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Abstract. For a large class of 1 + 1 dimensional interfaces of the Solid-On-Solid
type we prove on a microscopic basis the validity of the Wulff construction and
of the generalized Young equation which gives the contact angle of a sessile drop
on a wall. Our proof relies on a new method to treat random walks with a finite
number of global constraints.

1. Introduction

Consider a phase 4 in a container, whose walls are partially wet by droplets of a
phase B. Although small, these droplets are macroscopic, and their contact angle
@ with the wall can be measured and studied as a function of temperature,
concentration or any other parameters. A transition from partial wetting to
complete wetting may occur, if the angle ® decreases down to zero, where a thin
film of the phase B separates the phase A from the wall.

It is well known that the contact angle @ is related to the surface tension g 44
and wall free energies g ,,0,, through Young’s equation (Young 1805). For
isotropic media, it reads

G 45COS O =04 — Ty . (1)

The study of droplets and wetting films is also important in metals and other
anisotropic media. There Young’s equation has to be modified. It takes the form [1]

. 0
o 45( 0, p)cos @ —sin @a—@‘O—AB(@> ©) =043 — Opy- )

Equation (2) is to be understood as follows: take a point anywhere on the
borderline of the droplet. This corresponds to a choice of a direction ¢ in the
plane of the wall. The contact angle & = ©(p) is then the angle of the wall with
the tangent plane to the droplet at the given point. The function g ,4(®, @) is the
A- B interfacial free energy per unit area of a flat A- B interface which would be
parallel to the given tangent plane. Equation (2) now may be solved to give the
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contact angle ©(¢) in terms of ¢ 45(.), 0 4w, gw. Alternatively, this equation may
be used to obtain information on the surface tension from measurements of the
contact angle.

In statistical mechanics, in order to obtain macroscopic droplets and well defined
contact angles, one must consider a statistical ensemble where the volume of one
or several droplets is fixed and large. One should then prove that the droplet profile
has relatively small fluctuations, and that the free energy is simply related to the
integral of the surface tension over the mean profile. The equation for the mean
profile, and the generalized Young equation (2), then follow by classical variational
methods similar to those which yield the Wulff construction for the equilibrium
shape of crystals [2,3]. The corresponding solutions may be obtained by a Wulff
construction. The above program has been performed in [1] for the special case
of the 1 + 1 dimensional Gaussian model: the wall is one dimensional (Z) and the
height of the interface above the wall is a real random function, with a Gaussian
distribution.

The present paper provides a proof of the Wulff construction and of the
generalized Young equation for general 1 + 1 dimensional models: the height of
the AB interface is a real random function, whose probability distribution comes
from a general nearest neighbour coupling.

The paper is organized as follows. Section 2 is devoted to the mathematical
question: “How to deal with random walks which are subject to a finite number
of global constraints?” The physical applications are given in Sects. 3 and 4: We
first study the shape of one droplet of length N and V ~ N? as N — oo; this shape
is shown to obey the Wulff construction. We then consider a random number of
droplets on a wall of length L, in a canonical ensemble where the total volume of
droplets is ¥ = AL* with A small. As L — oo, we prove that the volume concentrates
in one droplet, whose contact angle obeys the generalized Young equation (2).

2. Random Walks with Global Constraints

We consider one droplet of two dimensional volume V and length N~ V2 on a
wall; the shape of the droplet is given by (hg, hy,..., hy) with the constraints

N
ho=hy=0, h;>0, i=1...N—1, Yh=V (3)
0
The corresponding probability distribution is given by
N
Zyy eXP( =Y e(hi—h;_ 1)>5(ho)5( O(Zh;— V)| [ dh,, )
1

where
o] © © N
Zyy= g dhy g dhy - j dhyexp ( - Z e(h; —h; - 1))5(}10)5(}11\1)5(2}’1' = V)
0 1
and the coupling e(x) is a continuous even function strictly increasing for x >0,
and such that

lim x 7 te(x)= o0 (5a)

X w0
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or
lim x " 'e(x)=a, and
X > 0 Sb
lim sup (log x) ™ (e(x) — ayx) < . (50)

Examples for e(x) are |x| (continuous SOS model), x* (Gaussian), (1 + x?)!/2 (arc
length). Clearly the variables x;=h; — h;_, are only coupled through the cons-
traints. Omitting for the moment the constraints h; = 0, we get that the x;’s are
distributed according to

N
exp(—Ze(x,))é(in)é( (N —ix; — V)] ] dx
1

For this fixed length N, we would like to study first the most probable droplet
according to (4).

The difficulty is of course to take into account the constraints ) x; =0 and
Y (N —i)x; = V. Two main ideas will be used: first, the Dirac form of the constraints
allows us to introduce Lagrange multipliers in the Boltzmann factor, without
changing the probability distribution. This gives a guess for the mean shape of
the droplet, where each {x;) is obtained, independently of the other x;s, from the
energy function e(*) and from j, N, V. The second idea is to keep the adjusted
Lagrange multiplier and omit temporarily the Dirac constraints, and to use a
suitably generalized version of the local central limit Theorem (Lemma 4 in the
appendix). In this way, we obtain the joint probability distribution of any two
increments x; and x;, together with the appropriate constraint variables:

Ry =N"172% (x;—<{x;)),

i#j,j

Vip=N"12 3 (1-20/N)(x;— (x,))

i#j,j
Putting back the Dirac constraints yields the desired joint probability distribution
of y; and y;. This is the content of the following theorem:

Theorem 1. Let hg, hy,...,hy be real random variables distributed according to

~ N
z;,}vexp<—;e(hi - o) (zh~ )ndhi, ©
where

Zyn= j dhq y dhy-- [ dhy exp< el — by 1))5(h0)5(hN)6(2hi ),
- 1

and the coupling e(x) satisfies (5a) or (5b). Let
____j‘xe~e(x)+cxdx/j'e—e(x)+cxdx’ (7)

I(c) = j c't(c’)d (8)

and let ¢, be the solution of ¢~ 2I(c) = A
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Let V=/.N?. Then, as N— oo, the random variables h; —hy, hy —h,....,
hy — hy_, are asymptotically distributed according to

e ittt =D g — ), 9)
so that
(h,—lzj,1>N=t<<1—%)c;_)—FO(N”I),
Chyyy=N 25 tc)de + O(1), (10)
{hy = hyy); (hy (,lfi/)N;N—O(N Hoaf j#f,
<h,, h;>=0(N) Vjj, (11)

where () y is the mean value of - with respect to the probability distribution induced
by (6), and {-;-) denotes truncated expectation values.

Proof: We first replace (6) by the equivalent expression (thanks to the Dirac
measures):

2o 312 (D))
(3(2x,.)5<2<-];-~ i>xi - V>dei,

and we adjust ¢ so that the constraints will be satisfied in the average by the
decoupled measure (i.e. without constraints), whose expectations will be denoted
{Dolc). For any ¢, we have

N
(xjD0l0)= —<{xy-j20(c)20 for 0<j §5’
which implies

{Ex90(0)=0
Let us now consider the volume constraint:

N N
- Z i{x;)olc) Z <§'_i)<xi>0(c)

i=1

NP2 2c\ (2] N?
e SR )=

Remark that Iy(¢) is the Riemann sum approximation of I(c). Lemma 3 therefore
allows us to choose

|4 |4
Cy= C<W N) o~ C(W, oo> =c(4, )=y,

/
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so that

2
cyV
In(cy) = NZ
(For example, in the purely gaussian case, one finds ¢y = 6V/N2{x? »,(0)). Return-
ing to the general case, we see that this choice of ¢y gives moments {(x;)*>o(cy)
bounded uniformly in j and N, for any given k, and any given value of V/N?%. Now

let
2
tiv=<Xx;Dolcy) =t 1—N Cy ), Xj=Lliy+ Y

The y;’s are distributed according to
N N 21 )
exp ( - ;e(tm + )+ ;cN<1 - N)yi>5(2yi)é(21yi). (13)

We shall now use Lemma 4 (cf. Appendix) to estimate the fluctuations with the
constraints. For any given j, /' consider the 4 random variables

ViVis Ry=N"12 30y, Vy=N"12% <1_—“>
i#j,J i#j,j

We wish to apply Lemma 4 with Y, =(R;;, V;,), and we first compute the matrix
I',. We have

2, —e(ty,n +y)+(1—2j/N)cny
> _Jdyy?e
<J’j Yoley) = j‘dye—e(zﬂv-#y)+(l-Zj/N)zNy :

Since t;y = t((1 — 2j/N)cy), we may write

, .
paten = ((1-3 Jer ) =a((1-F e, ). (14
Therefore

5
Ry olen) =N T (3tdolen) =N"" ¥ q2<<1~-N—’>cN)

i#j,J I#j,j

W22y

~c1§1; N ¢ ((1-%> N>+O(N'l):c;l(gdc’qz(c’). (15)

Similarly

2i\?
<ij'>o(CN)=Nw1i;§j/<<l—Nl> yi2>

~a S (1= 2o ) 2 ((1- 3 Jeu ) o

~epd fc’zqz(c’)dc', (16)
0
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and, by symmetry,

Ry Vpien =N 2 ((1-30)32) en=00
15,5 0

where O(N 1) comes from i=N —j and i =N —j whose symmetric terms are

missing.

We have thus proven that the matrices I converge. In order to apply Lemma 4,
we can’t just take X,y = (y;, (1 — 2i/N)y;) which doesn’t have a density with respect
to the Lebesgue measure on R? (the ratio of the two components is fixed). Instead
we choose (for N even, but the proof is easily adapted to N odd):

Yot Yian2 i=23,...,N/2
Xy = 2\ 2 U
N <1_N>yi_ﬁyi+N/2 l#],],N—],N—],

Vit Visng T Vienz tVienn

Xin= 1_3 _2 _ 1_2(_j_i_N/_2_) V. ~<1_w>y_, R
N V1 Ny1+1v/2 N i £NJ2 N jEN2 ’

where the + or — signs are chosen so that 0 <j+ N2<Nand0<j + N/2<N.
The hypotheses of Lemma 4 are then easily verified, for any k and 6. We take
k =4, but discard the k =4 correction term into an O(N ~*). Incorporating the
constraints, we find that y; and y; have asymptotically a joint distribution
proportional to

e v . _ 2j 2]
oo e[ (- 2)))

e B NN g by
(L+NTVEPN T2y, NTH2y0)) + O(N 1),

where
N 2j
ej(yj)Ze(th+yj)_ l*ﬁ CnYjs

and a;, a; and b have a limit as N — oo, and P, is a quadratic polynomial whose
coefficients converge as N — co. This implies the desired estimates

Gy =0N"1, (yi>=0(1), <y;p;>=0WN"").

which proves (10) and (11) of Theorem 1, where O(N 1) also includes the error
due to the difference between ¢y and ¢, (Riemann sum approximation). The other
statements in the theorem follow easily. We now take into account the wall condi-
tion h; = 0:

Corollary. Under the hypotheses of Theorem 1, suppose that hy ---hy _ | are restricted
to be positive and denote the corresponding expectation values by { )y o Then
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Ja, b, { >0 such that

|<hj—hj—1>1v,h>o‘“<hj‘hj—1>1v|<O(N_1)+a'exp(_bMin(j,N"j))
and ~
Zyn/Zyy—C as N-oo.

Remark. Brownian motion conditioned to be positive has been studied in particular
in [7]. The present Corollary deals with a rather different situation, because the
volume constraint by itself tends to push the walk away from the wall.

Proof. The method of proof is adapted from [1] (Gaussian model). Let

_ 1 if k>0 1
Xni>0 = 0 if h<0 Kno<o= 1= Xn>o0>

{n= <HX;.,>0> = ZV.N/ZV,Na (= <HX"‘>°>O(CN)'
l N i

Since ($ is associated to a random walk with independent steps, we know
that

(3—={>0 as N-oo.
Let us now prove the following lemma:
Lemma 1. 3b> 0 such that VN, i with 1 Si< N —1,

(tn<orn S exp(—bMin(i, N —i)).
Proof. We begin as usual (e.g. [6], p. 52):
{tncoon S exp(—thy) )y =exp(— t<hi>o(CN))'<exP<_ tg)’j>> .

N

i
We then study )’ y; together with the constraint variables as in Theorem 1, and
1

obtain

<exp< - tiyj>> <exp((byt/N + byt>)Min (i, N — i),

from which the lemma follows by an optimal choice of t. For any Ny« N, we
then have

i N—No+ No

No—1 N-1 N—-No
CN=< H Xn>0° H 1)Ch,>o' H (1_Xh,-so)>
N

No—1 N-1 N—No
z H An>0" H >0 - Z <Xh,gO>N
i N—No+1 N No

No- 1 Nt 2exp(—bN
§< H Zhi>o0 Xh1>0> *“__—p(“—_‘o—)‘
i N-No+1 n l—exp(—b)

We want to prove {y— (. Given ¢ >0, we fix N, so that the last term is less than
¢/2. Because N, is fixed, we can again apply the method of Theorem 1 to show
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that the first term equals the same in the measure {-)y(cy), plus an error O(N,/N).
This proves the second half of the corollary. Similarly we have

N-1
/ h _h n Xh,>0> <Yj H Xh>o>
\_,_ N_gog N
-1 N N-1 >
< H Xh;>0> < I1 Xn, >o>
1 N
so that

|<hj"‘ hj—1>N,h>o“<l’1}“1’1j—1>1~1|§O(N-1)‘+'O(exp(‘bNo))"‘C:G1

No—1
—<yj III Xn>0" l—_[ X};l>0> .

N -No+1

<hj - hj-1>N,h>0 =

Given any ¢ > 0, we should prove that this is less than
Nt +c,exp(—bj)+¢

for all j and N with j< N/2. We fix N, so that O(exp(—bN,)) <e Then we
analyze the last term in the measure (- ),(cy) together with the constraint variables
as in Theorem 1. If Ny <j < N — N,, this last term is O(N ). If j < N, then we
get an estimate a-exp(— bj) in the measure {-),(cy) plus an error O(N ") from
the constraints. This concludes the proof of the Corollary.

3. The Wulff Construction

We now present in this section how the previous ideas and results may be used
to establish the validity of the Wulff construction for a single droplet of length N
and “volume” V = AIN?Z,

Let us indeed estimate the partition function

- + + N
Zyn= _f dhg - _f dhy exp< - ;e(hi —h;_ 1))6(h0)5(hN)5(2hi -V)

=28.N(CN)<5<Z.VL‘>5<Z<1 “’]2(;>Y;>> (en) (17
i 0

where cy = ¢, has been defined after Eq. (12). Using Theorem 1, we get
log Zy y =log Z} y(cy) + O(log N), (18)

and the decoupled partition function may be calculated:
N 0 2i
log Z9 nley) = z og? 1_ﬁ Cy (19)

ZO(C) — fe—e(t(c)+y)+cydy.

tan (i) = t<<1 —%)c,v),

with

Denoting
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and comparing with [ 1, Theorem 17, we see that

~0 2i\ \_045(00)
—logz ((1 ﬂﬁ>c,\,)—m, (20)

\

and therefore asymptotically

~ N
“logZ} vle) = [ ol O) o= [ au(@W)dl

Using the Corollary to relate Z, y and 7 v.N» We thus have:

Theorem 2. Let hy---hy be real random variables distributed according to

Z;zlv €Xp ( - ie(hi —h;_ 1))5(h0)5(hzv)5<zhi - V>Hdhi’

where Zy, y is a normalization factor and V = AN?. If e(") verifies hypothesis (5a) or
(5b), then

1
N

1 log N
N“logZV.N: I£BGAB(@(I))dl+ 0< N >,
where I ,p is the mean profile.

This additivity of the free energy associated to the interface AB is a central
result in our analysis. It will be an essential ingredient in order to establish the
microscopic validity of the Wulff construction.

Proposition 1. Let a sessile drop on a wall be described by hy---hy real random
variables distributed according to

N

Zy exp( - Z e(h; — h; - 1)>5(ho)5(h1v)5(z h; — V> Hdhi,

where Zy, y is a normalization factor and V = AN?. If e(-) verifies hypothesis (5a) or
(5b) then the mean profile of the droplet verifies asymptotically as N — oo

d d ﬁoAB(@(x))_cst
dx dtan @(x) cos O(x)

which is the shape of the droplet corresponding to the Wulff construction.

Proof. As N — oo, we have

P 45(O(x)) (i o
L S _1 e(f[ (1 2"’”1‘.]+v")+(1 2*‘)”).yd
cos (O(x)) ogfe v

where ¢, has been defined after Eq. (8) and
tan O(x) = t[ (1 — 2x)c, ]
By integration by parts, we get

d  po.p(OK)
dtan ©(x) cos O(x)

= (1 —2x)c;,
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which leads therefore to

j_ d Po 45(O(x))
dx dtan ©(x) cos O(x)

= —2c;.

That this equation corresponds to the Wulff construction may be shown by
a simple variational calculation with constraint [2,3]. [

Proposition 2. Let a sessile drop on a wall be described by hy---hy (N =2) real
random variables distributed according to

N
=, 1e*‘“"BW""“"’)Nexp< — > e(h;—h;_ 1))5(h0)(5(h,\,)6<z h; — V)Hdhi,
1 7 i

where

= e_ﬁ(UBW"UAW)NZVyN.

N>2

If e() verifies hypothesis (5a) or (5b), then the contact angle O of the droplet verifies
asymptotically as V — oo the generalized Y oung equation:

Vv

d
c0s @0 ,45(0,) —sin O -l%

=0 w — Opw- 21)
= 6o

Proof. The contact angle @, for a given N is given by

tg®, = t(c)
where ¢ satisfies
Ie)y V
A

and N is to be optimized. Let us now compute the left-hand side of (21). We get

. do g
fcos Oy 0,5(0,)— fsin O 16

— _logje—e(tan @O+y)+cydy+5[((!).
&

On the other hand, the most probable length N of the droplet verifies asymptotically

d d
Bloaw —apy) = = -logZy v~ — d—NN(f)log zo((1 = 2x)cy)dx.

We now use
d d dey Vo1 Ly
dvclogzo(c)-— _CEE[(C)’ N~ 2cN<2W—§t(cN)> e
1
fe((1 = 2x)cy)xdx = —lz,
0 N

together with integration by parts, to obtain:

jlog 2o((1 — 2x)cy)dx = log zo(cy) + cxlt(cy) — 4V/N?)
0
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and

d 1
— N [log zo((1 — 2x)cy)dx = log zo(cy) + cytlcy)s
dN %
so that the optimal N, or equivalently the optimal ¢, will verify

B(o aw — 0pw) = —log < | e'““‘“”"’”"dx) + ct(c).

This equation gives us the value of ¢, let us denote it ¢*, which corresponds to
the most probable length N. For this droplet, we get the desired equation

=0 4w — Opw-

: d
cos B0 ,45(O,) —sin O, Zlb:GAB(@)

o8

Along the same line of reasoning, one can check that this most probable length
for the droplet is characterized by relative fluctuations which go to zero as the
droplet becomes macroscopic.

This concludes our analysis of one sessile droplet on a wall. It remains to show
that a gas of droplets will concentrate into one macroscopic droplet. This is the
content of the next section.

4. A Gas of Droplets and the Generalized Young Equation

We consider an interface above a wall, hg=0, h; =0,...,h;=20.--h; = 0. Phase
A is above the interface and phase B is between the interface and the wall h = 0.
The energy cost of the interface is chosen as

L
;J;ﬁ]e hi-1))

with e(x) as before, and ¢(0)=0 so that J, is the energy per unit length of a
horizontal interface. The interaction energy of the wall with phases 4 and B is
taken respectively as J . and Jgy per unit length. The corresponding Boltzmann
factor at inverse temperature f§ is then

eXP{-—ﬁZ(JrFJ e(h; — by }ﬂ(exp — B gw) + o(h) exp (B(J 5 — J q)))-

We wish to describe a situation where phases 4 and B are in coexistence: 4
occupies the main part of the bulk, but phase B, along the wall of length L, also
occupies a macroscopic “volume” (area) AL?* with 1 small. We thus have a canonical
constraint

L
V=Y h=iI2
0]

The question is the number, size and shape of droplets of the phase B on the wall.
A droplet of length | and volume v is defined by a piece of interface

h,=0, h>0, x<i<x+! h,,=0,
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with

x+l

2 hi=

i=x
As L— oo with ¥V = AL?, we shall prove that the bulk of phase B is concentrated
in one droplet, the remainder of the wall being unaffected by the volume constraint.

Let

EV,L:EdhO.- Idh SV — Sh)3(ho)S(hy).
~exp{ Bi (Jo+ Jye(h; hl—1))}

H lexp (— B pw) + d(h)exp (BT, — Jaw)) |-
We have

9]

yo=e N {dy - dv, 6V — Zv,)

nx1 O<xy<y1<-<xp<yn<L

1
n e—[l(lz*‘JBW—JAW)()’p*xp*1)Z
) VpaYp ~ Xp?
p=

where x, and y, denote the first and last point of the p’th droplet and

ZU,,=jdhO---jdh,5< Zh) ho)o(h )exp( BJ, Z (h; — h;_ >
0 0
We shall call a droplet “large” when its length [ and volume v satisfy

;> (log L)' ™,

where ¢ >0 is fixed. We then have:

Proposition 3. As L— oo with V = AL2, the probability that there is more than one
large droplet is less than exp (—4(log L)' *9).

Proof. Let V,and L, be the total volume of the large droplets, and n, their number.
Let

=no

where 5}°; is defined as the contribution with n, large droplets. We have

= Z deodeded(V —Vo—Vi— Vz)Eg,,L,'ZVO,LO'EtO/z,LZ

L=Li+Lo+tL2

Ey o<t Y [dVodV, dV,0(V — Vo — V= V,).

L=Li+Lo+L>

B fdvyido,d(Vo—Zv,) Y HZ,,p‘,I,'E?,LLz.

Lo=Zl,

—
=1
_

1
V,L

The factor [*~! bounds the number of possible positions of the large droplets. The
strict inequality comes from the fact that £ ; -Z7,, overestimates the contri-



Microscopic Validity of the Wulff Construction 413

bution of the small drops: L; + L, is in fact cut into n + 1 rather than 2 pieces, which
reduces the configuration space (the factor L'~ and the sum over [, ---/, have
already taken care of the choice of the position of n — 1 intermediate intervals).

Lemma 2. Let ZV,L be defined as in (17). Then 3a >0, b > 0 such that Vv =0, 1= 2,
we have

-1 1log~ aF—bl Hog (I).

Proof. Our hypothesis for e(x) 1mply
e(x)>dlx|—=b" Vx.
Using half of e(x) to bound the integration over the h’s and keeping the other half, we
get
Z,, <cstlexp(—3fJ a Inf Z|x;)),

where the infimum is taken over the configurations satisfying the volume constraint.
This infimum is achieved for a rectangular droplet, and therefore

U
x| = 7
which implies

~

— 1" 'log =
ogZ

— cst.
0.1

This establishes the lemma for v/l* large or for | small. We now consider
- oo with v/I* bounded; we can then use Theorem 2, (see also (18)), which can
be written as follows:

1 YogZ,, = ost + f<%> +0(" 'logl)
with
| \
fG)= =5 | dulogZofuc;) +log %,(0) 22)
S5

3o(c) = vfe—lihe(t(c)ﬂ)ﬂydy.

and c¢; and #(c) were defined in (7), (8). We then get

1

1
['A)= - 5 _fl uduzy*(uc;) Zo(uc;)-c;

1

=5 L wudu(= (o + ) tue) +3)o)

=1ic,c) j u?dut'(uc;),
-1

where we have used (y), =0 and integration by parts for the second term. Now
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from

I(c;) = Ac3,
we get
fe,cht(c,) = ¢+ 24c,c)

¢y =(31le;) =24 e,
But t(c,) = tg @, where O, is the Young contact angle. Since the droplet is convex

and symmetric, @, is larger than it would be for the triangular droplet:

|4
tg O, > tg O(triangle) =4 2= 4.

Therefore ¢/, >0 and f'(4) > cst > 0. This concludes the proof of Lemma 2 with
a= inf f'(4)

0<Asv/?

We now estimate Z}, | using
- Z
“vp, Ip 0,Lp
H‘Zl’pvlp < [IZup,lp < ZVO,L0< Z T )ZAHA‘
0,1, Vo,Lo

In models where 1~ ! f(4) is increasing in A (recall the definition of f in (22)), such as
the gaussian model, the proof can be concluded easily: there is at least one p, say
p =1, such that

Uy o Vo

which implies of course (v,/13) > (V,/L%). We then have, if A1 f(1) is increasing,

v\ L2 <V0> v, Vo\ Z,. . Z,, L
~ 9 M s L Y vy, 1< o.Lo, O(IOgLo).
f( >) Vo / Lg W 5 of L§ :>Zozl Z, Lo

Using Lemma 2 for p=2,...,n then yields
L U y —(n— a(log L. €
ﬂva,,p <Zyo.Lo exp( ~p§2a7”> < ZyoLo (n=Da(log L)1+
= p

which proves Proposition 3. In the present general framework however, we do not
know whether 417! f(J) is increasing. We distinguish the tall droplets as those for

which
v Vo
ol

so that use of Lemma 2 will be enough. For the others, we use an argument inspired
by the Wulff construction. Consider two such droplets (vy,1;) and (v,, [,) with
(v1/1y) = (v,/1,). We shall prove
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1/2
7 v2,l2
Zvlslxlvz,lz<ZvM'vzll+l ( _> . (23)

Indeed
7O 1" o(Os(x)

”2‘2‘5cos@(x) T ) cosO,(x)

1t o(@,(x)) it /2 B 0(0,(x)
= — “-d + 0 + - VIR
0 cos @(x) X 1j; ©) 1 +12/2 COS @ ,(x)

e <Fi@ﬂ - g(O))dx +0(logly) + Ofloghy).  (24)

—logZ, .2

-dx + O(logl,) + O(log ;)

v,y

Iy
The last term will provide the damping factor in inequality (23). The second and
third term correspond to an interface which bounds a volume v,/2 + 1,/2 hya,(2).
For the first term, we have (see Fig. 1)
1000,(x) ;7 9(04(x) U(@‘(x)—)d

o5 0007 | o5 .00 *f ©)dx ‘“;‘ 03 0,09

because o(®)/cos @ is increasing in @. Indeed

a(O) o e ,
s @~ ~logZole) wi () =1g O,
ZO(C) = j‘e"ﬂ-fle(y)+c(y-— l(c))dy,
d o(®) P . | )
decos @~ Y=t +ctle) = c(t(e)) > 0.
We now adjust a; and b, so that the new interface above (0,/;) bounds a volume
v, I
L e h 2
Y1 + 2 2 max( )

and meets the interface above (I, [, + [,) corresponding to the second and third term
in (24).

N

Fig. 1. 0 a; bl I +1,/2 I +1,

The resulting interface above (0, [, + [,) bounds a volume v, + v,, butis not optimal.
Therefore

PR LI C Y

—logZ vals 7 o cos @1+2(x)

vyl

hiB (6(0,(x) .
i zjl (cos O,(x) G(O)>dx + O(log1,) + O(log ).
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Exponentiating this inequality gives

- - Z . 1/2
vz 2 Of(logly) + O(loglz)
th,thz,lz<Z 1ozl +1 e Bl Odlostz
0,12

<Z, +Uzm,zexp< ~%a? +0(logl,) + O(log 12)>.
2

Iterating this procedure yields

HZUP!IP < exp( —al’% —

p

v ~
1 n_p ,
ZQZ T)ZV/(/%L,O‘
P

where X' is the sum over tall droplets a v,/I; > f(V,/L3), and X" the sum over the
others, and

Vo=2"v, Ly=2X"l,
Veo=2"v,, Ly=2X"I,
We then have
4 V// N\
11201 < Zyoroexp ( —aX Pt Lif < ))
r

F 2
P LO 7/

‘exp (LJ({-?) + 20(log l,,)).

LOfG/;’\ jkl{/,;>+ct<zo>(ﬂ +¥s>

N\

We now use

where cst(V,/LE) is bounded in terms of f/(x) with x < V,/L2. Using
v/, > (log L)' ™%, we get

’ ] 14
- 1 )te Uy t| —2 ) L '*O)
Hlv,,,z,,<zvo,LoeXP( —(n ) (log L) 22 s (Lo)( ot L,

r

From v,/I> > A, we get v,/l, > Al, and [, < (V,/A)"/?. Thereforc

a ‘a Vo
]—[va)lp<Zl,,0‘,4(‘exp<—(n—l)i(logL)1”~(ZA <2>>L0>

\ L

/ a L(?)A 1/2 ‘ VO>\ b\
oo ~(5(5) - ())12)

This shows that A can be chosen such that
- - —(n—1)(log L)1+
HZ"p:lp <ZV0,Loe (n—1)(log L) .

This concludes the proof of Proposition 3.
We now have only one large droplet, and we know from Sect. 3 that its shape
obeys the Wulff construction. There remains to determine the value of V,/Lg, or
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cquivalently to prove that the contact angle obeys the modified Young equation. We
have

EII’,L = Z j'dVodVldeé(V - Vo —-Vi- VZ)Egl,LLZVo‘LQEI(Zz.Lz'

L=Li+LotL>

~

If we first perform the integral over the volumes, we see that

\,

Zyoro = exp( L0f< ) + O(log Lo) )

/ Vit 1,
= exp| - Lof(Lg) o (—) +0(log Lo)>

On the other hand, the volume dependence of =Y, ; (and E7,,)) could be
estimated by looking at the distribution function of Xh; without volume constraint,
in the partial wetting situation in which we are interested, characterized by a finite
mean size of droplets. One would find {V;>~ L, and {(V,—<V D>~ L,
because ¥, is the sum of O(L,) volumes of independent droplets. Therefore a

Gaussian distribution
exp V1=V
20%L,

Vi~ (Vi) + O(LY?)

will cut off the integral at

before the volume dependence of Z,, ;, can come into the game. Therefore
5 ~ Z -1 - IQZ V,Lo>

where =, is the grand canonical partition function (no volume constraint).
We then have
- \ Lo Bo 45(O(x))
log £1 1, Zy 1, = (L —Lo)Boaw + Lofogw + | 7&5@7 ) —dx + O(log L),

and we are back to the classical variational problem, which we know yields the
modified Young equation. The sum over L, will be peaked around the optimal
value, with a fluctuation less than L'2. In order that this optimal value be less
than L, we need V/L? less than some constant which would vanish at the wetting
transition.

Appendix

Lemma 3. Let e(x) satisfy hypothesis (5a) or (5b). Then 30 < ¢, < o such that

le e(xH—cxdx
j‘e—e(x)Jrgrdx

tle) =

and
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I(c)= ;i c't(cydc’

are continuous increasing functions of cel0, ¢ . [ and

tlc)» +o0 as c—c

max

Ic)» 4+ as c¢—c

max*

Remark. Our hypothesis on e(x) was stated in [1, Theorem 1 and Remark], it
guarantees that the surface tension o(®) is given by

a(®)= —cos @log<jdxe—e<x+t)+m >’

where 1 = tan @ and c is the solution of
j‘xe4<:(x+t)+cxdx — 0

Proof. The proof is straightforward, with ¢,,,, = oo for (5a) and c,,,, = ¢, for (5b).

max

Lemma 4. Let )?j,,e Ri.neN, j=1,...,n be centered independent random variables
whose distribution functions have densities which are uniformiy continuous, uniformly
in j, n. Let

n

Y,=(Y), ., Y=n"12Y X,

n:
j=1
jn

P =y =n"t Y (XRX0).
j=1

Suppose that the dxd matrix I, converges as n— oo to a positive definite matrix I, and
that for some integer k = 3 and some 6 >0

limsupn ™! Y ((X2)270) < o0,

Jgn

=1
Then the random variable Y,, has a density f,( Y) such that
= k2P (Y
JulY)= ”r‘n(Y)(l + 2 "fv(/z )\ +0(n * 22,
N y=1 N’ /

where n,-n(?) is the density of the Gaussian measure of covariance I',, and P ,( Y) are
polynomials of total degree 3y —1 in Y'---Y* whose coefficients are bounded in
modulus from above uniformly in n.

Proof. Ford =1, orfor random variables X ;, which do not vary with n, the result is
standard [4, 5, 6]. The proof here is essentially the same.
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