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Abstract

Spreading of an axisymmetrical drop on a dry plane horizontal wall under the action of gravity and surface
tension (or capillarity) is studied in the inertialess approximation for arbitrary Bond numbers. It is shown
that the initial stage of spreading is completely dominated by gravity, and rolling motion sets in at the contact
line (CL). When the rate of the CL. motion reduces to the order of the characteristic wetting velocity expected
from the Hoffman’s well-known law, wetting effects begin to play an important role. However, the apparent
contact angle at this stage is still affected by the bulk flow and only at its end approaches Hoffman’s law.
Deviations from the latter are shown to be important in the region of contact angles close to m and to increase
with the Bond number, owing the fact that the bulk flow effects driven by gravity are stronger, the higher the
Bond number. Accordingly the apparent contact angle increases with the Bond number, which is in quali-
tative agreement with experimental observations. Comparison with known analytical solutions is presented.
© 2002 Elsevier Science Ltd. All rights reserved.
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1. Introduction

The theme of the present work is spreading of the axisymmetrical drops on a plane horizontal
dry wall. This problem has been considered in literature in different contexts. For example, in the
case of drop impact with impact velocity sufficiently high and significant inertial forces, splashing,
jetting, bubble encapsulation, and capillary wave propagation are encountered, especially in the
case of a wet surface (Yarin and Weiss, 1995; Weiss and Yarin, 1999; Gueyffier and Zaleski, 1998;
Rieber and Frohm, 1999). In the present work, however, we deal with the situation where inertial
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effects are negligible and spreading proceeds in a creeping flow regime due to gravity. Such flows
have recently attracted considerable attention in literature due to their technological importance
(Chandra and Avedisian, 1991; Gao and Sonin, 1994; Fukai et al., 1993, 1995; Hatta et al., 1995;
Pasandideh-Fard et al., 1996; Schiaffino and Sonin, 1997a,b; Waldvogel and Poulikakos, 1997
Davidson, 2000), but the physical processes affecting the dynamics of propagation of the moving
contact line (CL) (the drop edge) over a dry surface, especially interplay between wettability and
bulk flow effects, have not yet been adequately treated. The present work deals with this aspect.

A number of publications, both experimental and theoretical, suggest that in a creeping flow
regime the apparent dynamic contact angle is determined by the motion rate of the CL, the
viscosity of the liquid, surface tension, and such molecular factors as the London—van der Waals
forces significant in the vicinity of the CL (de Gennes, 1985). Hoffman’s experiments (Hoffman,
1975) yielded a nearly universal relation between the rate of motion of the CL, the apparent
contact angle and the equilibrium contact angle for wetting over a wide range of CL motion rates.
Cox (1986) showed that the law has a universal form but contains a term depending on the flow at
some distance from the CL. This term was calculated analytically in Hocking (1983) in the
framework of the lubrication approximation for the case of drop spreading by gravity and cap-
illarity but only for small apparent contact angles (i.e. at the long-term limit). The results dem-
onstrated that the law of CL motion is close to Hoffman’s law for small and moderate Bond
numbers. However, the CL motion in the case of large Bond numbers corresponding to strong
gravity forcing is affected by the bulk flow resulting from gravity. Analysis of drop spreading with
arbitrary apparent contact angles (Hocking and Rivers, 1982) was confined to the case of small
drops where gravity effects are negligible.

Modeling of molecular mechanisms near the CL in studies of partial wetting (Thompson and
Robbins, 1989; de Gennes et al., 1990) suggests that the microscopic (actual) contact angle is
unaffected by the flow in the range of several angstroms and is always determined by Young’s
relation. This implies that the actual contact angle is a material property of the system, as was
postulated in Ngan and Dussan (1982).

At intermediate distances of the order of 1 nm to 100 um the apparent contact angle is already
affected by viscous effects and surface tension. The latter change the slope of the free surface,
which results in a difference between the actual microscopic angle and the apparent one seen in the
photographs. Since these viscous and surface tension effects are still localized near the moving CL,
they result in a universal dependence between its velocity and the apparent and equilibrium
contact angles found in Hoffman (1975), Cox (1986), de Gennes et al. (1990). Experiments
(Fermigier and Jenffer, 1991) fully supported the universal relation of Cox (1986) in the case of
liquid-air interfaces, which is of primary interest in the present work. The relation has been shown
to be valid almost up to apparent contact angles close to m and sufficiently high flow velocities—in
spite of the fact that for contact angles close to © the CL becomes unstable, and the accuracy of
the angle measurements is not too high. Thus Cox’s relation can be considered as plausible even
for the apparent contact angles close to m, and deviations from it are almost certainly attributable
to the effect of roughness (Fermigier and Jenffer, 1991; Zhou and Sheng, 1990). Besides the purely
hydrodynamic phenomena near the moving CL treated in Cox (1986), the local molecular-kinetic
effects can also contribute to the dependence of the contact angle on the rate of propagation of the
CL (cf. Blake (1993) and references therein). In fact, probably both mechanisms contribute, and
both theories describe the CL propagation equally well (Hayes and Ralston, 1993).
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Strong bulk flow apart from the moving CL necessarily affects the shape of the free surface.
This leads to narrowing of the validity range of the universal results found in Hoffman (1975),
Cox (1986), which continue to be valid near the CL but in closer and closer proximity as the flow
becomes stronger. At the same time, the apparent contact angle becomes dependent on the in-
tensity and geometry of the bulk flow as a whole, as is actually suggested by the results of Hocking
(1983), Ngan and Dussan (1982), Hayes and Ralston (1993), as well as by those of the present
work. In it we consider a drop spreading on a plane dry horizontal wall for arbitrary values of the
Bond number, including those corresponding to strong gravity forcing (in the creeping flow ap-
proximation), without any restrictions on the apparent contact angle. One of the main aspects
treated is the dynamics of the moving CL during the spreading process. The corresponding study
of the present group (Reznik and Yarin, 2002) dealt with planar two-dimensional drops. The
present work is devoted to the axisymmetric case.

In Section 2 the problem is formulated. Non-dimensionalization is introduced in Section 3. The
case of the moderate Bond numbers is considered in Section 4, and that of large Bond numbers in
Section 5. Conclusions are drawn in Section 6.

2. Problem formulation

Consider a spherical drop of viscous liquid placed on a plane horizontal surface at a point O
and spreading on it with zero initial velocity (Fig. 1). Denote the surface tension ¢ and the vis-
cosity u, and take as their characteristic values ¢ ~ 100 g/s*> and u = 10 g/cms. As an estimate of
the liquid density, we take p = 1-10 g/lcm?®. The characteristic values are typical of water—glycerine
mixtures and solder. The volume-equivalent radius of the drop is set at ap <0.1 cm. A plausible
estimate of the characteristic flow velocity is given by the ratio V = ¢/u, the corresponding
Reynolds number being

Vi
Re:P ao

<0.1-1. (1)

49

41
0 a A X

Fig. 1. Sketch of a drop spreading on a horizontal surface.



1440 S.N. Reznik, A.L. Yarin | International Journal of Multiphase Flow 28 (2002) 1437-1457

The Bond number determines the relative importance of the gravity and capillarity effects
2
Bo=P8% _o.1-1, 2)
o

where g is the gravity acceleration.

The values of the Reynolds and the Bond numbers in (1) and (2) are characteristic of small
droplets with an intermediate viscosity.

In the Navier—Stokes equations rendered dimensionless using the scales V" and ay, the inertial
terms are of order one, the viscous terms are of order Re™!, and the gravitational term is of order
Fr~!, where the Froude number Frr = V'?/(ga). In the limit of Re ~ Fr < 1 the inertial terms can
be neglected compared to the viscous and gravitational ones. The Reynolds and Froude numbers
are of the same order if V = g/u ~ pga’/u. The latter is true for small droplets for the Bond
number values of Eq. (2). Therefore in this case the inertial terms are negligibly small and we are
dealing with the creeping flow affected by gravity.

Some experiments, however, are conducted with much larger drops of such highly viscous
liquids as polydimethylsiloxanes (Marino et al., 1996). In this case ¢ ~ 20 g/s>, u ~ 100-1000 g/
(cms), p ~ 1 g/lem? and ay is from the range of 3.5-7.3 cm. In this case Bo > 10° (or even 10°). In
this case the velocity scale V = pga]/u yields Re ~ Fr (however, now V > ¢ /u, since Bo > 1). The
Reynolds number Re based on this scale Re = p*ajg/u? still yields Re = 107°~10~! for the poly-
dimethylsiloxane drops. Therefore in this case we are still dealing with the creeping flow affected

by gravity.
In the creeping flow regime we are dealing with, the Stokes equations read
Vp = psu+ pg, 3)
V-u=0. 4)

Here p is the pressure, and u is the velocity vector. Gravity acceleration g is directed against the
z-axis in Fig. 1.

Due to the drop symmetry about the vertical axis z, intersecting the plate surface at point O (see
sketch in Fig. 1), the velocity vector has a radial () and a vertical (z) component. The no-slip
boundary conditions on a horizontal plane z = 0 read

u, =0, u,=0, z=0. (5)

These conditions are valid everywhere except for a small domain of the CL, where intermolecular
forces become significant (de Gennes, 1985). When the conditions (5) were also applied at the CL,
a force singularity emerged (Dussan and Davis, 1974; Dussan, 1979). To eliminate this singularity,
the slip Navier—-Maxwell boundary condition was used instead of (5) in Hocking (1983), Hocking
and Rivers (1982), Zhou and Sheng (1990), Chen et al. (1996). In the present case the slip con-
dition reads
= Ou,

U, — A ” = 0, z=0 (near the CL). (6)
Here A is a molecular slip coefficient, which is small relative to the macroscopic scales of the
problem (the latter being of the order of ay).




S.N. Reznik, A.L. Yarin | International Journal of Multiphase Flow 28 (2002) 1437-1457 1441

Cox (1986) (cf. also Hocking and Rivers (1982)), having removed the singularity by condition
(6), arrived at the relation for the apparent contact angle discussed in Section 1. He also calculated
the flow field in the “hydrodynamic™ region adjacent to the CL. His results for the apparent
contact angle and the flow field were compared with experiment in Chen et al. (1996). It was
shown that the predictions for the flow field fail at distances of the order of 10> pm from the
moving CL. Also when the flow velocity becomes sufficiently high, the prediction for the apparent
contact angle fails.

According to Cox (1986), the law governing the CL motion need not be confined to the par-
ticular molecular model used in the vicinity of the CL; this enables us to use (6) safely in the model
of the present work.

With the drop shape described by a function » = A(z, t) the kinematic boundary condition at the
drop surface reads

Oh Oh

E—i—uzg:ur, r=h(zt), 0<z<z/(), (7)

where z,(¢) is the apex coordinate. Note that by setting » = A(z,¢) for the drop shape, we are
capable of description of only the shapes corresponding to single valued functions r. If in the
course of calculations drop shape would tend to “overturn” leading to a multivalued function, r
should be parametrized by the arc length of the drop generatrix s. Such cases, however, were not
encountered in the present work. Note, that below we also use r = A(s, ), but still as a single
valued function.

The dynamic boundary conditions on the drop surface consist as usual in vanishing of the
tangential stresses and normal stress balance, with the effect of surface tension included

f-t=0, r=h(z1), (8)
f-n=o0x, r=h(z1). 9)

Here f is the force acting in the liquid; n and 7 are the unit normal and tangent vectors at the
surface; k is the surface curvature. The latter can be expressed in terms of the slope angle of the
surface 5, as per

1 d(rsin f8)
K=——7-—""
r dr
(p < 0 is the angle which the tangent to the surface makes with the r-axis; see Fig. 1). The geo-
metrical relation
dh 1

dz  tan p

states the dependence of /& on f.
The condition of volume conservation in the axisymmetric case we are dealing with can be

expressed in the form

. (10)

(11)

4

ScL
2n/ hzcos(B)ds = = (12)
0
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where s is the arc length measured from the apex to the fixed point on a drop generatrix and scy is
its value for point A, corresponding to the CL (see Fig. 1).
The condition at the apex reads

ﬁ:O, Z = Zg- (13)

In close proximity to the CL the slope angle should equal its stationary value o, determined
solely by the intermolecular forces (Hocking and Rivers, 1982; Thompson and Robbins, 1989; de
Gennes et al., 1990) (cf. the discussion in Section 1). Thus, the boundary condition at the CL
becomes

p=—a, z=0. (14)

The initial shape of the drop generatrix is assumed to be circular

h=\]d2— (z—a)’, 0<z<2a, t=0. (15)

3. Dimensionless parameters

The parameters involved are rendered dimensionless as follows:

t Yl h

(r/,zlﬂs/):(r’LS)a [/:ia 227, hl:ia (16)
) Uay ap ap

(u;7u;) — #(urvuz) , pl — @ (17)

2 o

Eq. (3) in dimensionless form reads (here and hereinafter primes are dropped for brevity)

Vp = Au — Boj (18)
(j being the unit vertical vector), whereas the dynamic boundary conditions become

f-n=x, r=h(z1), (19)

f-t=0, r=h(z1). (20)

The dimensionless kinematic boundary condition at the drop surface is still given by (7), and
the initial condition, and that of volume conservation, become

h=1\/1—(z—1), 0<z<2 =0, (21)

Scr 2
/ hzcos(f)ds = 3 (22)
0
The capillary number based on the CL motion rate U, is defined as per
uU  da
Ca="—=1 (23)

a being the apparent coordinate of the CL; a = A(0,¢) for ¢ > 0.
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4. Moderate Bond numbers
4.1. From a single-point contact angle to a finite contact area

Calculation of the drop shapes at moderate values of the Bond number began with a circular
shape of the drop generatrix. In the time interval 0 < ¢<¢ (¢t <t,) the drop progresses from a
single-point contact with the wall to a finite contact area (¢, denoting the moment when rolling
motion ceases at the CL; see below for details). This stage is completely dominated by the gravity
force and inertia, and it can be shown that it is very short even compared to z,. Indeed, denote by
¢ the semi-angle between the two radii in the median cross-section SS” of the drop such that they
end at the points where the CL intersects SS’. At =0¢ = 0,and at 0 <¢ <t ¢ < 1. To the value
¢ of the angle corresponds a downward shift of the drop center by H = ao(1 — cos ¢) ~ ay¢*/2,
and the attendant decrease in the potential energy of the drop E, is p(4/3)najgdH /dt. Since, as
can be shown the gravity effects outweigh the viscous ones as well as that of surface tension, E,
should equal the sideways flux of the kinetic energy existing near the bottom, Ey, = (pv?/2)2navH,
where v is the characteristic velocity of the flow in this region. The energy balance reads

2 d¢*  prinaga
p3raig S0~ PTN g2 (24)

The current position of the CL is a = ag sin ¢ ~ ay¢. Therefore v = da/d¢ ~ ayd¢/d¢, and Eq.

(24) yields

32 g 1/41/2
_[ 225 2
o= (FE) o (25)
39 1/4
a = Cl0<3 ;i) tl/z. (26)

Let us now estimate the time ¢, needed to reach the value of ¢ = a; = 107'q, for ¢y = 107! cm.
From Eq. (26), t = (a1/a0)*(32g/3a0) "> = 3 x 1075 s, much smaller than r,. Indeed, according
to Fig. 2 discussed below, ¢, > uap/o. For u = 10 g/lems, ¢ = 10? g/s*> and @y = 10~! cm, ¢, > 1072
s. Since #; < t,, we can take #; = 0 in the calculations.

1.6

12

a0.8

04

Fig. 2. Position of the moving CL as a function of time during the transition stage of the process. The values of the
Bond number are shown by the numerals near the curves.
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4.2. The initial transition stage of the spreading

We consider droplet evolution after a finite contact area has already been established. The case
of moderate Bond numbers is treated, and at the initial transition stage of spreading the time
interval 0 <7 <¢, is covered. It is clear that in this transition process the gravity effects play a
dominant role and capillary number is large. In the experiments of Hoffman (1975), contact angle
was found to be very close to © for Ca > 0.2. For such values of Ca rolling motion is realized at
the CL. At the stage where gravity dominates the flow and Ca is large, evolution of the free
surface towards rolling is virtually unaffected by the wettability effects and the latter could be
dispensed with. In the present work it was found that this leads to a much more effective nu-
merical algorithm. Note also that, as was shown in Dussan and Davis (1974), there is no sin-
gularity in the stresses at the CL when the no-slip boundary condition (5) is applied at z =0 as
rolling motion sets in. Then, applying the dynamic boundary conditions (19) and (20), we can
obtain the solution of the Stokes Equation (18), using boundary element method (BEM), and
determine the flow velocity u at an arbitrary point of the drop surface. The evolution pattern of
the surface generatrix can be found from the equation

dr;
i u(r;), (27)

where r; is the radius vector of the i-th material point at the surface generatrix at time z.
The initial condition for (27) is given by
ri(O) = I'Q

I

(28)

where 1! is the initial coordinate of this point on the circle at 7 = 0.

To solve Eq. (27), we need the velocity u at the drop surface at = 0. In order to obtain it via
BEM, the initial condition was set in the form of a circle with the CL position a; < ay at ¢t = ¢, as
per Eq. (26).

Eq. (27) under the initial condition (28) was integrated by the Kutta—Merson method. At each
time step the nodes on the free surface were redistributed, with all those which had moved to the
wall discarded. Then new contact line position was determined as the intersection between the
surface and the wall, and the new nodes were distributed for the next time step.

The numerically calculated position and motion rate of the CL, as well as capillary number Ca,
for Bo =2, 5, 10 and 15 are presented in Figs. 2 and 3. The evolution of the drop surface for these
moderate values of Bo is illustrated in Fig. 4. In Fig. 3 it is seen that the motion rate at this
transition stage rapidly decreases with time. Eventually it approaches the value of the order of
O(e); in the present calculations € = 0.01 (which is characteristic of most of the surfaces (de
Gennes, 1985)). From Eq. (58) below it is seen that at « <3, Ca = O(e) which means that the
wetting velocity is of the order of e. During the transition stage the motion rate of the CL is much
higher than the wetting velocity (Fig. 3), however, at the end of this stage at ¢t = ¢,, the CL velocity
inevitably reduces to the level of the wetting velocity. This corresponds to significantly squeezed
drop shapes, when gravity effect has already been diminished. An overlap of the initial transition
stage of spreading treated in the present subsection with the wetting stage considered below in
Section 4.3 takes place at ¢ close to ¢,.
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0.8 1.0 1.2

Fig. 3. Capillary number based on the motion rate of the CL as a function of time during the transition stage of the
process. The values of the Bond number are shown by the numerals near the curves.

In Fig. 4 it is seen that at the initial transition stage 0 << t,, where ¢. = O(1), the evolution
of the drop surface from the initial circular shape (21) is totally governed by the bulk flow driven
by gravity, and rolling motion sets in at the CL. In Fig. 4(a) the rolling motion at the CL sets in
at t = 0.0005, in Fig. 4(b)—¢ = 0.0002, in Fig. 4(c)—¢ = 0.0001, and in Fig. 4(d)—¢ = 0.000075.
Effect of surface roughness should be negligible at this stage. Only at ¢ > ¢, do the molecular
wetting effects become competitive and the quasi-stationary scenario studied earlier in Hocking
and Rivers (1982) sets in. The time delay 7, = O(1) before this takes place increases with the
Bond number, as gravity squeezing becomes more intensive. The value of ¢, can be estimated
using the fact that at the transition stage of droplet motion the surface tension plays only a
minor role and the dependence of the CL coordinate on time satisfies the same equation as
for the large Bond numbers (Eq. (65) below in Section 5). From this equation we can find
t, ~ (Bo/(6¢)")"7. Then for e ~ 0.01 the value of 7, increases from 27.5 to 36.7 as the Bond
number increases from Bo =2 to 15. The dimensional time corresponding to z, = O(1) is ¢t =
O(pap/o).

The evolution of the apparent contact angle towards the value of « ==, and the appea-
rence of rolling motion at the CL found in the present work agree with the experimental evi-
dence of Marino et al. (1996). Note also that gravity-driven spreading of viscous drops was
studied numerically in Betelu et al. (1997). There are two main differences between the latter
work and the present one. First, the variant of the BEM employed in Betelu et al. (1997) does
not allow for an easy incorporation of the surface tension. Therefore they considered only the case
of ¢ = 0. Second, Betelu et al. (1997) did not allow for a free evolution of the apparent contact
angle, as in the present work, but postulated rolling motion at the CL (x = ) from the very
beginning.

4.3. Calculation of the drop shape at the wetting stage
At t > t, wettability effects become important. In Hocking and Rivers (1982) it was assumed

that for moderate and small Bond numbers, where the gravity effects are relatively small, the
capillary number is as small as in the case Bo = 0. The law of the CL motion can then be found via
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Fig. 4. Time evolution of the drop surface during the transition stage of the process: (a) Bo = 2, (b) Bo = 5, (c) Bo = 10,
and (d) Bo = 15, and the time step between the curves is: (a), (d)}—at = 0.05; (b), (¢)—At = 0.025. The time intervals
covered are: 0<¢<0.97 for (a), 0<¢<0.9 for (b), 0< < 1.09 for (c), and 0< ¢ < 1.02 for (d).

the method of matched asymptotic expansions. For small contact angles the expansions of the
solutions in Ca in the outer bulk region and in the immediate vicinity of the CL were matched in
Hocking and Rivers (1982) in an intermediate region of size e = —1/1n 4. The dependence of Ca
on « (o being the apparent contact angle) was then obtained as the matching condition.

What we seek, however, is the law of the CL motion for arbitrary contact angles. The problem
is solved via the perturbation method similar to the one proposed in Cox (1986), and Hocking and
Rivers (1982) for small values of Ca. Consider first the outer bulk region and resolve the pressure

in two terms as per
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p=—Bo(z—1z,)+p. (29)
Then it follows from (18) that
Vp = Au. (30)

The normal stress balance in the new variables can be written as
fo=Kk—Bo(z—z,), r=hz1). (31)

The condition of vanishing of the tangential stress (20) conserves its form in the new variables.
Since the capillary number is assumed to be small, we expand the unknown variables in Ca as per

h=hy+Cahy+---, B=py+CaP+---, (32)
fo=—c+Caf' +---, u=Cau +---, (33)
where ¢(¢) is an unknown function (the modified pressure p should be constant in the zeroth order
in Ca).
In the zeroth order in Ca, we obtain from (31), (10) and (32) the following set of equations for
determination of the drop generatrix:

Oh

a—so = cos f, (34)

Oz .

= = sin (35)

oy sin f3,

% ¢+ Bo(z—z,) T (36)
with the conditions

ho(0,2) =0, z(0,¢) =z,, Po(0,¢) =0, z(scL,t)=0. (37)
The condition of volume conservation should also be added. It has the form (see (22))

ScL
/ hozcos(f,)ds = % (38)
0

From (34)—(38) we can find the drop generatrix in the form 4 = hy(z,z,(¢)) and the apparent
contact angle o(z,) and CL coordinate a(z,) can be found as per

o = —ﬁ(SCL, Z), a = hO(SCL7 I), (39)

for any fixed apex coordinate z,.
Therefore we can write

Ohy
o CaF (z,z,(1)), (40)

where the function F(z,z,(¢)) = (0hy/0z,)/(0a/0z,) can be found numerically.
Note that the kinematic boundary condition (7) can be rewritten as

. oh .
un:u-n:uzcosﬁ—u,smﬁ:—asmﬁ. (41)
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Substituting (40) in (41), we obtain
ul = —F(z,2,(1)) sin o, (42)

n

where u! is the normal velocity component at the drop surface in the first order in Ca. The latter is
used as the boundary condition for (30), generating a non-zero solution in the domain bounded by
the drop generatrix /(z,z,). The second boundary condition at the drop surface is given by (8). In
the outer region we can neglect the slip term in (6) and use (5) as the boundary condition at the
plane z = 0. These conditions are used for solving the Stokes equations uniquely, and we can
determine the value of fnl on the drop surface described by the function 4. The condition for the
normal stresses (31) containing fn should then be used for the correction to the shape of the drop
generatrix in the first order in Ca, which is necessary for finding the expansions near the CL.
In the present case the Stokes equations with the boundary conditions are unsolvable analyt-
ically, unlike the situation in Hocking and Rivers (1982) for the case Bo = 0 corresponding to a
circular drop surface. Accordingly, we are searching for numerical solution using the BEM, de-
tails of whose implementation for solving Eq. (30) can be found in Becker (1992), Pozrikidis
(1992), van de Vorst (1994). It is well known that the vorticity and stresses are singular at the CL.
Moreover, they contain very steep gradients near the CL, and very fine resolution of the free
surface is needed there. This difficulty can be obviated through the following consideration. Let

u = uyg + ﬁ, (43)
f, =fy +f, (44)
uy and fy; being the analytical solutions of Hocking and Rivers (1982) for a circular drop with the
same axis of symmetry, contact angle o and CL position ¢ and unit CL velocity. In the region near

the CL this solution has the form of the Moffatt solution for a two-dimensional wedge (Moffatt,
1964)

H sin o .
~a—sinzcoss — o) —cosa), =0, 45
b = Zsinacosa (¢ sina + cos ¢ cos(p; — &) —cosa), 7 (45)
u;' _ . Smw (¢, cosa —sin ¢, cos(¢p; —a)), 7 — 0, (46)

o — SIn o cos o

where ¢, is the polar angle determining the position of a surface point relative to the CL, 7| is the
distance from the CL to a surface point (see Fig. 1). Note that it is actually assumed that the effect
of the curvature of the CL on the flow in its vicinity is negligibly small, and the Moffatt solution is
still valid approximately in the axisymmetric case. Note also that Voinov (1976, 1978) employed
previously the Moffatt solution to derive an expression for the dependence of « on Ca.

The normal stress component in the vicinity of the CL is given by

2sin o

fH’n: r — 0. (47)

(o — sinoccos o)y’

Expressions (45)-(47) yield an analytical representation of the singularity at the CL. Thus all we
have to do, using BEM, is to find the correction terms u, f, satisfying the following boundary
conditions on the surface:

ﬁ~n:u111—uH-n7 r=ho(z,z,), (48)
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for=—fy-t, r=hzz) (49)

From (48) and (49) and the fact that fi -7 =0 on the surface corresponding to a circular gen-
eratrix, it follows that @-n — 0, f -t — const if 7, — 0. Then there is no need for numerical
processing of the steep gradients associated with the singularity.

The correction to the surface shape at the first order in Ca, s, and f;, can be found from the
normal stress balance (31). Substitution of (32) in (31), using (34)—(37) yields the following set of
equations:

0B, _sin Bo(s)

e — B _ ~1 ~
2= iy CotRs) e+ Bolels) — )y + 1)+ (50)
ohy b
i R . 51
s sinfo(s) (51)
with the conditions at the apex
f,=0, h =0, ats=0. (52)

Here z(s), fy(s), ho(s) are the functions found from (34)—(37) and s has the same meaning as in

(34)-(37). To avoid numerical difficulties in (50) and (51), stemming from the fact that

By(0) =0, ho(0) =0, we replace (52) by the conditions at s = ¢; < 1. By (50) and (51) these

conditions take the form

Cés G

2 Bi(es) = 4 (53)
The function ¢ can be found numerically from the condition of volume conservation (22). Using

(51) we obtain that, in the first order in Ca, this condition can be expressed as per

hl (63) = —

ScL
/ h1h0 sin ﬁO ds =0. (54)
0

For matching with the inner region of molecular size near the CL, where slip takes place, we
need to find the asymptotic value of f, there. Substituting (47) in (50), we derive (for better
convenience of the matching procedure) the negative counterpart of f8, denoted o

2sin o

0— o+ Ca[ Inr +@O(O(,BO):| +0(Ca*), r — 0, (55)

o — Sin o COS o

where Q, is a constant obtainable from the numerical solution.
The asymptotic of the solution, satisfying the boundary condition (14) in the inner region of
size 4, is according to Cox (1986), Hocking and Rivers (1982)

2 sin o

0 — o5+ Ca -
oL — SIN 0L COS 0

(In7+ 1)+ Q(ocs)} +0(Cd?), 7—0, (56)
where 7 = r /1.

The expansions (55) and (56) are matched as in Hocking and Rivers (1982) via consideration of
an intermediate region of size e = —1/In . In this region the solution of the Stokes equation does
not depend on the entire geometry. It has, up to O(e?), the form of the analytical solution of
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Moffatt, which refers to a plane boundary. In the present case the drop boundary is curved, but its
characteristic radius of curvature is much larger than A, as is also that of the CL. The normal
stress balance in the intermediate region then reads (Cox, 1986)

do Ca 2sind N

dF 7 6—sindcosd Ofe)- (57)
In Somalinga and Bose (2000), this solution was verified by direct numerical simulations for
Ca < 1. The matching procedure thus described in brief, yields the following dependence:

Ca(o, Bo,) = 3 — +Z(8)__G(Q°;(>a 57+ 0 (58)
where

Gla) = /O ' w dr, (59)

Qo(2, Bo) = G'(2)Qy(2, Bo) — 1, Oi(or) = G'(05) O;(0%s), (60)

and the primes denote differentiation.

The term Q;(as) is determined by the processes in the vicinity of the CL (such as the disjoining
pressure resulting from the van der Waals forces) and does not depend on the external flow. In
Hocking and Rivers (1982) it was calculated using the slip boundary condition (6). Therefore, the
only term we need in (58) to calculate Ca for a particular o (or a) is Qy, which is obtainable
numerically by BEM. This was done in the present work for the range of angles oy < o < ©— 0,
and Bond numbers 2 < Bo < 15. For the moderate Bond numbers BEM was used to find a so-
lution of a sub-problem needed in the asymptotic analysis. Namely, it was used to calculate the
term £, (s) entering Eq. (50). To do that, Eq. (30) was solved by BEM with the boundary con-
ditions (5), (8) and (42). Then Q, could be found from the system (50) and (51) as s — scr.

Note that in the present work we assume that drops spread over a plain wall. Surface roughness
is known to decrease (increase) o at a given Ca, if o < /2 (« > m/2) (Dussan, 1979).

4.4. Wetting stage: results

Consider now the results for the wettability stage at ¢ > ¢,. At the moment ¢ = ¢, the rate of the
CL propagation becomes equal to that which would result from the molecular wettability effects
affected by the bulk flow. At ¢ > ¢, the motion of the CL is driven mainly by the wettability effects,
albeit there still is sufficiently strong bulk flow due to gravity. The drop evolution at ¢ > ¢, is il-
lustrated in Fig. 5(a)—(d), where the calculated drop shapes given by (34)—(38) for different values
of the apex height z, (equivalent to different values of time) and Bo = 2-15 are shown. The de-
pendences Ca(o) corresponding to these values of Bo are plotted in Fig. 6 for the value ¢ = 0.01
and os = 0.3. The dashed—dotted curve 6 in Fig. 6 corresponds to the universal law (Cox, 1986)

Ca(x) = 5 (G(a) — G(x))- (61)

The results in Fig. 6 actually show that the stronger the bulk flow at higher values of the Bond
number, the larger the deviations from the universal Hoffman relation (61). The apparent contact
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Fig. 5. Evolution of the drop shape at the wetting stage for moderate values of the Bond number: (a) Bo = 2, (b)
Bo = 3, (c) Bo = 5, (d) Bo = 15. The initial drop configuration corresponds to the apparent contact angle oo ~ 3, and the
apex height step between the curves is 6z, = 0.05, which is equivalent to time stepping.
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Fig. 6. Dependence of the capillary number Ca on the apparent contact angle o. Curve 1 corresponds to Bo = 2;
2—Bo =5; 3—Bo = 7; 4—Bo = 9; 5—Bo = 15. Curve 6 corresponds to the universal Hoffman relation (61).
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20— ° ’ - T ! ‘ 2.0

2.5

Fig. 7. Time evolution of the drop surface at high values of the Bond number. The initial drop configuration corre-
sponds to t =0, (a) Bo = 50, (b) Bo =100, (c) Bo = 200, and the time step between the curves is: Az = 0.025. The
dashed curves correspond to (64) with the same apex heights as those obtained numerically. The time intervals covered
are: 0<1<0.47 for (a), 0<r<0.695 for (b), 0<¢<2.025 for (c).

angle o is significantly affected by the bulk flow at higher values of the Bond number, increasing as
the latter increases at a constant Ca. This result is fully consistent with the observations in the
experiments of Ngan and Dussan (1982), which show an increasing effect of the strong bulk flow
forcing on o (cf. Fig. 7 there).

As time increases, the contact angle o becomes small and the gravity/bulk flow effects become
less significant for sufficiently thin drops, and all the curves in Fig. 6 merge. The drops then spread
in accordance with the well-known Hoffman relation. Only for Bo = 0 is the dependence Ca(x)
sufficiently close to the universal law (61) throughout the whole range of variation of the apparent
angle.

From Fig. 6 it follows that the capillary number is relatively small over a wide range of ap-
parent contact angle variation: e.g. Ca <0.025 for a <3 (2 < 172°). The method of asymptotic
expansions is thus applicable for the most of the contact angles. The value of Ca decreases as the
Bond number increases at a fixed value of . Note that the asymptotic expansion used is valid only
if the condition
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€|0n| < 1 (62)

is satisfied, and Fig. 6 shows that this cannot be the case for large values of Bo and values of «
close to m. The solution then fails due to the following reasons. For sufficiently large Bond
numbers the gravity forcing, dominant in the outer region, plays also an important role in the
intermediate region of the order of ¢, in which case correct matching in the latter is impracticable.
On the other hand, for small values of the apparent contact angle the gravity force affects a
distance of the order of ~1/v/Bo from the CL (Hocking, 1983). Therefore, if the condition

1
V/Bo

is satisfied, the gravity effects do not play any role in the intermediate region and matching is
possible. Accordingly, for moderate values of Bo the motion of the CL is close to the predictions
of the Hoffman’s relation. Fig. 6 shows that for « close to « the gravity effects can be significant
already at Bo ~ 1.

>e€ (63)

4.5. The overall picture at moderate Bond numbers

The overall picture of drop spreading for moderate Bond numbers revealed by the calculations
is as follows. An initially circular drop deforms under the action of gravity and capillarity, while
the molecular van der Waals effects do not play any role. At this stage the CL moves at a rate
depending on the parameters o, u, p, g and time only. At the CL rolling motion sets in and the
apparent contact angle equals 7 at this stage of motion. As the drop surface tends to the shape
described by (34)—(38) still with o = &t (see Fig. 4(a)—(d)), the CL motion rate reduces to the order
O(e). In parallel the molecular van der Waals effects become significant. From then on, not only
the bulk parameters o, u,p and g are of importance, but also the molecular one, A (or
€ = —1/1In(4/a,) in the dimensionless form). At this stage the apparent contact angle « gradually
decreases from T to its stationary value o (cf. Fig. 5). This evolution of the apparent contact angle
follows the universal Hoffman’s law (61) and is relatively slightly affected by the effects of the bulk
flow. Deviations from (61) are of importance only close to « = m, where the perturbation theory is
inapplicable.

5. Large Bond numbers

For large Bond numbers gravity dominates capillarity in the most of the drop body, except for
a region of scale 1/v/Bo near the circumferential rim (Hocking, 1983). When the drop is flattened,
the lubrication arguments become applicable. A similarity solution for this case was obtained by
this approach in Hocking (1983); see also Huppert (1982). In the dimensionless variables used
here, it has the following form:

A 7\ 2 1/3
Z:E<1_<Z)> . I <a, (64)
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;da  2Bo4?
a — =
de 9

(65)

where the constant 4 = 16/9.

The lubrication approximation is inapplicable near the circumferential rim, where (64) yields a
slope angle equal to ©t/2, and the capillary effects are significant. In Hocking (1983) it was shown
that the solution (64) can be matched with that in the inner region near the rim, of the order of
1/+/Bo, and the CL motion can be described using (65), except for the stage of evolution where
o — o5 and the drop surface approaches its equilibrium shape. In the present case the lubrication
approximation is inapplicable at the initial stage of the evolution when the drop is almost circular,
but it was tentatively assumed that the similarity solution becomes realizable after a larger time
interval. To verify this assumption, numerical calculations were done for Bo = 50, 100 and 200. In
this case the numerical procedure for the initial transition stage followed the one described in
subsection 4.2. Also, as it was explained in the preceding section, in the case of large Bond
numbers the method of matching asymptotic expansions, used for Bo <15, is impracticable.
Expressions (58)—(60) are incorrect for any value of « except those tending to «s. Therefore in the
present work the wetting stage was not considered in the case of large Bond numbers. This stage,
however, would correspond to extremely squeezed shapes when the whole meaning of the contact
angle becomes problematic.

The evolution of the drop generatrix in time, obtained numerically for Bo = 50, 100 and 200 for
the transition stage 0 < ¢ <t,, which is very long for those values of Bo, is shown in Fig. 7(a)—(c).
The dashed curves correspond to (64) with the same apex heights as those obtained numerically. It
is seen that Eq. (64) agrees closely with the numerical results for most of the drop generatrix over
a certain time interval, when the drop has already been sufficiently flattened. (A similar agreement
between (64) and (65) and the experimental data was found in Marino et al., 1996).

After that, when the wetting effects become important, the agreement disappears. At the
transition stage of Fig. 7, rolling motion of the CL is realized. When its rate becomes equal to that
due to the wetting effects, a switch is in order as discussed in Section 4. It is emphasized that the
solution (64) and (65) remains valid even at the wettability stage (where the gravity effects are still
important). The latter has been proved in Hocking (1983), where (64) was matched with the
solution in the inner region.

Experiments of Marino et al. (1996) suggest that the shapes of the leading head of spreading
drops virtually remain almost self-similar as long as the rolling motion persists at the CL (an
intermediate quasi-self-similarity). To verify this hypothesis, we used the data corresponding to
Fig. 7(b) (Bo = 100). The shapes of the drop head at different time moments were replotted in Fig.
8 in the coordinates (r — a)/(rmax — @) and z/(rmax — a). The results show that, indeed, this re-
scaling virtually allows collapse of all the curves onto a single one. Moreover, in Fig. 8 we also
plotted the cumulative experimental date from Fig. 12 of Marino et al. (1996) for an almost self-
similar head of a polydimethylsiloxane drop of radius ap = 7.11 cm, p = 0.96 g/cm?, u = 1223.7 g/
(cms) and o = 21 g/s>. In Fig. 8 it is clearly seen that the data agree with the present numerically
generated shapes. This suggests that the almost self-similar head shape of rolling drops is also
invariant in respect to the variation of the Bond number.

The CL motion rate, shown as the capillary number Ca as a function of position a obtained
numerically, is demonstrated in Fig. 9 for Bo = 50, 100 and 200 for the transition stage 0 < <¢,.



S.N. Reznik, A.L. Yarin | International Journal of Multiphase Flow 28 (2002) 14371457 1455

7

4_
Z

(I' max”~ a)

(r—a)/ (rmax'a)

Fig. 8. Quasi-self-similarity of the leading head of the drop with rolling motion at the CL. Bo = 100 (corresponds to
Fig. 7(b)). To curve 1 corresponds ¢ = 0.045; 2—¢ = 0.07; 3—¢ = 0.095; 4—¢ = 0.17; 5—¢ = 0.23. The curves show the
results of the present calculations. The cumulative experimental data of Marino et al. (1996) are shown by symbols.
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Fig. 9. Capillary number based on the motion rate of the CL as a function of its position at high values of the Bond
number. 1—Bo = 50, 2—Bo = 100, 3—Bo = 200. Curves 1’, 2’ and 3’, corresponding to the above values of the Bond
number, were plotted using the analytical solution (64) and (65).

The corresponding dependences (64) and (65) are also plotted. It is seen that if the drop shapes are
close to those of (64) (cf. Fig. 7), which corresponds to 1.6 <a < 1.75 for curves 1 and ', to
1.8 <a< 2.1 for curves 2 and 2/, and to 1.9 <a <2.4 for curves 3 and 3’ in Fig. 9, the numerical
and analytical results shown in Fig. 9 agree.
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6. Summary

In the case of spreading of an axisymmetric drop on a horizontal wall the following scenario
was revealed by the modeling of the present work. After an almost instantaneous stage, when the
drop surface evolves from a pointwise to a small but finite contact area, a transition stage begins.
The latter is almost completely governed by the effect of gravity-driven bulk flow. As a result,
rolling motion sets in at the CL. The duration of this stage lengthens as the Bond number in-
creases. During the transition stage the motion rate of the contact line (normalized as the capillary
number) decreases as the drop spreads. At its end the capillary number achieves the level char-
acteristic of the wetting effects. During the next stage of spreading the dependence of the apparent
contact angle on the capillary number begins to approach the Cox relation (61), but the gravity-
driven bulk flow evidently affects that angle even at this stage; the angle is larger for the larger
Bond number (gravity forcing). At the end of this stage the wetting effects become dominant and
universal Hoffman relation comes into play.
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