition, all explicit dependences on & [see
Fig. 1 and Egs. (2.11), (2.23), and (2.26)] drop out. Thus
our expression for the effective interface potential is now
indeed independent from any, in principle arbitrary,
choice of input parameters of the trial function p(z,[) [see
Eq. (2.26)] and therefore it can be computed uniquely.
This also implies that the first few leading terms of the
effective interface potential are independent from the de-
tails of matching the wall-liquid and the liquid-gas inter-
face profiles in order to form a continuous trial function
in Eq. (2.26). We show in Appendix B that a,, a3, and a4
do not depend on G (z,1), (1), and A(]).

We stress this independence for the following reason.
At coexistence one has QO (/=w)=0,,+0,. Thus by
construction the value of the effective interface potential
for the wall-gas interface at / = oo is determined by the
wall-liquid and the liquid-gas interface profile [see Egs.
(2.6), (2.8), and (2.22)]. [Of course, in addition the
knowledge of w(r) and p,, V(z) as well as of the proper-
ties of the coexisting bulk phases are required.] In the
case of continuous wetting transitions the leading correc-
tion terms w(l)=a,l *+a;l 3+ --- determine the
character of the wetting transition. As already stated be-
fore the necessary conditions for the occurrence of a con-
tinuous wetting transition at T =T, are a,(T =T,)<0,
a),(T=T.)=0", and a3(T=T,)>0.! The transition
temperature for critical wetting is given implicitly by
a,(T=T,)=0. In the latter case the equilibrium thick-
ness /, of the wetting film diverges according to

3 43 8 44
I(T—-T,,Au=0)=—= 1+—— + -0,
O( — 4y, A0 ) 2 ‘az| 9 a§|a2|
(2.38)
whereas for complete wetting one has
(A 3+ - - - ] , (2.39)

|
within this approach the following results: (i) Besides in-

teraction parameters and bulk densities only the wall-
liquid and the liquid-gas interface profiles determine the
order of the wetting transitions. (ii) In the case of con-
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tinuous wetting transitions at coexistence the same quan-
tities also determine the amplitude of the leading term in
the power-law behavior of the thickness of the wetting
film. These results are nontrivial because the actual den-
sity profile deviates from the superposition of the wall-
liquid and liquid-gas density profiles.

As discussed above the difference between the results
in Egs. (2.31)-(2.36) and the analogous ones obtained
from the sharp-kink and soft-kink approximation®®
reflects the importance of the van der Waals tails and of
the structure of the emerging wall-liquid interface. The
coefficient a, is independent of both features [see Eq.
(2.31)] so that T, is given by the sharp-kink result
p(T=T,)=p,u;/t;, i.e., the wetting transition is in-
duced only by the temperature dependence of the bulk
liquid density.

The higher-order coefficients a; and a, do depend on
both the van der Waals tails and the wall-liquid interface
structure. The latter enters via the zeroth (d\}’) and the
first moment (d'?’). The van der Waals tails are con-
tained implicitly in d\/) and in d};) [see Egs. (2.35) and
(2.36)]; d}’ and d;’ are the only terms through which the
smooth variation of the center of the emerging free
liquid-gas interface enters the effective interface potential.
As discussed above the separatrix between first- and
second-order wetting is given by a;(T=T,)=0 with
a,(T,)=0 and the separatrix between first- and third-
order wetting is given by a,(T=T,)=0 where
a,(T=T,)=a3(T'=T,)=0. Equations (2.31)-(2.35)
show that these separatrices are independent from the
liquid-gas interface profile, because the quantities d,(g”
and d ,(gZ) drop out at the corresponding transition temper-
atures [see also Egs. (A2) and (A6)]. The separatrices de-
pend only on the structure of the wall-liquid interface via
d!} [see Egs. (2.34) and (2.35)]. This makes the previous
finding from the soft-kink approximation more specific.
These findings had been that the bulk correlation length,
which determines the width of the central part of the free
liquid-gas interface, is irrelevant for continuous wetting
transitions. Here we find that even the van der Waals
tails of the free liquid-gas interface do not affect the
separatrices; only the van der Waals tail of the wall-liquid
interface does so. However, T, of a first-order wetting
transition depends on all van der Waals tails because it is
determined by all a;, k =2, and because a,(T =T} )7#0.

The presence of the van der Waals tails leads to a novel
feature in the asymptotic behavior of the effective inter-

face potential. Both the sharp-kink and the soft-kink ap- -

proximations predict that (/) can be expanded into in-
verse powers of . However, the van der Waals tails lead
to additional logarithmic terms ~! ~°In/ which have also
been missed by fitting numerical results for w(1),?’ and
which modify the predictions for higher-order wetting
transitions.?’” The occurrence of these logarithmic terms
can be traced back to the fact that only the zeroth and
the first moment of the density profiles exist [see Egs.
(2.36) and (2.37)], which enter into a; and a,. The
coefficient a5 would contain d;;’and d'}, which however,
do not exist. Instead a term ~/ °Inl appears. Nonethe-
less its corresponding prefactor is well defined and so is
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the expansion of w(1).

The analytic results in Egs. (2.31)-(2.35) for the
effective interface potential allow us to draw conclusions
about the properties of wetting transitions close to the
critical point T, of the bulk system. We consider two im-
portant cases: critical wetting [Au=0,7=(T,—T)/
T,,—0] with a transition temperature T, close to T, i.e.,
T=(T.—T,)/T, <1, and complete wetting
(Au—0,T>T,) close to T,, ie., t =(T,—T)/T, <<1.
With a;, = 3,>0a;,;7 and a, =0 Eqs. (2.38) yields

I(D)=Tyr "1+7/7+ ) (2.40)
with T,=3as,/I2a,,| and 7,=las,/a5,—a,,/a,,
+8a4,oaz,1/(9a§,0)|—1. Close to T, the bulk quantities

entering the coefficients a, vary as Ap=x;t? and
p1=p.+r,t? with positive amplitudes «, and k,=«,/2.
The coefficients a5 and a, depend on d/, which both in
the sharp- and soft-kink approximation is a temperature-
independent, microscopic length for i=1 and the square
of it for i=2. However, within our approach we find that
both quantities display in fact a singular temperature
dependence close to T,:

LEwi—u-p, =1,

c

AT —T,)=— (2.41)
which follows from the divergence of the zeroth and first
moment of the coverage due to critical adsorption (see
Ref. 26 and Sec. IXB in Ref. 1: T
=i [edzz' py,(z2)—p/ =T it " P+ ... Since
we study wetting we have a,(7,=T)=0". Thus with
Eq. (2.19) and Fig. 1(a) one has T {!)>0. v=0.64 is the
critical exponent of the correlation length which behaves
as £=&,t V. Combining these results we finally obtain,
independent from the adopted definition for I, (see Ap-
pendix A),

T(T=T,—>T)=T ;2177 (2.42)
and
—1
f= |BEL g, FROFU)E 1. 4

¢ 2

From Egs. (2.40), (2.42), and (2.43) we can draw the fol-
lowing conclusions: The strength I, of the 7' diver-
gence for critical wetting vanishes close to 7T,~7 1=,
Simultaneously the critical region 7 <7, below T, within
which the asymptotic behavior ~7 ! of the thickness of
the wetting film dominates, shrinks ~7 due to the vicinity
of the critical point. The combination of these formulas
yields the restriction I,>1,7, '~7 ~¥~¢. Thus without
an explicit assumption our results for the interface poten-
tial predict that the critical region for a continuous wet-
ting transition shrinks ~(7,—T,) if T,, comes close to
T.. The width of that critical region is determined by the
condition I, > &(T =T,,), which is a posteriori consistent
with our derivation of the effective interface potential [see
Eq. (2.27)]. Therefore we conclude that the presence of a
critical point impedes the identification of a continuous
wetting transition if it happens to occur close to T.. This
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prediction seems to check with recent experimental re-
sults for the wetting transition in the cyclohexane-
acetonitrile mixture for which #=9X1073.2° Although
this experiment is concerned with interfacial wetting in a
binary liquid mixture and the above results are derived
for wetting of a wall by a one-component fluid, our con-
clusions are nonetheless valid also in this case, because
we shall show in Sec. III that the effective interface po-
tential for interfacial wetting exhibits the same features as
that for wetting a wall. The authors of the aforemen-
tioned experiment measured the contact angle 6, which
vanishes in case of critical wetting of a wall according to
Ref. 1:

0=0,7"%, (2.44)

with 6,=[%la, 1’a;§(0y(T,))']'/% From our above
results and with o, ~ 1> We find for 7 << 1
0,(T,)=0645 32"F

w

(2.45)

According to Eq. (2.43) the observation of critical wet-
ting is confined to 7<7 which leads to the requirement
0<06,,, with 0., =0, 3?~%P—0. Thus the range of
contact angles that can be used to determine the asymp-
totic thermal singularity of critical wetting shrinks
~(T,—T,)?for T, close to T,.

Concerning complete wetting close to T, we obtain,
from Eq. (2.39),
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Io(T, Ap)=(usp, —t3p )" (Ap) 173
X[1+(Au/A@) 3+ -+ 1,

with AL=27(¢;T ()) " 3uyp, —t3p )43 B ~ 02,
Alternatively, the condition [y >&(T,Au=0) leads to
the more restrictive requirement

(2.46)

Ap<Ap,=(usp, —tip )&y ) 33V~ 192, (2.47)

Therefore upon approaching T, the (Au)~!/? law for
complete wetting becomes confined to a rapidly decreas-
ing region Au <t!°? (see Fig. 4). Outside this region one
finds critical adsorption with [j~&~(Au) ¥/
=(Ap)"%%2 These considerations show explicitly how
the tails of the van der Waals interactions, which lead to
the (Au)~'/? law, become irrelevant upon approaching
T, compared with the critical phenomena, which lead to
the more singular (Ap) ™~ %4%? law.

At the end of this subsection we want to compare the
above findings with our previous results in Ref. 10.
There we determined the effective interface potential by
using p(z,/;T)=6(z —d,,)p,(z —1) as a trial function
[see Eq. (2.23)]. p(z) does include the van der Waals tails
of the emerging liquid-gas interface but it differs from the
trial function p(z) in Eq. (2.26): the wall-liquid interface
structure is mimicked only by a step function 6(z —d,,)
with d, as an input parameter; consequently, in g(z) the
van der Waals tail on the liquid side of p,(z) extends

liquid
" T T Te T
0 (1) « .~ complete //”’_
critical region for wetting _-|” critical adsorption
critical wetting e
He
gas
(m

FIG. 4. Schematic drawing of the liquid-gas coexistence curve uy( T) in the bulk phase diagram. For reasons of simplicity it is tak-
en to be a straight line between the triple point 7, and the critical point T,. T, is the transition temperature for a critical wetting
transition. Along path (I) at g, the thickness / of the wetting film diverges. Within the critical region for critical wetting this diver-
gence is dominated by the leading power law [ ~(T,,— T)~!. The width of this critical region is proportional to 7, —T,,. Indepen-
dent of the order of the wetting transition at T, / diverges also along the path (II). Within the indicated wedgelike region / diverges
~(Au)~1”? according to complete wetting; Au=p,—p. Below that region and sufficiently close to T,/ grows ~(Au) /% with
v/A=0.402 according to critical adsorption. The crossover between these two power laws occurs at u (7T)=~pu,—const X (T, — T)*"
with 3v~1.92. For T— T, the (Au)~!”* law for complete wetting becomes confined to a rapidly decreasing region. This shows ex-
plicitly how near T, universality is restored. This means that the thermal singularities become dominated by bulk critical phenomena
which induce the phenomenon of critical adsorption and which lead to stronger singularities than those stemming from the van der
Waals interactions, which are irrelevant close to 7,. Both the critical region for critical wetting and u.(7) are determined by the
condition / > £.
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down to the wall at z=d,. This ansatz yields'” an
effective interface potential @(/) with the identical struc-
ture as in Eq. (2.30) but with coefficients @, where

a,=a,,
a,=ai+ A4y fomdz[plt(z)

a,=al+ fo""dz [pit(z)—p,V(z+d,)]

—puV(z+d,)],

X[AP+3(z+d,)4]

[see Egs. (4)—=(7) in Ref. 10, and Ref. 30]. The coefficients
a f are given by the expressions for ak [Egs. (2.32) and
(2.33)] if in Eqgs. (2.34) and (2.35) d\}) and d(?) are re-
placed by d,, and (d,,)?, respectively. The appearance of
the extra contributions ~ 4§’ and ~ 4Y in @, and @,
can be traced back to the fact that in the corresponding
trial function p(z) the van der Waals tail on the liquid
side of pj,(z) is extending down to z =d,, whereas in the
trial function p(z) [Eq. (2.26)] this tail reaches only up to
z =k(1)+A(I)~kyl. This difference can be understood by
using the trial function p(z) for the hypothetical problem
of the wetting of a compound substrate, which consists of
the original substrate particles with density p, for
— o0 =z = —k,l and of the fluid particles with density p,;
for —xyl <z =0. The substrate potential of this com-
pound is given by p,V(z)=p,V(z+k,l)+p,[t(z)
—t(z +kyl)]. If one now applies the formula for the ex-
tra contribution to @; [which belongs to the term ~/ -3
in @(/)] for this compound substrate potential, one
obtains AY [edz[pt(z +rol)—p,V(z +Kol +d,)],
which is proportlonal to (ko) 2 for l—> oo. Similarly, the
extra contribution to @, becomes ~ (k,/) " !. Therefore in
this hypothetical problem these extra terms ~ A%’ and
~ A do not contribute to the effective interface poten-
tial up to and including the order ! —* as considered by
us. This result checks with the fact that upon using the
trial function p(z) in Eq. (2.26) these extra van der Waals
contributions do not show up in the corresponding
coefficients a; [Egs. (2.31)-(2.33)], because the applica-
tion of p(z) to this hypothetical problem mimics the ap-
plication of p(z) to the problem of the wetting of the orig-
inal uniform substrate.

Concerning the properties of wetting transitions close
to the critical point T, the predictions of @(/) are!® that
in the case of critical wetting 7—0 so that the size of the
critical region for the asymptotic power law for continu-
ous wetting shrinks ~(7,—7T, ). This agrees with our
present findings based on w(!) [see Egs. (2.40) and (2.43)
and Ref. 31]. However, & predicts that the strength of
the power law, i.e., l0 d1verges ~7 71 (see Ref. 10),
whereas we find now that 7, vanishes ~7 !~ [Egs. (2.40)
and (2.42)]. Also in the case of complete wetting there
are differences between the predictions of @(/) and w(!).
For the crossover line u,.(T) (see Fig. 4) @(I) predicts'®
Au,~t? whereas here we find Au,~13"=1""? [Eq.
(2.47)]. These diﬁ"ere‘nces are due to the absence of the
contributions ~ A’ and 4Y’ (which diverge ~¢ !/ for
T—T,) in the expressions for a; and a, [see Eqgs. (2.32)
and (2.33) and the discussion above].

1873

The trial function p(z) in Eq. (2.26) is more sophisticat-
ed and closer to the exact solution for the density profile
than the trial function p(z). For this reason the predic-
tions stemming from the effective interface potential w(/)
seem to be superior to those stemming from (/). In any
case this comparison shows how sensitively various wet-
ting properties depend on the precise extension of the van
der Waals tails and on the structure of the emerging
wall-liquid interface.

E. Deviation of the wall-gas interface profile
from superposition

Based on general arguments the actual wall-gas inter-
face profile p,,(z;/), including a wetting film of thickness
1, exhibits inter alia the following limiting properties.

(i) For /— o and z fixed p,,(z;/) reduces to the wall-
liquid interface profile: lim; Pug(Z;:1)=p,,(2).

(i) For /—o and z—w p,(z;]) reduces to
the emerging free liquid-gas interface profile:
Iimlaoo ng(z =1 +y ;l):P]g(,V)-

(iii) For / fixed and z—  p,,(z;]) behaves like the
wall-gas  interface = without a  wetting  film:
lim,  [z® (Pug(z31)— pg)1=0Q%¥, independent of 1.

The properties (i) and (ii) follow from Antonov’s rule
and (iii) has been proven in Egs. (2.20) and (2.21). By us-
ing Eqgs. (2.11) and (2.23) one can check directly, that the

trial function p(z,/;T) in Eq. (2.26) does fulfill the re-
quirements (i) and (ii). [Recall that for large / one always
has «k(I)+A(l)<l+y for any fixed value of y, because
k(] — 0 )~kyl with ky<1.] However, p(z,1;T) does not
satisfy the requirement (iii). Instead, one has
lim, , [z%(p(z;1;T)—p,)]= A¥, which is independent
of the substrate potential [see Eq. (2.25)], whereas Q'
does depend on it [see Eq. (2.21)]. Therefore, for any
finite value of / the actual wall-gas density profile cannot
be represented only as an appropriate superposition of
the wall-liquid and the liquid-gas density profile as is the
case for the trial function p(z,/;T) in Eq. (2.26).%% In or-
der to cure this defect we consider an improved trial
function p*(z):

p*(z,1;T)=p(z,1;T)+0O(z —[(D—MD]) S Dz X,

k>3
(2.48)
with

—Ne (g)_ 2
D3 Q3

=pz(puits—pit3 K
and p(z,/;T) given by Eq. (2.26); the coefficients D, are
taken to be independent from /. It is straightforward to
check that p*(z,]) fulfills the requirements (i) and (ii), as
p(z,1) does, and that, in addition,

(2.49)

pr(z—o,1;T)=p, +Q¥z >+ QEz 74+ - - (2.50)

in accordance with (iii) and with ¥
=D,+A¥ +3IA . [Note that due to Eq (A9) one has

(g)+3lA +3l A4 ® so that Q¥ is indeed in-
dependent of the ch01ce of the definition for /.] The
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coefficient Q¢ in Eq. (2.50) is known [see Eq. (2.21)] and
it is independent of /. This dictates our choice for D; in
Eq. (2.49). The coefficients Q{¢, k >4, which character-
ize in the limit z— oo the (nonequilibrium) wall-gas den-
sity profile under the restriction of the presence of a wet-
ting film of thickness /, are unknown; one has to expect
that they do depend on this thickness / of a wetting film
which is forced to cover the wall. If these coefficients
were known they would in turn determine the coefficients
D, (e.g., see the above formula for Q). In order to be
concrete and in the absence of further information we
choose D, pr,(pwuk —pit ), k>4, However, as it
will turn out [cf. Egs. (2.51)—(2.53)] our final results do
not depend on this choice. Thus we restrict our analysis
to the case that the coefficients D, do not depend on in-
creasing powers of /, which in the general case, however,
cannot be ruled out.*

With a technique which is similar to but even more
complicated than the one we used in Sec. IID we were
able to obtain analytically the asymptotic behavior
@*(] — ) of the effective interface potential correspond-
ing to the trial function p*(z,/) in Eq. (2.48). It has the
same structure as w(/), which belongs to the trial func-
tion p(z,1), but with expansion coefficients a;° [compare
Egs. (2.30)-(2.35)]:

aiy =a, , (2.51)

aj=aj, (2.52)
and

ay=a,, (2.53)

where a,, a3, and a, are given by Egs. (2.31)-(2.35).

The striking aspect of these results is that the extra
terms ~D, in Eq. (2.48) leave all three expansion
coefficients a3, a¥, and aj unchanged compared with
those following from the trial function p(z,/). However,
we want to emphasize that the reasons leading to Eq.
(2.51) and Egs. (2.52) and (2.53), respectively, differ
significantly. Whereas the extra terms ~D; do not gen-
erate any contribution ~/ "2 in the effective interface po-
tential, they do generate an infinite number of terms
~173 and ~1~* which, however, after a lengthy resum-
mation procedure turn out to cancel each other so that
ay=a; and aj =a,. Furthermore, our calculations
show that Egs. (2.51)-(2.53) remain valid for any choice
of the coefficients D, in particular for k =4, as long as
they are not increasing functions of /.

Thus we can conclude that these findings enhance con-
siderably our confidence in those results we derived previ-
ously [see Egs. (2.31)-(2.35)]. One may even speculate
whether the expressions for the asymptotic behavior of
the effective interface potential as given in Egs.
(2.31)—(2.35) are exact. In particular, our discussion of
the wetting behavior close to T, [see Egs. (2.38)-(2.47)]
remains unchanged.

III. INTERFACIAL WETTING
IN BINARY LIQUID MIXTURES

For conceptual reasons, in order to study wetting phe-
nomena, it is natural to focus first on the wetting of a wall
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by a fluid because in this case the boundary, which breaks
the translational invariance, is fixed externally and leads
to a prescribed substrate potential. However, this con-
ceptual advantage is accompanied by several difficulties
both in theory and experiment which are caused by the
presence of this wall. None of these difficulties quoted
below is addressed by the model in Sec. II. But even the
application of more sophisticated density functionals has
been hardly successful in solving properly even some of
these difficulties. First, as already mentioned in Sec. II,
the presence of a hard wall leads to density oscillations in
the fluid close to it. The local pressure close to the wall
together with the corrugation of the substrate may lead
to the formation of one or even more solidlike layers of
the adsorbate on the substrate, which in turn are subject
to strain effects. Second, the substrate potential itself is a
function of temperature and pressure as any solid phase.
Third, the adsorption process modifies the substrate po-
tential due to a compression stemming from the adsor-
bate and due to structural changes of the first few wall
layers caused by the adsorbed particles. Fourth, to a cer-
tain extent the wall particles may dissolve in the fluid and
by interdiffusion fluid particles may penetrate into the
solid which altogether leads to a contamination of the
system just at the interface of interest. Fifth, defects in
the solid wall (which must be there even in thermal equi-
librium) as well as surface roughness introduce random-
ness in the substrate potential.

All these difficulties arise because in reality the wall is
not inert but tends towards thermal equilibrium with the
adsorbed fluid. In this situation one has basically two op-
tions. Either one carefully chooses a wall material, which
minimizes these disturbing effects and remains in a re-
stricted thermal equilibrium during the relevant observa-
tion time, or one fully includes the wall into the calcula-
tion of the thermal equilibrium of the whole coupled
wall-fluid system. In the case of a solid as a confining
material of the fluid at present this second option is out
of reach. If, however, the confining material is a fluid it-
self, this program can be fully implemented by consider-
ing the interface between, say, the A-rich liquid phase
and the vapor phase of a binary liquid mixture consisting
of A and B particles. In this case one can study the wet-
ting of the intrinsic A-rich-liquid—vapor interface by the
B-rich liquid phase. (The experimental and theoretical
status of these interfacial wetting phenomena together
with the corresponding literature is discussed in Secs.
V D and IV C, respectively, in Ref. 1; see also Ref. 14 and
the references therein.)

In the analysis of the interfacial wetting phenomena at
the liquid-vapor interface of binary liquid mixtures all the
aforementioned difficulties are no longer present. In-
stead, new ones arise. First the parameter space is in-
creased. Now there are three interaction potentials, w 44,
wpp, and w 4z, replacing the substrate potential and the
fluid-fluid interaction in the case of a one-component
fluid at a wall. Second, the translational invariance is no
longer broken explicitly by a wall but more indirectly by
imposing boundary conditions: for z— — o there is the
A-rich liquid phase, denoted as the a phase, and for
z—> oo there is the vapor phase, denoted as the ¥ phase.



43 ANALYTIC RESULTS FOR WETTING TRANSITIONS IN THE . . . 1875

The wetting phase is the B-rich liquid denoted by fS.
Third, now there are six relevant bulk number densities
(P a0 Papr Pa,y> PB,o» P and pp.) and two relevant
density profiles p 4(z) and pp(z). In Sec. II we had only
P> Pg> and p(z). Fourth, in order to observe interfacial
wetting the system must be kept close to three-phase
coexistence along the triple line (see Fig. 5). This requires
fixing two of the three relevant thermodynamic variables
T, 4, and up compared with one out of T and u in Sec.
II. Thus the y phase is not, e.g., air but the equilibrium
vapor phase of the binary liquid mixture. Fifth, the wet-
ting of the a-y interface leads to the formation of two
fluid interfaces, a-f8 and B-y, which both exhibit capillary
fluctuations, whereas in the case of the wetting of a wall
there is only one fluctuating interface. However, as in the
latter case, it turns out that these interface fluctuations
are irrelevant for thermal singularities of the continuous
wetting transition because binary liquid mixtures are
governed by long-range van der Waals forces (see Refs.
12 and Sec. IV C in Ref. 1). Therefore we can again ap-
ply a mean-field-type density-functional theory, cf. Eq.
(3.1), which generalizes Eq. (2.1) to the case of a two-
component system. One should note that due to the ab-
sence of the aforementioned density oscillations at the
emerging a-f8 and -y interfaces Eq. (3.1) is even more
appropriate for studying the wetting phenomena under
consideration than Eq. (2.1) for the case of the wetting of
a wall. Sixth, as discussed above the analysis of the wet-
ting of a wall is impeded by the approach of the wall to-
wards thermal equilibrium. For interfacial wetting phe-
nomena one faces the opposite problem. Since the
theoretical predictions apply for complete thermal equi-
librium, a comparison with experimental data requires a
careful equilibration of the experimental system. If the
starting configuration in the experiment involves macros-
copically thick wetting films it is known that thinning to-
wards their equilibrium thickness may take a very long
time.?* However, this difficulty can be overcome by
avoiding in the experimental starting configuration thick
wetting films and by studying thin wetting films; their
growth towards their thickness in thermal equilibrium is
sufficiently fast compared with the experimental observa-
tion time (see Sec. XII in Ref. 1). Therefore the theoreti-
cal predictions for thermal equilibrium do not evade pos-
sible experimental checks.

Thus we can conclude that with respect to a number of
aspects the study of interfacial wetting offers several ad-
vantages compared with the wetting of a wall. The
binary liquid mixtures are more complex than a one-
component fluid. However, as discussed above this addi-

tional complexity can be brought under control both in
1

B-rich
liquid

.
))u,; Ky

FIG. 5. Bulk phase diagram of a simple binary liquid mixture
(type II, see Ref. 14) in the space of temperature T and the
chemical potentials i 4, and pp of the 4 and B particles, respec-
tively. The sheet S, is the locus of first-order phase transitions
separating the liquid phases from the vapor, whereas S,
separates the A-rich liquid phase from the B-rich liquid phase.
S, and S, are bounded by lines L, and L, of critical points.
The critical end point Tcgp is the intersection between L, and
S,. The sheets S| and S, meet at the triple line TL, which ends
at Tcgp. We are considering interfacial wetting phenomena
along the paths p; and p,, respectively, which for reasons of
clarity are taken slightly off the triple line, but both lying on S,.
Along p, at T, the B-rich liquid phase wets the A-rich-
liquid—vapor interface, whereas along p, the A-rich liquid wets
the B-rich-liquid-vapor interface. Interfacial wetting occurs ei-
ther along p, or p,. If TL between T,, and Tgp is approached
on S, complete wetting occurs. In the case of a first-order wet-
ting transition a prewetting line is attached to T,,, which lies on
S and joins TL tangentially. For reasons of clarity we omitted
1t.

theory and experiment. For these reasons in the follow-
ing subsections we carry through an analytic analysis of
interfacial wetting in analogy to what we have done in
Sec. II for the wetting of a wall. Our results will improve
previous analytic studies of such systems with long-range
forces, which were based on the sharp-kink and soft-kink
approximation (see Refs. 8 and 9, respectively).

A. Density functional

As stated above we start from the following density
functional for inhomogeneous binary liquid mixtures:

QL (0} Tops (wy e =D} 1= [ dr flpir), T+ S [ dr? [ drwylr—r'Dpi(r)p,(x)
ij

— Zyifd3rp,-(r),

Q{p 4(r),pp(r)}; T, 4,up] is the grand canonical po-
tential for a given pair of number density profiles p 4(r)
and py(r) for the 4 and B particles, respectively. The
fluid particles interact via spherically symmetric pair po-

i=A,B .

(3.1)

f
tentials w ,,(r), wpp(r), and w 45(r), which are attractive

at large distances r where they decay ~r 7% 1In Ref. 14
(where the same notation is used as here) the reader can
find the derivation of Eq. (3.1) as well as a detailed discus-
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sion of it. It includes the definition of f, and the connec-
tion between the potentials {w;;} and the functions {@;}
entering Eq. (3.1), which differ only at small distances.

In thermal equilibrium the actual number density
profiles p; o(r; T, ;) minimize Eq. (3.1) in accordance with
the imposed boundary conditions at z==xc. For a
homogeneous bulk system of volume V one has Q=V (1,

with
Q=fulp 4P, TV 5 Zwoypip;— ZHipi » (3.2
ij i

where
wo; = [ dzy(2) (3.3)
with
()= [ d?ryw,[(r}+22)172] (3.4)
In analogy with Eq. (2.7) we define
t,.j(z)=fz°°dz'@,.j(z')
=— 3 t;xz % z>>max(o 4,0p) 3.5

k=3

so that wg ;; =2t
type-i particles.
If one chooses, e.g., wy 4p as a scale for the tempera-
ture T and for the chemical potentials p 4, and pg of the
A and B particles, respectively, the type of the bulk

phase diagram predicted by Eq. (3.2) depends only on
J

;j0). o, is the hard-core diameter of
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three numbers: wg 4,4/Wo 45, Wo pp/Wo 45, and
r=o0,/05."* All the various bulk phase diagrams pre-
dicted by Eq. (3.2) allow for the formation of (at least)
three phases: a vapor phase () and two liquid phases,
one rich in A particles and the other rich in B particles. 14
Figure 5 shows one representative of such bulk phase di-
grams (a so-called type-II phase diagram). Our following
analysis is confined to the vicinity of the triple line, where
all three fluid phases coexist and along which interfacial
wetting occurs. However, we want to underscore that
the formulas in Secs. III B and III C are generally valid
and applicable to all types of bulk phase diagrams pre-
dicted by Eq. (3.2).

B. Structure of the fluid-fluid interfaces

Let us consider such values of T, u 4, and up for which
in the bulk the binary liquid mixture is at two-phase
coexistence between two fluid phases « and v, i.e., the sys-
tem is located on one of the two coexistence sheets shown
in Fig. 5: (k,v)=(a,B), (B,7), or (a,y). This allows us
to impose the boundary conditions p;(z— — o« )=p; , and
pilz—+w)=p, , i=A4,B, so that a k-v interface is
formed whose position we denote by z=0. (Concerning
the choice for the position of this free interface the same
arguments apply as in Sec. II C and in Appendix A for
the liquid-gas interface in a one-component fluid.) For
this configuration Eq. (3.1) splits into a bulk and into a
surface contribution: Q=V(Q,, +Q,,)/2+ 4 Qlev),
For Q; one obtains with p;(r)=p;(z)

Q& {pi2)}; T Lwy(N)1= [ dzLfy(pi(2), T = Fiulpie A2), T)]
+13 fw dsz dz';;(1z —2'1)8p;, . (2)8p ;i 2")
i,j — 0 - 0

+ Z f_wwdz

shk
2 wO,ijpj;K,v(z)
J

_“Bﬂf;v) } 6pi;K,v(z)

+ 3 (PP S f ” dz[sgn(2)1t,;(12))8p;. . (2)
i i

> (pf,K~pi,v>(pj,K—pj,v>fowdz ty(z),
LJ

with  8p;, (2)=p;(2)—plic (2);  plik (2)=O(2)p;,

+O6(—z)p;, is the sharp-kink approximation for the
number density profile of the particles of type i for the
free k-v interface. ,ugf;-") denotes those values of the
chemical potentials for which at a given temperature T
the two bulk phases « and v coexist. At these values of T’
and Y; P4 P Pan and pp, are the corresponding
bulk number densities in thermal equilibrium. (Here we
dropped the additional index O denoting equilibrium
values.) Equation (3.6) is valid for any pair of trial func-
tions p;(z), which for z— =+ approach their limiting
values p; , and p; ,, respectively, rapidly enough so that
the integrals in Eq. (3.6) do exist. If the 4 and B parti-
cles are identical Eq. (3.6) reduces to Eq. (2.22). The ac-
tual pair of k-v interface profiles p,-;,(yv[z;T,y{)',‘;");{wij}]
minimizes Eq. (3.6) and renders the «-v surface tension

(3.6)

T

Ol T,yg'f;-”; {w(r)}]. As in the one-component case one
has, for any z,, Q¥%Y[{p;(2)]]1=Q%Y[{p;(z +24)}] so
that the position of the free x-v interface is not fixed.
Qualitatively p;., ,(z) looks similar to p,(z) in Fig. 1(b),
i.e., there is a main transition region around its center,
taken to be at z=0, with width 2£; and van der Waals
tails on the k and v side, i.e., for z— — o and z— + »,
respectively. The form of these density profiles is not
known analytically. Therefore we write in analogy with
Eq. (2.23) (i = 4,B):

Pix ™ > Ai(,'li;K’V)|z|_k’ z=—§;
k>3

pi;x,v(z)= FI'(K,V)(Z)’ |Z|S§'

3Ky —k
pivt > Ai(,‘I/cKV)Z ’
k=3

(3.7)

zz§; .
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Thus any «-v interface is described by two correlation
lengths &;, two smooth functions F;(z) around the center
of the interface, and four van der Waals tails. p;., (2)
minimize Eq. (3.6) and they are solutions of the following
system of integral equations (i,j = A4, B):

9/
a—pi[pi;K,v(z)? T

(K, v) —

Ki6

+3 [T dz'to |z —2')pji f2') (3.8)
j

Equation (3.8) can be analyzed along the same lines as

Eq. (2.23) yielding the four coefficients 45" and

A¥*¥) which determine the leading asymptotic behavior

of p;.,. (2) for |z| — o [see Eq. (3.7)]. After a lengthy cal-

culation one obtains

2
A(A;K,v):__p)”—
i,3 (™)
det(1/k;;")
Z,“)} tC‘-j,3
X2 pj—pjy) <i> | B9
j K P70 KAB
with i,j=A4,B; A=k,v; C,=B and Cz=A4; and

Pr=pP 4,0 TpPp,- Denoting N; as the number of particles

of type i within the volume V the partial isothermal
compressibilities are defined as

v | ON;
Kji=—=
7ON? |9y T,V
:p_z apl
oj gy
of !
- =2 h
= +wa .
P aplapj wo,lj ’ (310)

ki) is obtained by evaluating the last equation of Eq.

(3.10) at p,=p;, and p=p,. Note that A5 are di-
mensionless quantities. To the best of our knowledge Eq.
|

Piap2)s z=<w(l)—AI)

pi(z,;T)= 1Gi(k(1)=z1), k()=A)=z=w(])+M\I)

Prp Az =D, zZr(D+MI) .

(3.9) has not yet been derived previously. As in the one-
component case the higher-order coefficients A,-E}j”'”’,
k = 4, depend on the choice for the position of the free in-
terface.

C. Effective interface potential for interfacial
wetting

If a system, like a binary liquid mixture, exhibits the
possibility of three-phase coexistence involving the dis-
tinct phases a, 3, and v, the three different interfaces a-f3,
a-y, and B-y can be formed. The application of
Antonov’s rule to these three interfaces shows that, if one
of them undergoes an interfacial wetting transition, none
of the other two can be wet, too. Therefore without loss
of generality we can focus on the case that the a-y inter-
face may be wetted by the 3 phase and that neither the
a-f3 interface is wetted by the y phase nor the -y inter-
face is wetted by the a phase. One can associate the y
phase with the vapor phase, the a phase with A-rich
liquid phase, and the B phase with the B-rich liquid
phase. With this identification one is studying the wet-
ting transition at the liquid-vapor interface. However, as
already pointed out, the following considerations are in-
dependent of such an identification.

Following the spirit of Sec. IID we want to determine
the asymptotic behavior of the effective interface poten-
tial Q{*7)(]) for the formation of a B-like layer of thick-
ness / at the a-y interface. In the process of a continuous
wetting transition the free a-f3 and -y interfaces emerge
smoothly out of the a-y interface. In analogy to Sec.
IID we calculate Qg“’”(l):oaﬁﬂ-aﬁy—l—way(l) by
evaluating Eq. (3.6) for a pair of trial functions p;(z,/;T),
which are suitable superpositions of the density profiles at
the (necessarily nonwet) a-f3 and f3-y interfaces. 05 and
0, are the minimum values of Q%P and Q27 respec-
tively, and ow:minlﬂi"’”(l) is the minimum value of
Q!*7) in Eq. (3.6). As a generalization of Eq. (2.26) we
make the following choice for these trial functions
(i=A4,B):

(3.11)

Thus the trial function consists of the density profiles of the free a-3 interface [Eq. (3.7)] centered around z=0 and of
those of the free B-y interface [Eq. (3.37)] centered around z =/. The pair of functions G; describes the smooth cross-
over between them in the transition region around z =«(I). p;(z,/;T) exhibits a similar structure as p(z,!) in Fig. 3 pro-
vided that there p,,(z) is replaced by p;., 5(z), which extends to z = — o. For the functions G;(z,1), (1), and A(]) we
impose the same restrictions as for the analogous ones appearing in Eq. (2.26). Note that we use the same thickness /
for both density profiles p ,(z) and pg(z).

In Eq. (3.11) p;(z,1;T) is defined only along the triple line fi;(7). In order to be able to study also complete interfacial
wetting Eq. (3.11) must be generalized to the case that the system is still at a-y coexistence, i.e., u; = ,uéf‘;y) but off the

triple line. As the simplest generalization we choose
pi(z, 1 Tues ) =pi(2,1; T)+ 0z —Dip; (T,u657) = pi AT RATN+O(—2)p; o T u6s " ) —ps ol TEATNT . (3.12)

After a slight generalization the discussion following Eq. (2.28) applies also to Eq. (3.12). In particular, Eq. (3.12) means
that even off the triple line p; 5, which enters Eq. (3.12) via Egs. (3.7) and (3.11), is taken to be the value of the bulk den-
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sity p; of the 8 phase at the triple line.

With a technique similar to the one we used in Sec. Il D we have been able to determine the asymptotic behavior of
the effective interface potential for /— o« which follows after inserting Egs. (3.7) (3.11) and (3.12) into Eq. (3.6) for
(k,v)=(a,y). We would like to note that, although already the corresponding calculations for a one-component fluid
wetting a wall have been extremely tedious, the analytic analysis in the case of interfacial wetting in binary liquid mix-
tures becomes substantially more difficult: inter alia, here we must deal with eight different van der Waals tails com-
pared with three in the one-component case. Therefore we only quote our final results for the effective interface poten-

Qlay (l)

tial o, ()= T o™ Opy:
4
D=3 (5~ w6 M pip— Hpiatpi )W +dip, —di i)+ p, o—pi Al +dip )} + 3 a ] “F+0 (1 *Inl)
] =
(3.13)
with (i,j = 4,B)
a,=ay¥ , (3.14)
a,=a® + 2 Tys(di—d{y,), (3.15)
and
(14 + 2[ ij,3 1a[3’+d(2 _2d1 af d][)’y) Tij,4(di(,:1 dj(lﬁ)y)] ’ (3.16)
f
where rules hold for arbitrary values of u; and not only up to
first order in @; —ui%".
2 Gk + 1 (3.17) Before we start to discuss these results we want to

are the expressions for these coefficients as obtained
within the sharp-kink approximation.® 1In -order to
present these results in the compact form of Eqgs.
(3.14)—(3.17) we have introduced the following abbrevia-
tions:

Ty =pia=Pip)Pjp— Py tijk (3.18)
and [compare Eqgs. (2.36) and (2.37)]
d,{'g— - J 7z 8pi(2) (3.19)
Lv

where n=1,2; i = 4,B; and (x,v)=(a,B),(3,7)
As in Eq. (2.30) the explicit form of the first term in
Eq. (3.13), which describes complete wetting, is correct

up to first order in &, —ug%". We omitted again the
lengthy terms whlch are nonlinear in [; ,u. and

which are also linear in l Therefore in this first term in
Eq. (3.13) p; o piy» dilp and dj, are taken at coex-
istence u; =fi;. By construction p; 5 is always evaluated
at u; =@;. In deriving this first term in Eq. (3.13) we used
the fact that on the triple line both p; ,5(z) and p; g,(2),
which enter the trial function in Eq. (3.12), fulfill Eq.
(3.8).

The dependence of the coefficients a;, on u; turns out
to be analogous to that in the one-component case. In
their common prefactor (p; ,—p; g)p;3—p;,) both p;,
and p, , are taken at their actual value at a-y coexistence
but off the triple line, whereas p; g is taken at the triple
line by construction. It turns out that all the other quan-
tities d/") have to be taken at the triple line fi;. These

IKV

make two remarks. First, in the appropriate limit Egs.
(3.14)-(3.16) reduce to the results obtained previously
within the soft-kink approximation [see Egs. (3.9)-(3.12)
in Ref. 9, and Ref. 35]. Note that in that version of the
soft-kink approximation, which has been applied in Ref.
9 for the case of binary liquid mixtures, the density
profiles have been taken to vary hnearly around their
centers. For such profiles d,‘ }z)ﬂ_O d;p iy , so that in this
case a;=ay’ in accordance with Eq (3 10) in Ref. 9.
However, as Eq. (3.15) shows one has a;#a%” and the
difference is determined by the symmetric part of the free
interface profiles around their center. In addition, our
present approach predicts terms ~/ °In/ [see Eq. (3.13)]
which are missed both by the sharp- and soft-kink ap-
proximation (see Refs. 8 and 9). Second, also in the ap-
propriate limit Egs. (3.13)-(3.19) reduce to the results for
wetting of a wall by a one-component fluid [see Egs.
(2.30)-(2.37)]. In order to achieve this reduction one has
to make the following identifications; a denotes wall,
B denotes liquid, y denotes gas, p4,=pPy,>
Pap=Pay=PBa=0, PB=Pi Pry=Pg 144(2)=0,
t 5(2)=V(2), tgp(z)=t(z), and G 4(z)=0. In addition,
the expressions for p;., ,(z) must be identified properly.
Note that—as it must be in the grand canonical
ensemble —Eq. (3.13) displays explicitly the obvious sym-
metry @,,(l)=o,,(l). Furthermore, by exploiting the
Clausius-Clapeyron equation for binary liquid mixtures at
the a-y coexistence line for constant T (see Fig. 5) one
finds that the coefficient multiplying / in Eq. (3.13) van-
ishes ~ (T cgp— T)P for T— Tcgp.

As discussed in detail in Appendix A the values of d%),
depend on the definition of what we call the thickness / of
the wetting film. Accordingly one obtains different
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effective interface potentials; however, such quantities
like the value of T, and the locus of the separatrix be-
tween first- and second-order interfacial wetting transi-
tions must be independent of these different possible
definitions of /. In the case of wetting of a wall by a one-
component fluid the thickness / is fixed by selecting a cer-
tain point z* of the wall-gas interface profile, e.g., by re-
quiring p,.(z=z*)=(p,+p,)/2. Then we have z*
which also fixes the value of dj)'’ according to our con-
struction scheme of the eﬁ‘ectlve interface potential. d,(g”
is the only quantity which reflects and proliferates a
specific choice of definition for /. Once d,(g” has been fixed
this way, d;?’ is uniquely determined [see Eq. (2.37)]. The
presence of the wall fixes the coordinate z=0 so that /
can be naturally defined by selecting a single point z*
based on a certain requirement for a single density profile.
However, in the case of interfacial wetting in binary
liquid mixtures the definition of / requires the selection of
two points, z 55 and z,, where each of them is a charac-
teristic point of the emerging a-3 and -y interface, re-
spectively, which are both described by pairs of density
profiles, p,(z) and pg(z). As an example, if
Pa; ay( = :B)~(pA,a+PA,B)/2 and pB;aB(z zgﬂ)
=(ppatps B)/Z one can define z3p as
*’I—(zaﬂ +za,3)/2 The analogous procedure on the
side of the emergmg B—y interface of the wetting film
leads to a point z (z,j.y +zﬁy )/2 so that according to
this definition II—z"‘j,I ——z;';BI Other possibilities consist
in choosing ziy'=z/; and zp" '—zé‘y so that
In=zp" —z4", or 28" =225 and 2}, =z} leading to
Iy;- One can also choose mixed deﬁmtlons like, e.g.,
Iy =z} —z%3™. There is an arbitrarily large number of
possible deﬁmtlons It is helpful to keep in mind that
P 4;a,,(2) and p,, ,(z) represent a pair of solutions to the
system of coupled integral equations in Eq. (3.8), so that
the relative positions of the A-density profiles and B-
density profiles are always fixed. Thus each definition
v=LIl, ... for [ depends on a pair of definitions (v,,v,)
for selecting z35 and zj,, respectively. According to our
construction scheme for the effective interface potentlal
[see Eq. 3 11)] these definitions fix the values of d}
d }glzlﬁ, d!} 57, and df /37 and (therewith also those of d, oB
and d; ,3’7, ). According to our above remark about the rel-
ative positions of the density profiles only two of the

above quantities are independent: (d' 4, avl d' 4 Byz)

(dpap’s dppn?)s (dynss dppi®), or (d;‘;,;', d;‘};?)
parametrizes one and the same definition (v,,v,); in each
case the other two corresponding quantities are fixed.
Within our approach for calculating the effective inter-
face potential the change from a definition u to a

definition v  has the following implications
[i=4,B;(k,A)=(a,B),(B,7)]:
z e =zt b Az, (3.20)
1,=1,—Az,5+Azg, , (3.21)
di " =d " —Az,, (3.22)

and
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(2),v, (2),p,

dl',KA’, _dz KA (3.23)

where a=1 for (x,A)=(a,) and a=2 for (x,A)=(B,y).
Since the surface free energy of a given density
configuration p;;,, ,(z) does not depend on how the thick-
ness of its wetting layer is defined, one must have
A)=a,(l,) or o, (D=w,(l +Az,3—Azg,). By using
Egs. (3.20)-(3.23) it is straightforward to check that Egs.
(3.13)-(3.19) fulfill this requirement. This represents a
highly nontrivial check for the validity of our formulas.
In analogy to Egs. (A1) and (A2) we are able to cast
o,(1) in such a form that its dependence on v becomes ex-

plicit, leavmg one thh a deﬁnmon -independent potential

(1),
—28z,4d; 0" Az ),

a(l). With T, ~1+d ,;ZZ—dA o5 one has at the triple
line w (1)=& ( 1,), w1th &(1) independent of v, where
4
ah= 3 al *+o0u*ml), (3.24)
k=2
with @, =a,,
_a3 + z ]3AU N (3-25)
and
a;= ‘°)+2§; i3 ,]+2 T;.A; (3.26)

The advantage of representing w(/) in terms of &(/) is
that Eqgs. (3.24)-(3.26) show explicitly how the effective
interface potentials depends on invariant (i.e., indepen-
dent of v) lengths A and products of lengths T, ;j» which
are inherent propertles of the free a-3 and B-y interface
profiles. We find

A= (3.27)
5a/:‘,1 BaB,l—SBy,l
and
r= ’Saﬂlz_‘_sm’z NG (3.28)
84531 8py,2 Bap3t8p,,3728,5185, 1 ’
where («k,A)=(a,3),(B,y
8,1 = b —d ' » (3.29)
8ir2=d G — @), (3.30)
and
83 =dgm +(d\ ) —2d ' adil, (3.31)

By using Egs. (3.22) and (3.23) one can easily check that
8,,15 84,2 and 8,; ; are indeed independent from w.
Thus the asymptotic behavior of the effective interface
potential for large / is  controlled by the matrices T [see
Egs. (3.5) and (3.18)], A and I. The matrix elements of A
and I' are determined by invariant, i.e., intrinsic zeroth
and first, respectively, moments of the free a-8 and B-y
interface profiles [see Egs. (3.19) and (3.29)—-(3.31)].
According to our remark before Eq. (3.20) there are
basically four possibilities for parametrizing the effec-
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tive mterface potentlal For example, with

I,= +dB/3 —dB 3ﬁ one obtains w,(I)=&(I/ =I,,) where
a=a,l~ +a3 +a4l *+0(17°Inl) with a@,=a,,
53:0(30)+ 21,] I_],3Al,j7 C.,
85, 1—0 -8
- By,1 ap, 1 ap, 1
A= . (3.32)

With Egs. (3.27) and (3.32) one finds @3 =a;—2A,,4a,.
This shows explicitly that although @(/)#&(l) both func-
tions render the same predictions concerning the physical
properties of the system: @,(T=T,)=0=a,(T=T,),
a5(T,)=a,(T,); similarly, @,(T,)=a,(T,) if a,(T,)
happens to vanish for certain interaction parameters.
Thus, as it must be, the value of T, which is the wetting
transition temperature in case of critical wetting, the
separatrix between first and second-order wetting, which
is defined by @,(7,,)=0, as well as the separatrix between
second- and third-order wetting, which is defined by
a3(T,)=a4(T,)=0, are determined uniquely.

Fmally we want to discuss briefly the complete wetting
term in our expression Eq. (3.13) for the effective inter-
face potential. This term can be written as

21’ (& —,u(

Whereas the /-dependent piece of this expression is ex-
plicitly invariant, there is a constant term-—with respect
to /| —which vanishes ~[i; ,u(a :7) upon approaching the
triple line but which depends on our choice for defining
the effective interface potential. In the one-component
case this feature does not show up in the corresponding
term linear in Ay because d\} is a fixed quantity [see Eq.
(2.30)]. However, let us mention that those complete wet-
ting terms, which are nonlinear in Ay and which have
been omitted in Eq. (2.30), exhibit a similar feature as the
aforementioned term in Eq. (3.13) concerning the depen-
dence on the choice v. Thus in the case of interfacial
wetting this feature is more acute than in the one-
component case. However, it is without consequences as
far as the equilibrium thickness of the wetting film is con-
cerned because these problematic terms drop out upon
minimizing w(/). For that reason we do not pursue this
point further. We blame our poor choice of the trial
functions off coexistence for this unwanted feature be-
cause they exhibit discontinuities [see Egs. (2.28) and
(3.12)] which become larger further away from coex-
istence. We expect .this—in principle unwanted
feature—to disappear for a more sophisticated choice of
trial functions as far as complete wetting is concerned.

At the end of this subsection we want to discuss the
physical implications of the results presented above. Our
first observation is that the leading coefficient a, turns
out to be the same as the one obtained within the sharp-
kink approximation. This means that the transition tem-
perature T, for critical wetting, a,(7T=T,)=0, can be
determined from the temperature dependence along the
triple line of those six bulk densities, which characterize
the three coexisting phases, and from the leading term of
each interaction potential. In order to underscore this
statement further, one could study in addition the

)[(ptﬁ sz)l +(pta ply zaB ]
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influence of the extra tails as in Sec. IIE. In face of the
complexity of such calculations we refrained to do so in
the case of binary liquid mixtures. However, since the
one-component case must be included in the binary case
[see the second paragraph after Eq. (3.19)] and since in
the former case the incorporation of these extra tails did
not change the coefficients a,, a3, and a, at all [see Egs.
(2.51)-(2.53)], we have no reason to suspect that in the
binary case these extra tails would change the expressions
in Egs. (3.14)-(3.16). Thus, as in the one-component case
we regard Egs. (3.14)-(3.16) to be valid exactly. This
lends additional reliability to the work performed in Ref.
14 whose analysis is based on the expression for a, as
given in Egs. (3.14) and (3.17).

In the one-component case T, marks not only the wet-
ting transition temperature for the wall-gas interface but
also that temperature at which the wall-liquid interface
structure undergoes a qualitative change [see Eq. (2.19)].
Thus the question arises whether the condition
a,(T,)=0 leads to a similar statement for the interface
proﬁles in binary liquid systems. Indeed, the condition
> T;;,3=0 leads to certain restrictions on weighted
sums over i for the van der Waals amplitudes A(k’”’
However, in contrast to the one-component case, the
complicated formulas in Eq. (3.9) did not allow us to ex-
tract a simple interpretation of these restrictions.

As already stated above the value at T=T, of the
coefficient a;(T) for the next-to-leading order term in the
effective interface potential determines the order of the
wetting transition. If a3(T, )> 0, critical wetting occurs,
whereas there is first-order wetting if a4(7,,)<0.! In or-
der to discuss our predictions for the order of interfacial
wetting it is useful to compare them with the correspond-
ing ones for the wetting of a wall in the particular case
that all particles interact according to Lennard-Jones po-
tentials and that the wall is a homogeneous medium.
This means that 1,=u,=0 and ¢;;,=0. In this case one
obtains in the one-component system a3(T )
= —p;Apt;dS}. By neglecting that contribution to d\},
which stems from z >z, [see Fig. 1(a)], Kroll and Meis-
ter!” assumed that d\} is temperature independent and
basically given by the sum of the atomic radii of the sub-
strate and fluid atoms, respectively, and therefore it is a
positive quantity. This would imply that a;(7T,,) <O and
the wetting of a wall in Lennard-Jones systems would be
always first order due to this excluded volume effect near
the wall. However, as can be seen in Fig. 1(a), even for
pure Lennard-Jones systems it is by no means obvious
that d}’ is always a positive quantity, so that even in this
case critical wetting is conceivable. Furthermore, as em-
phasized in Ref. 8, for real substrates there are many
correction terms to the leading behavior of the substrate
potential (e.g., induced by the layered structure of the
substrate) so that in general u,50. Thus for a Lennard-
Jones fluid a3(T,)=Ap(ip,u,—p,t;d.}). Consequent-
ly, the order of the wetting transition depends delicately
on the external parameter u, introduced by the presence
of the wall.

In Ref. 17 Kroll and Meister, without an explicit calcu-
lation, speculated also about the order of interfacial wet-
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ting in binary liquid mixtures. They presented arguments
that in a fluid system the effective pair interactions decay
~r %+0(r~8%) for large separations r. This implies
t;,4=0. Therefore one can argue that, in contrast to the
case of wetting of a wall, where u,70, the corresponding
quantities ¢;, in the binary liquid mixture are zero by
reasons of symmetry and due to the fast rotations of the
molecules.!” Kroll and Meister continued their line of
arguments by stating correctly that the absence of a hard
wall in the case of interfacial wetting leads to the absence
of the packing effects close to the wall—which are the ul-
timate reason for the nonzero excluded volume d\})—
because in this case all interfacial profiles are smooth and
monotonic. Thus Kroll and Meister drew the reasonable
conclusion that for interfacial wetting there is no exclud-
ed volume effect. Because they regarded this excluded
volume as an obstacle for the occurrence of critical wet-
ting [which is, however, according to our results not
necessarily the case (see our remarks above)] their final
conclusion was that critical wetting is more likely to
occur in a binary liquid mixture than for the wetting of a
wall.

We are now in the position to check this expectation
against our explicit analytic results. For pure Lennard-
Jones systems we have a{”’=0 so that in this case

a3(T,)=08,31(Tp 43+ Tpp3)—8p, (T 453+ Tpp3) .
(3.33)

Note that all quantities on the right-hand side of Eq.
(3.33) depend on temperature; here they are evaluated at
T=T,, which is defined implicitly by 3,;; 7T;;3=0.
Therefore we arrive at the surprising result that the
lengths 8,5 ; and 8, ; have the same meaning for interfa-
cial wetting as the length d}’ for wetting of a wall.

Based on the definitions for these lengths in Egs. (3.29)
we can therefore state the following conclusion: The
differences between the zeroth moments of the A-density
profile and the B-density profile of the free a-8 and B-y
interface, respectively, play the same role as the excluded
volume effect for wetting of a wall. This astonishing re-
sult contradicts the expectations of Kroll and Meister!’
and demonstrates the importance of describing interfacial
wetting by two density profiles. In a one-density theory
these lengths 8,5 ; and 84, ; would be zero and one would
expect a multicritical wetting transition.

Of course one would now be interested in obtaining
quantitative results for @,(T,,) for specific systems in or-
der to predict their corresponding order of the wetting
transition. However, the lengths 8,5 and 8, ; are not
accessible to analytic calculations. Therefore we post-
pone this necessarily numerical work to a future study.
In any case our analysis shows the remarkable feature
that both the transition temperature for critical interfacial
wetting and the separatrix between first- and second-
order wetting are determined completely by the bulk den-
sities along the triple line, by the leading term of each in-
teraction potential, and by certain zeroth moments of the
emerging free interfaces.

Finally, as already stated in Sec. II D, close to T, the

effective interface potential for binary liquid mixtures ex-
hibits the same features as the one for wetting of a wall;
this becomes transparent by switching to the new vari-
ables M (z)=p 4(z)—pp(z) and Q(2)=p 4(z)+pp(z) (see
Ref. 14). Therefore our discussion in Sec. II D, which is
concerned with the effect of the vicinity of a critical point
on wetting transitions, carries over to the present case if
the interfacial wetting transition 7, happens to occur
close to the critical end point Tgp. This is relevant for
analyzing the experimental findings reported in Ref. 29;
the corresponding discussion is presented in Sec. II D.

IV. SUMMARY

We have analytically studied wetting transitions of the
wall-gas interface in a one-component fluid as well as in-
terfacial wetting in binary liquid mixtures. We have paid
particular attention to the consequences of the power-law
decay of the intermolecular interactions and the resulting
presence of van der Waals tails in the density profiles.
Inter alia we have obtained the following results.

(1) We have reanalyzed the asymptotic behavior of the
wall-liquid, liquid-gas, and wall-gas interface profiles in
the one-component fluid (see Secs. II B and II C as well as
Fig. 1). We have discussed their behavior and demon-
strated the irrelevance of van der Waals tails close to cri-
ticality (end of Sec. II D). In addition, we have presented
the corresponding formulas for the three possible fluid in-
terface structures in binary liquid mixtures (Sec. III B).

(2) At a continuous wetting transition of a wall-gas in-
terface, which takes place on the gas side of the coex-
istence curve, i.e., Ug , also the wall-liquid interface on
the liquid side ug of the coexistence curve undergoes a
qualitative change: below T, the wall-liquid interface
profile approaches its bulk value p, from below and above
T, from above (Sec. II B and Fig. 2).

(3) The asymptotic behavior of the effective interface
potential for large thicknesses / of the wetting film has
been determined analytically by taking into account all
aspects of the spatial variations of the density profiles
[Secs. IID, IIE, and IIIC, in particular Egs.
(2.29)—(2.35) and Egs. (3.13)-(3.17)].

(4) We have explored the variety of possible definitions
of effective interface potentials. We have shown that all
of them lead to identical predictions for the intrinsic
physical properties of the system under consideration
(Appendix A and Sec. III C).

(5) The first three expansion coefficients of the effective
interface potential can be expressed completely in terms
of the leading behavior of the interaction potentials, the
bulk densities, and certain moments of the emerging free
interfaces. Consequently these data also determine the
transition temperature for critical wetting and the separa-
trices between first-, second-, and third-order wetting
transitions (Secs. II D, ITE, and III C).

(6) The fourth term in the effective interface potential
involves the logarithm of the thickness of the wetting film
[Egs. (2.30) and (3.13)].

(7) The distortion of the actual interface profiles con-
taining a wetting film of finite thickness / compared with
those following from a suitable superposition of the em-
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erging free interfaces does not affect the first three terms
of the effective interface potential (Sec. I1 E).

(8) In the one-component case the presence of the wall
leads to an excluded volume effect, which—together with
the first correction term to the leading behavior of the
substrate potential—determines the order of the wetting
transition. The excluded volume effect is determined by
the zeroth moment of the wall-liquid interface profile and
exhibits a pronounced temperature dependence, in partic-
ular close to T,, due to the effect of critical adsorption.
Its sign depends in integrated form on all details of the
microscopic interaction potentials (Sec. II D).

(9) In the case of interfacial wetting in binary liquid
mixtures the differences between the zeroth moments of
an A-particle density profile and the B-particle density
profile of the two emerging free interfaces, respectively,
play the same role as the excluded volume effect for wet-
ting a wall. Due to the absence of the first correction
terms ~r ' in the microscopic interactions in binary
liquid mixtures, here this quasiexcluded volume effect has
even stronger repercussions on the order of the wetting
transition than in the case of wetting a wall (Sec. III C).

(10) Intrinsic moments of the free interface profiles
enter into the expressions for all the terms in the effective
interface potential [Egs. (2.30) and (3.13)] with the excep-
tion of the Hamaker constant.

(11) The asymptotic power-law singularity for continu-
ous wetting is confined to a critical temperature interval
which is proportional to 7. —T,,. Therefore, if the wet-
ting transition happens to occur close to 7, the detection
of its corresponding asymptotic thermal singularities be-
comes increasingly difficult. This prediction seems to
check with recent experimental findings (Sec. II D and
Fig. 4).

(12) Close to T, the effects of critical adsorption and
complete wetting compete. For T—T, the power-law
behavior I ~(Au) ! for complete wetting is confined to
a rapidly decreasing wedge Au <Au,~(T,—T)"%2, out-
side of which critical adsorption behavior with
I~(Ap)~%%2 prevails. This shows explicitly how the
van der Waals interactions, which lead to the (Au)~!/3
law, become irrelevant upon approaching 7T, compared
with the critical phenomena, which lead to the more
singular (Ap) %4 law (Sec. II D and Fig. 4).

APPENDIX A: VARIOUS DEFINITIONS
OF THE EFFECTIVE INTERFACE POTENTIAL

The results in Egs. (2.30)—(2.37) can be rewritten in the
following way:
w(l)

=a(D)=(uo— y+ z a1 *

u)Apl—p,d

+0 (T mh)
w1thl—l+d1g ,8,=a,,a;=a¥, and

a,=a) +3a,[d}’—(d)1] .

(A1)

(A2)

a,,aL,a? are uniquely specified, because dly, i=1,2,

are defined unambiguously. However, according to our
way of calculating w(/) [see Eq. (2.26)], the values of d}g')
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depend on the definition of what we denote as the thick-
ness / of the wetting layer for a given density profile p(z).
Let us now consider two arbitrary deﬁmtlons I and 1I
with the corresponding values [}, Iy, d,g » and d,g - As
explamed in Fig. 3 one has I;;=[/;+ Az Corresponding-

ly, d,gl is evaluated with p, (z) [see Eq. (2.37)] and d}g’)n

with pj 1(2)=p, (z +Az); pi,i’k(z) is the same for both.
A shift of the integration variable leads to the following

relations:

diln=djg 1 —Az (A3)
and

di2y =di2 —2Azdi}} +(Az) . (A4)
Thus Ty =1, +dj} =, +Az)+(d}}] —Az)=T so that T

is a thickness, which is independent of our definitions and
thus a well-defined property of a given density profile
p(z). Due to Egs. (A3) and (A4) the same is true for
d,(gZ)—-(d,(g”)z. Consequently, also @, in Eq. (A2) is well
specified and thus &(/) is independent from our choice of
defining /.

One possible definition of (large) / is that it gives the
distance between the wall and that point of the emerging
liquid-gas interface within p(z), which corresponds in the
limit / — oo to the position of the equimolar interface of
the free liquid-gas interface. For that definition of / one
has

dil,=0. (A5)
In this case we get (Au=p,—u, e stands for equimolar)
a®
a)e(le)zA,LL(Aple—'pld )+7+—IT

aif” +3a2d,(g2’)

T “+0(1,5Inl,) . (A6)

At this point we want to emphasize that for kK =4 the
coefficients A.?) in Eq. (2.23) depend on the definition of
the center of the free interface profile. In accordance
with our above notation one has 4}, =4,

A=A 340 Az, (A7)

and

AYh =40 +4 47 Az +6 4] (Az)? (A8B)

where the upper sign is valid for ¥ =/ and the lower sign
for y=g. Thus we obtain as invariant coefficients
A (y) — A (1/)

(A9)

AV=49+44PdP+6A47(dD)? (A10)

In the next step we determine the coverage I' for the
density profiles described by Egs. (2.26) and (2.28). One
obtains

= +dAp—pidiy +1,+I,+1, (A11)
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with
N — Al2
I, {, o Ml)dZ[sz(z) pils (A12)
I,= f( dz[G(2)—p,], (A13)
and
- K A
13:_[ 1+x(D+ (”dZ[plg(Z)—Pz]- (A14)

—

Equations (A12)-(A14) show that the coverage I is in-
variant in the above sense [i.e., it is the same for py(z,/)
and pH(z I +Az), which are identical profiles] if and only
if k(1)=R(T) and MI)= k(l) i.e., if these functions are
taken to depend only on the invariant thlckness

T=1 +d}}’ and on invariant_combinations of di’. If in
our trlal function we take A(7T— o0 )~T (H‘, e>0 as
mentioned in the main text, one has I,=0 (] ~*7¢).

J

1 - _ _ -
v L R e

—64 P31 —ry) "4 —4 4 Picgre(1—kq)

By using Eqgs. (A1), (A2), and (A15)-(A19) we are finally
able to express the effective interface potential in terms of
the coverage I' =1 Ap:

4
oD=a(l)=Aubpl+ 3, @l *+---, (A20)
k=2
with
a,=a,— Aulpy, , (A21)
a3 =, +2y48, — Aubp(ys+2y4r2) , (A22)

and
a,=08,+3y8,+3758, —Aulp(y,+ 37370+ 37,73) -
(A23)

Equations (A15)—(A23) show explicitly that @(7) is in-
variant, i.e., it is independent of any definition of / from
which we started to obtain @(1). It is interesting to com-
pare &(1) and @(1). The corresponding former expansion
coefficients @, k=2,3,4 [see Eq. (A2)], are determined
uniquely by the characteristics of the wall-liquid and the
liquid-gas interface profiles alone. At coexistence
(Ap=0) the same is true for the expansion coefficients a, .
However, off coexistence these coefficients depend, in ad-
dition, on the matching position for the wall-liquid and
liquid-gas interface profiles in order to form a smooth tri-
al function. (y,, ¥3, and y, depend on k, k,, and k, and
so do @,, @;, and @, for Au>0.) These dependences
should not be confused with the problem of having vari-
ous options for defining /. This reflects the fact that the
coverage I' does depend on this matching position [see
Eq. (A15)]. However, even off coexistence the detail of
matching, i.e., the function G (z) [see Eq. (2.26)], does not
influence the first four leading terms of the effective inter-
face potential (see Appendix B).
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Wwith R =k,I[1+x,] '+x,0l 2+0(I )] one finally
obtains from Egs. (A11)-(A14)
- I A 4 ~
I=—=T4+y,+ 3 yud *+---, (A15)
Ap k=2
with
P
YOZ—A_deE)II) N (A16)
1 _
7’2:__[Q(31)K02 P1—Kp) 7?1, (A17)
73———[Q‘” 0> =30V ki 2 — A (1—ko)
=34 Vrge(1—k9) T, (A18)
and
.;l\ (51)(1'_'(0)-4_42 gl)KoKz(l_Ko)A3
1. (A19)

In order to make our reasoning transparent let us sum-
marize the results of Appendix A. Generally speaking,
the effective interface potential w(l)+o,,+0, is the
minimum of Q[ {p(z)} ] under the restriction that p(z) ex-
hibits a wetting film with a prescribed thickness /. For /
there are several possible definitions, which we denote by
u. One can, e.g., require that Q[ {p(z)} ] is minimized un-
der the restriction that p(z=I)=(p,+p,)/2 or that
p''(z=1)=0, etc. This leads to various w#(l), which
differ from each other. If they have been determined ex-
actly, all those properties which follow from the unre-
stricted minimum of Q[ {p(z)}] (like T, the location of
separatrices, the minimum value itself, etc.) must be
reproduced by any (1), i.e., independent of p.

We calculate o,(/) approximately according to Eq.
(2.26), which means that for any of the aforementioned
possible definitions of / we have to find the corresponding
point z;; on the free liquid-gas interface and with that we
then enter into Eq. (2.26). If we have two definitions of /,
u and v, which for a given profile differ by Az(/),
l,=1,—Az(l), one must have quite generally
o, (D=w,(I —Az(])), because a given density profile
renders a well-defined value of Q[ {p(z)}] irrespective of
what thickness ! we assign to it. Because Az([) is not
known in advance, the various effective interface poten-
tials cannot easily be translated into each other. [In gen-
eral, the distance between those points where p''(z)=0
and p(z)=(p, +p;)/2, respectively, depends on [.] Ac-
cording to our spec1a1 way of calculating w(/) we obtain
various z¥=z%*—Az and with them dj}), =dj),+Az

,u
Here, Az does not depend on I. Combining this with the

general result above we arrive at /()=
+dj),—djg") so that mv(l—f—d,(gl,L):w#(l-i—d,(g”v) Furth-

ermore, due to Eq. (A1) we find that o (I)=&(] +d,gv)
where the function & is independent of v. Thus our expli-
cit results do satisfy the equation in the last but one sen-
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tence, which must hold on general grounds. In face of
the enormous length of the analytic calculations and the
complexity of the expressions involved this represents a
highly nontrivial consistency check.

Thus we find within our approximate expressions for
the various definitions of the effective interface potential
w#(l)=c?)(l+d}%f’i) that they are all parametrized by a
single length dlg,;)r Since they differ only by a shift of /
one can easily translate them into each other. Further-
more, this implies that all the properties of the minima of
@, (1) are the same for all . Thus all intrinsic properties
of the system (7T, separatrices, etc.) are also independent
of u. This can also be checked directly on the basis of
Eqgs. (2.30)—(2.35). Since the coverage I' is independent
from any definition of / we expect that if we derive the
effective interface potential as a function of I' from our
expression for (/) the dependence on y must drop out.
According to Egs. (A20)-(A23) this is indeed the case.
@(/) is equally suited as an effective interface potential as
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a)ﬂ(l); in @ one has an integral restriction on p(z),
whereas in ®, one has various local ones at z=1[. @(/)
clearly differs from w,,(/) but again as it must be they pre-
dict the same intrinsic properties of the system. This can

be checked on the basis of Egs. (A20)-A(23).

APPENDIX B: RELEVANCE OF THE MATCHING
CONDITIONS

According to Eq. (2.26) the trial function p(z,[;T)
matches smoothly the wall-liquid interface profile and the
liquid-gas interface profile. The transition region
wk(l)—A(l) <z <k(D)+A(l) induces a contribution dw to

A A
81:fﬁ)tdz[f;,(G(z,l),T)—f;,(p,,T)]——(p—wOp,)fﬁkdz[(;(z,l)_pl]

+%'f_k}\dzfj}\dz'@(lz _Z’|)[G(Z,l)‘_p[][G(Z',l)—‘pl] ,

53=f_kxdz[G(z,n—p,][(p,z}—pwu3)Kg3+Apt3(1—KO)‘3+KO—3Q‘3’>1<A—Z>~(1—K0)*3Ag“z(x+z)] ,

and
8= f_AAdZ[G(Z,U—pz] él 84,(2) ] , (B5)
with
84.1(2)=kKo ‘Ipita—puust3(pts—p,us3)zl,  (B6)
54,2(z)=(I—KO)_4Ap(z4~3t3z) , (B7)

84,3(2)=3Kq *pidui'ts (B8)

84,4(2)=—3(1—ky) *p/Apd}t; , (B9)
84.5(2)=Ky QY +300 1 (A—2), (B10)
846(2)=—(1—ky) M AL +31 41 (A+2), (BI)
84,7(2)=3xK QY f;izdz't(z’) , (B12)

and

the effective interface potential. With «(/— )
=Kol + -+ - it has the form
B(1)=8,+8,] "2+8;,1 3+8,0 4+ -+, (B1)
where
(B2)
(B3)
(B4)
f
8 = 3(1—r)"240 [~ "z .
45(2) (1—ky) 448 szdz t(z") (B13)

The continuity of p(z,/) and the presence of the van der
Waals tail in p,,(z) and of that on the liquid side of p,(z)
(see Fig. 3) require the following asymptotic / dependence
of G (z,1) for large I and for any fixed value A=A:

max, . (1G(z)—p ) ~177 . (B14)
Therefore one finds for large /
AD 73
’fﬁ)\u)dz[G(z,l)~p,] D3 (B15)

Along the same line of arguments it is straightforward
to check that if AMIl—o)~I 1T one has
S8w(l— o0 )~1"*"€ Thus for any €>0, a,, as, and a, do
not depend on the details of matching the wall-liquid and
the liquid-gas interface profile.
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