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We study morphological transitions of droplets on a structured substrate containing two circular lyophilic domains for
arbitrary domain and substrate wettabilities. We derive the stability criterion that at least one of the droplets must be
pinned at the domain boundary with a contact angle smaller than /,. This determines seven classes of stable or metastable
droplet morphologies of the system. We present a complete classification of stability and metastability of these
morphologies as a function of three control parameters as provided by the total droplet volume, substrate wettability,
and domain wettability. We find different types of morphological transitions at the stability boundaries: (i) depinning
transitions of the contact lines, (ii) symmetry-breaking transitions, where the two droplets acquire different volumes, and
(iii) dewetting transitions, where one domain dewets and one of the droplets disappears. We find that depinning transitions
of two droplets become discontinuous between two universal values of substrate wettability. Furthermore, below a critical
domain wettability, one domain always dewets irrespective of the total volume. We discuss experimental realizations and

applications of our results for controlled switching between observed wetting morphologies.

1. Introduction

The study and design of microfluidic systems on the micro- and
nanometer scales has important applications in biology, medicine,
and chemistry.'~* They allow us to handle micro- or nanoliter
quantities of reagents while optimizing the reactions and produ-
cing the desired products faster and in greater yield and purity.’

In open microfluidic systems, a liquid f is deposited on a
patterned solid substrate o, which is in contact with its vapor
phase or another immiscible fluid o. For a chemical surface
pattern, the equilibrium shape of the liquid droplet is controlled
by the shape of the pattern, the wettabilities or contact angles of
the surface pattern and substrate, and the total volume V' of the
liquid.*” Depending on these parameters, the liquid droplets can
undergo abrupt shape changes or morphological transitions
corresponding to bifurcations in shape space. Morphological
transitions of single droplets have been theoretically and experi-
mentally studied for a variety of wettability patterns such as
arrays of lyophilic circles on a lyophobic substrate,® Iyophilic and
lyophobic stripes,”'* and lyophilic rings on a lyophobic back-
ground." Abrupt morphological changes are possible if the three-
phase contact line is pinned at the domain boundary, which leads
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to freedom of the contact angle. Often, morphological changes
also involve the depinning of the contact line from the domain
boundary if the substrate surrounding a surface pattern is
sufficiently wettable.!>!*

Experimental techniques such as microcontact printing'® or
monolayer lithography'® allow the fabrication of imprinted or
structured planar surfaces with tailored chemical patterns of
lyophilic and lyophobic surface domains, i.e., exact control of
the pattern geometry.”'*!7 It is much harder, however, to realize
specific values of the domain and substrate wettabilities, which
are determined by the chemical properties of the surfaces. There-
fore, it is necessary to study liquid wetting morphologies for
specific substrate patterns for arbitrary, nonspecific values of
surface wettability.

In this article, we present such a study of a surface pattern of
two circular hydrophilic domains on a hydrophobic (or less
hydrophilic) substrate. Droplets on different domains can ex-
change volume. This system has been studied theoretically in
refs 7 and 8 for extreme values of the wettability, i.e., contact
angles 0, = 0 on the domains and 65 = & on the surrounding
lyophobic matrix. In this case, the system undergoes a continuous
transition between two identical droplets pinned at the domain
boundaries and a configuration with two complementary droplets
with equal radii of curvature but different volumes; see Figure Ic.
This morphological transition occurs at the critical volume where
both droplets form two semispherical caps corresponding to a
contact angle of ”/,. Because the permutation symmetry between
both droplets is broken, we refer to such a transition as a
symmetry-breaking transition (SBT) in the following text. For
three or more droplets, the corresponding SBT becomes discon-
tinuous.® Similar symmetry-breaking transitions for soap bubbles
have been studied in ref 18. Experimental realizations of this SBT
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Figure 1. (a) Side view of a spherical droplet on a homogeneous
substrate . (b) Top view of two circular lyophilic domains y
embedded in a lyophobic substrate d. (c) Side view of two com-
plementary droplets with equal radii of curvature R but different
dimensionless volumes 1/,(31) > vg) on two identical lyophilic circular
domains y embedded in a lyophobic matrix 6 and in contact with
the same vapor phase a (solid lines). This is the equilibrium
configuration in regime 2C, where the total volume has been
increased beyond the critical value for the continuous symmetry-
breaking transition (SBT). State 2S with two symmetric droplets with
the same total volume (dashed lines) is energetically unfavorable.

for droplets pinned at communicating circular orifices, the
theoretical description of which is analogous to the case of
droplets on two domains with extreme wettabilities, have been
reported in refs 19—21 Moreover, these experimental realiza-
tions allow for controlled switching between degenerate mor-
phologies with broken symmetry by electroosmosis'® or
pressure pulses.?*?!

Here, we generalize the results of refs 7 and 8 to arbitrary
contact angles ¢, and 0. We derive the stability criterion that at
least one of the droplets must be pinned at the domain boundary
with a contact angle smaller than /,. This allows us to classify all
(meta)stable droplet morphologies into seven possible regimes;
see Figure 2. These include single-droplet configurations, where
one domain is dewetted as in regimes I, II, and III (Figure 2), and
two-droplet configurations, where one of the droplets is depinned
from the domain boundary (regimes 4 and 5 in Figure 2). There-
fore, we also find additional classes of morphological transitions
apart from the SBT: depinning transitions of the contact lines and
dewetting transitions, at which one of the droplets disappears. We
predict several remarkable features for these transitions, which
should be accessible to experimental testing: (i) Depinning transi-
tions for two droplets can be either continuous or discontinuous.
They become discontinuous between two universal values of
substrate wettability. (ii) For sufficiently low contact angles 6,
symmetry breaking and depinning take place simultaneously in a
single transition. (iii) Below a critical domain wettability, i.e., for
sufficiently large contact angles 6, one of the domains dewets
independently of the total droplet volume. The corresponding
dewetting transition is discontinuous.

The article is organized as follows. In section 2, we present the
geometric interface model for fluids wetting a structured substrate.
In section 3, we present the stability criterion based on the volume
dependence of the Laplace pressure and classify all possible stable
or metastable morphologies of the system. In section 4, we pre-
sent morphology and stability diagrams and discuss all types of
morphological transitions: pinning and depinning transitions of
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Figure 2. Eleven droplet morphologies that are permitted by the
contact angle equation (eq 3) and the condition of equal Laplace
pressures or mean curvatures for liquid droplets (8) on two
identical lyophilic circular domains y, embedded in a more lyo-
phobic matrix o. Droplets can exchange volume, for example, via
the surrounding vapor phase. There are three single-droplet re-
gimes:ﬁ’7 regime I with 6 = 0,, regime II with 6, < 0 < 05, and
regime III with & = 6. There are four analogous regimes for two
droplets: regime 1 with both dropletsin regime I, regimes 2S and 2C
with both droplets in regime II, and regime 3 with both droplets
in regime III. In regime 2S (where S stands for symmetric), we
have two identical caps; in regime 2C (where C stands for com-
plementary), we have two complementary spherical caps, i.e.,
0@ = 7 — 6D Finally, we have four more possible morphologies,
which we call regime 4 with one droplet in regime I and one droplet
in regime II (two cases in which the contact angle of the pinned
droplet is smaller or larger than ”/5), regime 5 with one droplet in
regime Il and one droplet in regime III, and regime 6 with one
droplet in regime I and one droplet in regime I1I. Regimes 1, 3, and
6 give unstable droplet configurations, and regime 4U is unstable
because the contact angle of the pinned droplet exceeds /5.

the contact lines, symmetry-breaking transitions, and dewetting
transitions. We also present all instability lines associated with
discontinuous transitions and additional transitions between
metastable states. Finally, we discuss experimental implications
of our theoretical work in section 5. In the main text, we focus on
the discussion of our results; a complete derivation of these results
is given in the Supporting Information.

2. Model

2.1. Free Energy. We consider a chemically structured sub-
strate consisting of two identical circular lyophilic domains y of
radius a, embedded in a more lyophobic substrate 6. Droplets of a
liquid S are placed on these domains in contact with the vapor
phase or another immiscible fluid o; see Figure la. The two
droplets can exchange volume; see Figure 1b,c. Because volume
exchange via the surrounding vapor phase is slow, we discuss
other experimental realizations in the last section of the arti-
cle that could allow for fast volume exchange. Our analysis is
based on the minimization of the interfacial free energies asso-
ciated with the o interface and the ao contact surface with the
substrate.

2.1.1. Single Droplet. First, we consider the free energy of a
single droplet bounded by an o interface with area Aqp and a
contact surface . (g, with area 4g,, which meet in the three-phase
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contact line; see Figure la. On a chemically heterogeneous
substrate, both surface tensions X,,(x) and Xg,(x) are functions
of the position x on the substrate. The free energy of a droplet with
fixed volume V'3 on a chemically heterogeneous substrate assumes
the form®'?

T = Sopdos + / dA[Spy (X) = Sgo (X)) (1)

Aps

Apart from the linear size o V}f3 of the droplet, the free energy of a
droplet contains a number of different length scales associated
with gravity, molecular distances, interfacial widths, critical
correlations of the wetting transition, and line tension.® We focus
on droplet sizes in the millimeter range, which are large enough
to ignore effects from molecular distances, the interface width,
and the correlation length in the liquid phase and are small
enough to ignore effects from gravity. Gravity effects can be
ignored for droplets that are small compared to the so-called
capillary length. For water at room temperature, the capillary
length is 3.8 mm. Furthermore, we ignore effects from the line
tension associated with the three-phase contact line, which
have been discussed in detail for a single lyophilic circular
domain in ref 22 and can become relevant for nanometer-sized
droplets.

For locally stable equilibrium morphologies, the first variation
of the free energy (eq 1) vanishes with respect to small displace-
ments of the of interface and associated displacements of the
three-phase contact line. The first variation is taken under the
constraint of fixed volume V. This constraint is implemented
using a Lagrange multiplier AP, which assumes the meaning of a
Laplace pressure Py, = AP = Pg — P, where Py and Pg are the
acand S phase bulk pressures, respectively. Local equilibrium with
respect to displacements of the o interface leads to the Laplace
equation

2M2a5:PLa:Pﬁ_Pa (2)

where M is the mean curvature of the af interface. According to
the Laplace equation (eq 2), the droplet attains a shape of
constant mean curvature, which is a spherical cap on a homo-
geneous substrate. Local equilibrium with respect to displace-
ments of the three-phase contact line leads to the contact line
equation®

cos 6 = w(x) (3)

where 6 is the local contact angle and where we introduced the
position-dependent wettability

) = )Tt "

Complete wetting is reached when w = 1 or 6 = 0, and partial
wetting occurs when —1 < w < 1 or 0 < 8 < m. Both Laplace and
contact line equations describe locally stable configurations of
the droplet. In the present study, the wettability w can be regarded
as short-hand notation for cos 6. If we included line tension
effects, then we would have to distinguish between these two
quantities because w is then only one contribution to cos 6; see
refs 6 and 22.

For a patterned surface with a single circular lyophilic domain,
both the Laplace equation (eq 2) and the circular surface pattern

(22) Blecua, P.; Lipowsky, R.; Kierfeld, J. Langmuir 2006, 22, 11041-11059.
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are compatible with droplet shapes consisting of spherical caps.
Using a general stability criterion that has been derived in refs 23
and 24, it has been shown for droplets on homogeneous substrates
that spherical caps represent stable minima of the free energy
(eq 1) with respect to arbitrary shape variations.> The stability
criterion of refs 23 and 24 suggests that this result also holds in the
presence of a circular surface pattern if the surface becomes less
lyophilic with increasing distance from the center, as is the case for
a single circular lyophilic domain. For such spherical caps, there
are the three regimes I, II, and III of wetting behavior; see
Figure 2. The contact angle equation (eq 3) is fulfilled in regime
I, where the droplet is entirely within domain y and the contact
angle is given by cos 6, = w,, and in regime I1I, where the droplet
wets the surrounding O substrate and the contact angle is given by
cos 0, = w,. Because we consider piecewise constant wettabilities,
i.e., w, inside the domain and w; outside, the three-phase contact
line of the droplet is pinned at the boundary of the domain in
regime II. Because of this pinning of the contact line, there is
freedom of the contact angle, which can attain arbitrary values in
the range of 0, < 0 < 05"

We can express the free energy for a single droplet as given in
eq 1 in each of the three regimes in terms of the droplet volume.
We first define a dimensionless free energy and a dimensionless
volume via

f= F/ZnZaﬁaz and (5)

vg = Vg/(27/3)d’ (6)

We measure free energies in units of the surface energy of the o3
interface of a half sphere and droplet volumes in units of the
volume of such a half sphere.

Using eq 1 for a fixed volume together with the relations A, =
27R(1 = cos 0), Ag, = R’ sin” 6, and V= /3 R¥(1 — cos 6)° x
(2 + cos 0) as appropriate for spherical caps with a radius of
curvature R and a contact angle # and making use of the contact
angle equation (eq 3), we end up with

1
filo) = 5(2",8)2/3(2—3%, +Wy3)l/3 (7
1 23 NV
.fHI(Vﬁ) = 5(2\)‘3) (2—3w6 + ws ) + E(Wa —w}/) (8)

for regimes I and I1I, respectively. In regime I1, we cannot use the
contact angle equation (eq 3) but have the additional constraint
a = R sin 6, which gives the pair of equations

1 1

Ju(cos 0) = TTeosd 2" )

1 2—3cos6 +cos’ 6
Vﬁ:i

sin? 0 (10)

which can be solved explicitly for the volume dependence fi; (v);
see Supporting Information.
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The volumes at which the droplet gets pinned or at which it
depins to or from the boundary of the circular domain for
increasing droplet volume are given by

1 2=3w, +w,°

Vg, pin =3 W (11)
1 2=3ws + ws’

V6,dep = 0 T 0 (12)

2 (1—wy2)*/?

respectively. Now, we have explicit expressions for the free energy
of a single droplet f = f(vp) through all three wetting regimes: eq 7
applies in regime I for vz < v iy, €qs 9 and 10 apply in regime I1
for vg pin < v < Vg gep, and eq 8 applies in regime I11 for vg > vg ep,.
2.1.2. Two Droplets. For two droplets (1 and 2) on two
identical lyophilic circular domains with volumes v}l) and v}z)
(Figure 1c), which can exchange volume but have a fixed total
volume of vz = V};” + v};z), the total free energy is given by

(g )Y =108 +1 0 =) (13)

with the free energy f{vg) of a single droplet in regimes L, II, or I1I
as derived in the previous section.

Because each of the spherical caps is stable with respect to any
volume preserving shape variation, the total free energy (eq 13)
represents the restricted free energy minimum of the droplets for
given values of both v and V};l). Under volume exchange, the
restriction on volume v}}) is lifted, and v}}) will assume a value that
minimizes the total free energy (eq 13) for given wettabilities and
total volume v4. Thus, all of the equilibrium configurations can be
found by varying the total free energy (eq 13) with respect to v,
We can classify the morphological transitions between different
stable (or metastable) equilibrium states by following these sta-
tionary states as a function of the total volume vg or the
wettabilities w,, and wy. In all possible local equilibrium states
containing two droplets, the condition 8]’2(1/81/%1) = 0 is fulfilled.
This implies that both droplets have equal Laplace pressures or
equal radii of curvature. We also note that both droplets ineq 13
fulfill the contact angle equation (eq 3) by construction of the free
energy f(vg) of a single droplet.

3. Stability Criterion and Possible Morphologies

3.1. Stability Criterion. For two droplets, which can ex-
change volume, the condition of equal Laplace pressures is
complemented by the following necessary stability criterion:

States with two droplets can be stable only if at least one of
the droplets is pinned at the corresponding domain

boundary and has a contact angle of 6 < 7/2.  (14)

This additional stability criterion arises from the volume depen-
dence of the Laplace pressure of the droplets, and a detailed
derivation is given in the Supporting Information. The criterion is
based on the observation that on monotonically decreasing
branches of the Laplace pressure for a single droplet as a function
of its volume, volume exchange with a second droplet leads to an
instability: If a small volume is removed from the droplet, then the
Laplace pressure increases and the volume of the droplet tends to
decrease further. Monotonically increasing and, thus, stabilizing
branches of the Laplace pressure exist only for a pinned droplet
with a contact angle of 6 < /.

13496 DOI: 10.1021/1a901990z
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The criterion (eq 14) can also be generalized to systems
involving an arbitrary number of N circular domains with M <
N droplets, which can exchange volume: States containing M > 1
droplets can be stable only if at least M — 1 of the droplets are
pinned and have a contact angle of 6 < ™/,. Otherwise, a pair of
droplets can be found that become unstable under volume
exchange.

3.2. Possible Morphologies. For two droplets sitting on two
identical lyophilic circular domains of radius a, we can have a
variety of possible morphologies, which fulfill both the contact
angle equation (eq 3) and the condition of equal Laplace
pressures, i.e., equal radii of curvature, as shown in Figure 2.

Apart from the situation where we have only one droplet and
the corresponding three single-droplet regimes I, II, and III, we
can have three analogous regimes for two droplets: regime 1 with
two identical droplets in regime I, i.e., sitting inside y domains,
regime 3 with two identical droplets in regime III wetting the
surrounding lyophobic matrix, and regime 2, where two droplets
are in regime II with both of them pinned at the domain
boundary. In this latter regime 2, we can have two possible
equilibrium morphologies: a symmetric configuration with two
identical droplets (regime 2S) or a nonsymmetric configuration
with two complementary caps (regime 2C); see Figure 2. Both
droplets consist of the 5 phase and are in coexistence (or close to
coexistence) with the same a phase. As stated above, the radii of
curvature of the two droplets must then be equal; because both
droplets are pinned to the boundary, the droplets have equal
contact angles of 8" = #® in 2S and complementary contact
angles of 0V = 7 — 6 in 2C.%7

Finally, three additional morphologies can occur, and define
the regimes 4, 5, and 6; see Figure 2. In regime 4, the larger droplet
is pinned to the boundary, while the other one lies inside the y
domain with equal radius of curvature. The pinned droplet can
have both contact angles larger or smaller than ”/,. In regime 3,
the smaller droplet remains pinned to the boundary, while the
other one wets the surrounding lyophobic matrix. For equal radii
of curvature the pinned droplet must have a contact angle smaller
than "/». And in regime 6, the larger droplet wets the surrounding
matrix, while the smaller one lies inside the domain with equal
radius of curvature.

By applying our additional stability criterion (eq 14), we can
identify the possible (meta)stable morphologies. As stated, only
the regimes in which at least one droplet is pinned with contact
angle 6 < ™/, can be (meta)stable. This criterion implies that
droplets in regime 1, 3, and 6 are unstable because there are no
pinned droplets. In regime 4, configurations with the contact
angle of the pinned larger droplet larger than ™/, are unstable and
give rise to regime 4U, whereas configurations with a contact
angle of the pinned droplet smaller than ™/, can be metastable.
Apart from regimes I, II, and III with a single droplet, we are
thus left with four additional possible metastable morphologies:
two equal droplets pinned (regime 2S), two complementary
droplets pinned (regime 2C), only the larger droplet pinned with
0 <7/, (regime 4), and only the smaller droplet pinned (regime 5).
Hence, up to seven stable or metastable morphologies are
possible.

4. Morphology and Stability Diagrams

In this section, we will discuss the possible (meta)stable wetting
morphologies and transitions between these morphologies as a
function of several experimentally accessible control parameters,
the wettabilities w,, and wy, and the total volume v5. We want to
consider arbitrary wettabilities and will assume only that the
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Figure 3. Morphology and stability diagram in the (vg,w,) plane
for w,, = 1. Because of w,, = 1, the morphology diagram exhibits
only the three two-droplet morphologies 2S, 2C, and 5 as described
in Figure 2. There are symmetry-breaking and depinning transi-
tions between these two-droplet regimes. The depinning transition
lines between regimes 2S and 5 and between regimes 2C and 5 are
shown as black solid lines where the depinning transition is con-
tinuous and as solid green lines where it is discontinuous.
The lines meet at tricritical points ws .+ = —1 + 212 and W e ==
—0.225 (arrows). The dashed green lines show the corresponding
instability lines of the discontinuous transition. The solid turquoise
line vg sgr = 2 is the SBT line, which intersects the discontinuous
deﬁ)inning transition lines at the critical endpoint ws. = '/10(6 —
5112y~ —0.114 (arrow). In Figures 4 and 5, we show morphology
and stability diagrams in the (vg,w,) plane for the four representa-
tive values of wg, which are indicated by horizontal dotted lines: (a)
Wy =—0.5 <ws,e—, (b) ws = —0.15with ws . < ws <ws, (c) ws =
—0.2 with ws e < ws < wscy,and (d) ws =0.5> wsc.

y domains are lyophilic and that they are more lyophilic than the
0 substrate,

w, =cos @, >0 and w, =cosf, >cosby =ws  (I5)

in the following text. Our results are summarized in a series of
morphology and stability diagrams.

For each of the possible (meta)stable regimes, the free energy is
derived as a function of the wettabilities w,, and ws and the volume
vg; see the Supporting Information. A morphological transition
between two morphologies takes place when the corresponding
branches of the free energy as a function of the total volume v
intersect. This determines the location of the morphological
transition lines in the parameter space spanned by w,, ws, and
vg. A morphology looses its stability if the corresponding free-
energy branch ends because the corresponding local minimum
in the restricted free energy f(vg) = minvﬁm[fzd(vﬁ,v};”)] (eq 13)
vanishes in a bifurcation. This determines the instability (or
spinodal) lines for each regime. In the Supporting Information,
we present the details of the derivation of all transition and
stability lines. Here we will give the main results, which are
relevant to experimental applications. The morphological transi-
tion lines between the seven regimes are displayed in morphology
diagrams, and the corresponding instability lines are displayed in
stability diagrams.

In the morphology diagrams, the transition lines between
stable regimes are shown as a function of the wettability w,
(Figure 4) or wy (Figure 3) and the total volume vg. In a typical
experiment, the wettabilities are fixed by the surface chemistry of
the substrate. For the given wettabilities, it is then possible to
follow a horizontal line in the diagram by changing the total
volume v4. Thermal fluctuations are usually weak such that there
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are pronounced hysteresis effects at discontinuous morphological
transitions. The system remains in a metastable configuration
until it becomes unstable even if the stable state with the global
energy minimum has already changed. Therefore, the stability
diagrams that display the instability (or spinodal) lines (Figure 5)
are as important as the corresponding morphology diagrams.
Furthermore, there can be transitions between two metastable
morphologies if the corresponding metastable free-energy
branches intersect. Such transitions are also indicated in the
stability diagrams.

We find three classes of phase transitions: (i) depinning transi-
tions of the contact lines, (ii) symmetry-breaking transitions,
where the two droplets acquire different volumes and (iii) dewet-
ting transitions, where one domain dewets and one of the droplets
vanishes. We will show that depinning transitions between two-
droplet morphologies can be continuous or discontinuous de-
pending on the substrate wettability. In contrast, symmetry-
breaking transitions are always continuous, and dewetting transi-
tions are always discontinuous.

For an extremely lyophobic substrate with wettability ws = —1,
depinning transitions where the contact lines moves onto the 6
substrate are suppressed. For an extremely lyophilic domain with
wettability w, = 1, dewetting of any domain and, thus, single-
droplet morphologies are suppressed. If both ws = —1and w, =1,
then we only find a single symmetry-breaking transition.® To
investigate the interplay of depinning, symmetry-breaking, and
dewetting transitions of two droplets, it is useful to consider first
depinning and symmetry-breaking transitions, which are classi-
fied in a morphology diagram (Figure 3) in the (v, ws) plane for
extreme domain wettability w, = 1 such that dewetting is
suppressed and we always have two droplets. In the next step,
we then focus on additional dewetting transitions between dou-
ble- and single-droplet morphologies, which leads to several
morphology and stability diagrams (Figures 4 and 5) in the (vg,
w,) plane for representative values of w;.

4.1. Depinning Transitions between Single-Droplet Mor-
phologies. A single droplet can be in regime I, I, or III wetting
only one of the domains. In that case, the transitions from one
morphology to the other are pinning or depinning transitions
where the contact line pins to or depins from the domain
boundary. These transitions are continuous (as long as we ignore
possible line tension effects, see ref 22). The depinning transition
from morphology I to morphology II takes place at volume v i,
(eq 11), and the depinning transition from morphology II to
morphology III takes place at volume vg 4, (eq 12). They are
represented by the solid blue lines in the morphology diagrams in
Figure 4. The depinning transition line between regimes I and 11
depends only on the domain wettability w,. Likewise, the depin-
ning transition line between regimes II and III depends only on
the substrate wettability ws and therefore gives vertical lines in the
morphology diagrams in Figure 4 in the (v4, w,) plane.

4.2. Transitions between Two-Droplet Morphologies.
Transitions between two different two-droplet morphologies are
either symmetry-breaking transitions (SBTs), where the permuta-
tion symmetry of the two droplets is lost, or depinning transitions,
where a pinned droplet spreads onto the d substrate or retracts
onto the ¥ domain or combinations of both types.

In principle, transitions between different two-droplet mor-
phologies can be analyzed by studying bifurcations of the
corresponding free-energy branches fo5(vg), foc(Vp), fa(vg), and
/5(vp). For the two-droplet regimes, this bifurcation analysis of the
free energies is difficult because we have only parametric repre-
sentations of ﬁ;(v)/;) and f5(vg) in terms of the parameter
cos 81, where 6" is the contact angle of the pinned droplet.
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Figure 4. Morphology diagrams in the (v, w,) plane for four representative values of wy: (a) ws = —0.5 <ws o, (b) ws = —0.15 with ws ¢ <
Ws < Woer (€) Ws = 0.2 with ws o <ws < ws 4, and (d) ws = 0.5 > ws o+ Inall four cases, w,, > 0 and w,, > wgasineq 15. The morphology
diagrams exhibit the three single-droplet morphologies I, I, and 111 as well as the three two-droplet morphologies 2S, 2C, and 5 as described in
Figure 2. There are three types of morphological transitions: (i) continuous pinning and depinning transitions between the single-droplet
regimes, (i) discontinuous dewetting transitions from the two-droplet to the single-droplet regimes, and (iii) symmetry-breaking and
depinning transitions between the two-droplet regimes. The continuous pinning and depinning transition lines between single-droplet regimes
I, 11, and I1I are shown as blue lines. The continuous symmetry-breaking transition (SBT) line between regimes 2S and 2C is shown as a vertical
turquoise line and is present for ws < ws . in plots a and b. The depinning transition line between two-droplet regime 2S or 2C and two-droplet
regime 5 is shown as a dark-green line. Dewetting transition lines are explained in the text.

Therefore, we use a different method and study corresponding
bifurcations of the total volume v of both droplets as a function
of the parameter cos 6" instead. This method is explained in
more detail in the Supporting Information and is applied to
obtain all instability lines and transition lines between two-droplet
regimes. In the following text, we will present the main results of
this analysis. Because for w,, = 1 additional dewetting transitions
into single-droplet morphologies are suppressed, the findings of
this section are best summarized in a morphology and stability
diagram in the (vg, ws) plane for w,, = 1 in Figure 3.

4.2.1. Symmetry-Breaking Transition 2S—2C. If the system
starts in regime 2S with two equal droplets and we increase the
volume, then a continuous symmetry-breaking transition (SBT)
to morphology 2C takes place at the volume value of

V/j,SBT =2 (16)

It is independent of wettabilities and thus is represented by a
vertical turquoise line in all morphology and stability diagrams;
see Figures 3—5 . This transition is the only morphological
transition that is left if both domains are extremely lyophilic with
w, = 1 and the substrate is extremely lyophobic with ws = —13
The existence of the SBT can be explained by the stability
condition that at least one of the droplets must be pinned with
a contact angle of 6 < “/: for vz > 2 and in symmetric confi-
guration 2S, both droplets would become larger than half spheres
with contact angles of @ > ”/,, which makes this state unstable.
4.2.2. Depinning Transitions 2S/2C—5. For increasing vol-
ume starting from regime 2S or 2C, the larger droplet can
depin from the domain boundary and wet the ¢ substrate. This
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depinning transition depends only on the wettability ws of the
surrounding substrate and the total volume vg. Whereas depin-
ning transitions between single-droplet morphologies I, I1, and I11
are always continuous, depinning transitions between two-dro-
plet morphologies can become discontinuous. Because the second
pinned droplet, which must have a contact angle of 6" < 7/, to
stabilize the configuration according to our above stability
criterion (eq 14), has to remain in equilibrium with the depinning
droplet it has to undergo the corresponding changes in Laplace
pressure and thus radius of curvature. The depinning transition
can become first order or can be replaced by a direct instability
with respect to a single-droplet morphology if this results in a
sufficiently large volume change of the pinned droplet in the
opposite direction as the depinning droplet.

The analysis in the Supporting Information shows that the
depinning transition can become discontinuous in a range of
wettabilities ws .— < ws < ws ¢y, where ws .— and wy o determine
two tricritical points of the morphology diagram. These tricritical
points are at universal values of the wettability ws, which are
obtained as solutions of the quartic equation

0= 1+W5,Ci2 F s, ex (4 —3ws, o+ +W’éjci3) (17)
which leads to
Wo,em = —0.225, ws op = —1+V2=0414  (18)

These values are universal because the depinning transitions are
independent of the domain wettability w, and depend only on the
wettability ws of the surrounding substrate.
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Figure 5. Stability diagrams of all metastable two-droplet regimes in the (vg, w,,) plane for four representative values of ws: (a) ws = —0.5 <
Woe—s (D) ws = —0.15with ws . < ws <ws ¢, () ws = 0.2 withws ¢ < ws <ws ¢ +,and (d) ws = 0.5 > ws .. Inall four cases, w,, > 0 and w,, > w;

asin eq 15. The diagram shows the regions in the (vg,w,) plane where two-droplet morphologies 2S, 2C, and 5 remain metastable. The solid
yellow line represents the discontinuous transitions between single- and two-droplet regimes shown in the corresponding morphology
diagrams in Figure 4 in black, red, and green. Instability lines are shown as dashed lines. The instability line of regime 4 with respect to
dewetting is shown as a dashed dark-green line, and the instability lines of regime 2S with respect to dewetting (left) or depinning (right) are
shown as dashed black lines. The vertical solid dark-green line between regimes 2S and 4 indicates the continuous depinning and symmetry-
breaking transition between two metastable states 2S and 4 and ends at the critical point w,, . = —1 + 2'2 (arrows). The instability lines of

regimes 2C and 5 with respect to dewetting or depinning are shown as dashed red lines and dashed dark-green lines, respectively.

In the Supporting Information, we also derive explicit results
for the depinning transition lines between regimes 2C and 5 and
between regimes 2S and 5. In the stability diagram in Figure 3,
these depinning transition lines are shown as solid dark-green
lines where the depinning is discontinuous and as solid black lines
where it is continuous.

The transition line vg sgt = 2 of the continuous SBT between
regimes 2S and 2C terminates in a critical endpoint on the line of
discontinuous transitions between regimes 2S or 2C and regime 5.
The corresponding critical wettability is also given by a universal
value

~—0.114 (19)

Al
wa,c = 10
as derived in the Supporting Information. (For ws > w; . the SBT
line continues as a transition line between metastable states. It
terminates at ws = 0, where it meets the instability line of the 2S
regime.) This critical endpoint governs the morphology and
stability diagram in the (v, ws) plane; see Figure 3. For substrate
wettabilities ws < w; . there exist two distinct transitions: the SBT
between regimes 2S and 2C and the depinning transition between
regime 2C and 5. For a sufficiently lyophilic substrate with ws >
Ws o, however, symmetry breaking and depinning of two droplets
always happen in a single transition from regime 2S to regime 5.
The two tricritical points at universal values ws.— and wg ¢,
together with the critical endpoint at the universal value wy
define four representative parameter regimes of the substrate
wettability ws: (2) Ws < W e—, (b) W > Ws > W e, (C) Wy o > Ws >
Ws.er and (d) ws < ws .. For each parameter regime, we show
additional morphology and stability diagrams in the (vg, w,)
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plane for a fixed value of ws in Figure 4. For ws < wsc— in
Figure 4a, there is a continuous depinning transition 2C—5; for
Ws.— < Wy < W . in Figure 4b, there is a discontinuous depinning
transition 2C—35; for ws. < ws < ws . in Figure 4c there is a
discontinuous depinning transition 2S—35; and for ws > ws ., in
Figure 4d, there is a continuous depinning transition 2S—35.
In Figure 4c,d for ws > ws ., depinning and symmetry breaking
happen in a single transition.

4.2.3. Metastable Depinning Transition 2S—4. By starting
from regime 2S and decreasing the volume, one of the droplets can
depin from the domain boundary and retract to the y domain.
The detailed analysis given in the Supporting Information shows
that regime 4 is only metastable and the transition between
morphologies 2S and 4 is a depinning transition between meta-
stable morphologies. Therefore, the corresponding depinning
transition line and regime 4 itself do not appear in the morphology
diagrams in Figure 3 or 4 but only in the stability diagrams in
Figure 5, which are discussed in more detail below.

4.2.4. Bifurcation Diagram. For the experimental verifica-
tions of our results regarding the symmetry-breaking and depin-
ning transition between two-droplet morphologies, a bifurca-
tion diagram for two-droplet morphologies 2S, 2C, 4, and 5 is
useful, where we plot the volume difference Avg = v}l) — vff) asa
function of the total volume vy for each of the four two-droplet
morphologies. This bifurcation diagram can be constructed in a
parametric fashion using the results for volumes as a function
of the parameter cos 8V given in the Supporting Information.
The resulting bifurcation diagram Figure 6 shows four types of
branches corresponding to the four two-droplet regimes 2S, 2C, 4,
and 5 instead of only two branches, 2S and 2C, as for the case of
extreme wettabilities w, = 1 and ws = —1. Morphological
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Figure 6. Bifurcation diagram showing the volume difference Avg =
vg - 1/552) as a function of the total volume vz for two-droplet
regimes 2S (red line), 2C (black line), 4 (green line), and 5 (blue
lines). For regime 4, we used w,, = 0.8, and the four blue lines for
regime 5 are generated for the four representative values ws = 0.5,
0.2, —0.15, —0.3 (from left to right). Unstable branches are
indicated by dotted lines. A morphological transition takes place
where two lines meet. Single-droplet morphologies lie on the
black dotted lines corresponding to v};l) = 0 and 1/}32) = 0.
transitions take place where two types of branches meet. The
resulting branches can represent stable or metastable free-energy
minima or unstable free-energy maxima. Unstable branches are
indicated by dotted lines. Branch 2C ends where it meets the
branch corresponding to regime 5. Endpoints of the lines that
correspond to regime 4 or 5 represent the transitions into unstable
morphologies 1, 3, or 6, which are not shown. The unstable branch
corresponding to regime 4U represents the transition state for the
transition from morphology 2S to single-droplet morphology.

4.3. Dewetting Transitions between Single- and Two-
Droplet Morphologies. Finally, there are dewetting transitions,
where one of the domains completely dewets resulting in a
transition from a two-droplet into a single-droplet morphology.
These transitions are studied by comparing the free energies of the
corresponding two-droplet and single-droplet morphologies. Be-
cause these transitions represent transitions from a two-droplet
minimum with v};’) > 0 into a boundary minimum at 1/};2) =0
corresponding to a single-droplet regime, dewetting transition are
always discontinuous and morphological hysteresis effects have to
be studied. Therefore, we summarize our results both in morphol-
ogy diagrams and corresponding stability diagrams in Figures 4
and 5 in the (vg, w,) plane for four different values of ws. The four
values for ws are chosen as representative of the four regimes
arising from the above analysis of symmetry-breaking and
depinning transitions between two-droplet morphologies: (a) w,
<Wems (D) Wo e > Wo > Woomy (C) Wo o > Ws > We e, and (d) wy <
Wo et

A dewetting transition into the single-droplet regime I is not
possible. The volume of the corresponding initial two-droplet
state would not be sufficient to support a stable two-droplet
configuration with at least one pinned droplet. Therefore, only
transitions between single-droplet morphologies II and III and
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Figure 7. Plate with substrate wettability ws and circular lyophilic
domains of radius @ and wettability w,, on both sides of the plate,
which are connected by a cylindrical pore or capillary of small
radius / < a.

two-droplet morphologies 2S and 2C are possible. Likewise, the
total volume in two-droplet state 5 always exceeds the single-
droplet depinning volume v 4e,; therefore, morphology 5 can
dewet only into single-droplet morphology III. In the Supporting
Information, we derive explicit expressions for the dewetting
transition lines. Here we want to discuss the main features of
these transition lines.

Transition lines w,, jj—>s and w,, j;—»c to single-droplet regime 11
and wg rr1—2s, Wg,nr—2c, and wy, s to regime I1I join smoothly to
give a single line of discontinuous transitions between the single-
and two-droplet regimes, as can be seen in the morphology
diagrams in Figure 4. This line is roughly horizontal because
the dewetting transitions are driven by the competition between
the interfacial energy and the contact energy if one of the domains
dewets. This competition is governed by the wettability w, and
depends only weakly on the volume vg.

The dewetting transition lines w,, jj—»s (vg) and w,, 12 (vg) of
regime 2S exhibit a minimum. For dewetting transition 11-2S,
this minimum is attained at a universal value

w,=0.678 and 6, ~47.3°

vy = 1443 (20)

Along the first-order transition line, a Clausius—Clapeyron-like
equation holds, which relates the slope of the transition line to the
difference in Laplace pressure. At the minimum of the transition
line, the Clausius—Clapeyron-like relation leads to the condition
that morphologies on both sides of the transition line must have
equal Laplace pressures. This means that at the minimum, the
contact angles of morphologies 2S and IT are complementary, cos
01 = —cos 6,s. This additional condition leads to the above
results (eq 20) as derived in the Supporting Information. It follows
that below the critical wettability w¥ or for domain contact angles
0, > 03 one of the domains always dewets, independently of the
total volume.

The critical wettability w in eq 20 is universal (i.e., independent
of domain or substrate wettability) as long as the minimum in
the transition line is attained for a dewetting transition from
regime 28 to regime II. This phenomenon is reminiscent of the
wetting morphologies for a striped surface domain, where for
domain contact angles above a critical value of 38.2° the stripe
partially dewets and the liquid always attains a bulged configura-
tion instead of an extended channel configuration.'” For a
sufficiently lyophilic substrate 0 with vgge, < vj or ws >
—0.226, the minimum in the dewetting transition line of regime
2S is attained in regime III. Then, the resulting critical wettability
wj is no longer universal but becomes an increasing function
of the substrate wettability ws as derived in the Supporting Infor-
mation.

The existence of a minimum in the transition line also leads to
a reentrance of two-droplet regimes as a function of the
total volume. These two phenomena are relevant for possible
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applications involving controlled switching between single- and
two-droplet morphologies.

These features of the dewetting transitions can be recognized in
the morphology diagrams in Figure 4, which display the transi-
tion lines from regime 2S to regime II as a black line, from regime
2C to regime II or to regime III as a red line, and from regime 5 to
regime III as a green line. The dewetting transition line has a
minimum at wettability w} (indicated by arrows). For ws <
—0.226 in Figure 4a, this minimum is attained in regime I with
the universal value w3 = 0.678; see eq 20. For ws > —0.226 in
Figure 4b—d, this minimum is attained in regime I1I and depends
on the substrate wettability w,.

4.3.1. Instability Lines. We have shown that the dewetting
transitions between two-droplet morphology 2S or 2C and single-
droplet morphology II or I1I are always discontinuous, as well as
some of the depinning transitions between two-droplet morphol-
ogies. Therefore, these transitions involve strong morphological
hysteresis, which can be characterized by instability
(or spinodal) lines of the different single- and two-droplet regimes,
as shown in the stability diagrams in Figure 5 in the
(v, wy) plane for four different values of w;.

Single-droplet regimes I, II, and III correspond to boundary
minima v};z) = (, which remain metastable for all domain wetta-
bilities.

Regarding the dewetting transitions of the two-droplet mor-
phologies, the instability mechanism for regime 2S for decreasing
volume V exhibits an interesting behavior. Morphology 2S
becomes unstable with respect to dewetting if cos6”) = w,, and
the droplets start to retract onto the ¥ domain. For high domain
wettabilities w,, this retraction first leads to a depinning transition
to morphology 4 (solid black line in Figure 5), which is only
metastable as discussed above, before morphology 4 becomes
unstable at a slightly smaller volume with respect to a dewetting
transition into regime II or IIT (dashed dark-green line in
Figure 5). The depinning transition into regime 4 is always
continuous and depends only on the wettability w, of the lyophilic
domain and the total volume v4. The analysis in the Supporting
Information shows that a depinning transition from morphology
2S to morphology 4 is possible only for sufficiently lyophilic
domains with w,, > w,, ., where

Wye = —14+V2 (21)

is a critical point that is universal (i.e., independent of domain or
substrate wettability). For low domain wettabilities w,, < w,,
there is a direct dewetting instability of the 2S state with respect to
single-droplet morphology II or III (dashed black line in Figure 5)
if the droplets start to retract onto the y domain.

Upon increasing the volume v, regime 2S becomes unstable
with respect to depinning or symmetry breaking. According to the
morphology and stability diagram in Figure 3, we have to
distinguish three cases for the corresponding limits of stability
of regime 2S. For ws > 0, morphology 2S becomes unstable with
respect to depinning if cos 8 = wy, i.e., if one of the droplets
wets the O substrate. For ws > wy (Figure 5d), this instability
coincides with the continuous depinning transition into regime 5
(solid dark-green line. For 0 < ws < w; ., (Figure 5c), the resul-
ting instability line (vertical dashed black line) is different from the
discontinuous depinning transition line to regime 5. For ws < 0
(Figure 5a,b), the continuous SBT transition line vg sgr = 2 gives
the limit of stability of regime 28 for increasing volume vg.

Morphology 2C becomes unstable with respect to dewetting
upon increasing the volume v if the smaller droplet starts to
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retract onto the y domain, cos §V = w,, resulting in a dewetting
transition into single-droplet regime II or IIT (curved dashed red
line in Figure 5a,b).

Morphology 2C becomes unstable with respect to depinning
upon increasing the volume v if the larger droplet starts wet the 0
substrate, cos 8% = ws, resulting in a transition into regime 5.
According to the morphology and stability diagram in Figure 3,
we then have to distinguish two cases. For ws < w; . (Figure 5a),
this instability coincides with the continuous depinning transi-
tions into regime 5 (solid dark-green line). For 0 > ws > wg —
(Figure 5b), the resulting instability line (vertical dashed red line)
is different from the discontinuous depinning transition line to
regime 5.

Finally, morphology 5 can become unstable with respect to
dewetting if the volume vg is increased such that the smaller
droplet starts to retract onto the y domain, cos 6 V) = w,,. This
leads to dewetting into single-droplet regime III (dashed light-
green lines in Figure 5).

Upon decreasing the volume vg, morphology 5 becomes
unstable with respect to pinning if the larger droplet repins to
the domain boundary for cos 8 @ = ws. According to the
morphology and stability diagram Figure 3, we have to distin-
guish three cases. For wy < ws . (Figure 5a), the instability
coincides with the continuous pinning transition into regime 2C
(solid dark-green line) and for ws > ws ., (Figure 5d), it coincides
with the continuous pinning transition into regime 2C (solid dark-
green line). For ws . < ws < ws ¢, (Figure 5b,c), the resulting
instability lines (vertical dashed dark-green lines) are different
from the discontinuous depinning transition lines into regime 2S
or 2C.

5. Summary and Discussion

5.1. Summary. We have derived all seven possible stable or
metastable droplet morphologies by employing the stability
criterion (eq 14) based on the volume dependence of the Laplace
pressure, according to which states with two droplets can be stable
onlyif atleast one of the droplets is pinned and has a contact angle
of @ < 7/,. Furthermore, we have achieved a complete classifica-
tion of stable and metastable regimes by deriving morphology and
stability diagrams both in the control parameter plane spanned by
the total volume vg and the substrate wettability ws (Figure 3) and
the plane spanned by the total volume vg and the domain
wettability w, (Figures 4 and 5). The morphology diagrams
are governed by three types of morphological transition lines:
(i) depinning transitions of the contact lines, (ii) symmetry-break-
ing transitions, where the two droplets acquire different volumes,
and (iii) dewetting transitions, where one domain dewets and one
of the droplets vanishes.

Depinning and symmetry-breaking transitions give roughly
vertical lines in the morphology diagrams in Figure 4 because they
are mainly driven by volume change beyond a critical volume set
by the geometry of the surface domain and are (roughly)
independent of wettability. Dewetting transitions, however, give
roughly horizontal lines in the morphology diagrams because
they are driven by the competition between the interfacial energy
and the contact energy if one of the domains dewets.

We find a qualitative difference between depinning transitions
between single-droplet morphologies and depinning transitions
between two-droplet morphologies: Whereas depinning transi-
tions between single-droplet morphologies are always continu-
ous, depinning transitions between two-droplet morpho-
logies can become discontinuous. This qualitative change in
depinning behavior is governed by two tricritical points in the
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morphology diagram in Figure 3 at the universal substrate
wettabilities ws = wy 1 ; see eq 18. For ws.— ws < wscy, the
depinning transitions between morphologies 2S and 5 or mor-
phologies 2C and 5 become discontinuous.

The symmetry-breaking transition between morphologies 2S
and 2C is always continuous.® Depending on the substrate
wettability ws, symmetry breaking and depinning can happen in
a single transition between morphologies 2S and 5. This is the case
above a critical substrate wettability ws ., which represents a
critical endpoint of the symmetry-breaking transition lines be-
tween regimes 2S and 2C in the morphology diagram in Figure 3.

We also find that dewetting transitions between two- and
single-droplet morphologies are always discontinuous and exhibit
strong hysteretic effects that we quantified in the morphology and
stability diagrams in Figures 4 and 5. The morphology diagrams
also show that these dewetting transitions exhibit a reentrance
because of a minimum in the corresponding transition line. Below
the corresponding critical domain wettability w} in this minimum,
one domain always dewets in equilibrium, independent of the
total volume.

5.2. Experimental Realizations and Applications. Our
findings should be accessible to experiments. Only recently, so-
called capillary switches have been experimentally realized," '
which consist of two droplets at the circular orifices of a small
capillary with a diameter in the millimeter range.*>*' In these
realizations, volume exchange is achieved via the connecting
capillary, which is much faster than volume exchange via a
common vapor phase. Because these realizations are equivalent
to two droplets on two circular domains with extreme wettabilities
w, = 1 and ws = —1, they exhibit only the symmetry-breaking
transition between morphologies 28 and 2C at vgggr = 2.
Switching between the two morphologies 2S and 2C has been
achieved in these systems either by additional pressure pulses
applied to one of the droplets®®*! or by electroosmosis.'’ Both
techniques generated a pressure difference Ap between both
droplets that gives an additional term in the free energy (eq 1)
coupling to the volume difference Avg = v}l) - vg). This system
has been used to verify a bifurcation diagram as shown in Figure 6
experimentally by measuring droplet volumes for different me-
tastable configurations. For two droplets at circular orifices, as
for the case of extreme wettabilities w,, = 1 and ws = —1, only the
2S and 2C regimes occur.

Our results for arbitrary wettabilities should be experimentally
accessible using an analogous device consisting of a plate with
substrate wettability ws and circular lyophilic domains of radius
a and wettability w,, on both sides of the plate. The domains are
connected by a cylindrical pore or capillary of small radius / < ain
the middle of the domains (with the same wettability as the
domains in the inner walls), which allows for fast volume
exchange. For droplets much larger than the pore size /, imbibi-
tion of the liquid into the pore does not affect the overall shape of
a single droplet on one side of the plate, and the pore is always
filled because of constant Laplace pressure. Such a setup should
allow us to verify the full bifurcation diagram in Figure 6
experimentally by measuring droplet volumes in different meta-
stable configurations. In particular, such an experiment should
find four branches corresponding to possible metastable two-
droplet regimes 2S, 2C, 4, and 5 instead of only two branches 2S
and 2C as for the case of extreme wettabilities w, = 1 and ws = —1.
The setup could also be combined with electrowetting techniques
to allow control over wettabilities w, and wé,” and it should also
be possible to determine morphology diagrams as shown in
Figures 3 and 4 experimentally.
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One particularly useful application of this setup is the con-
trolled switching between single- and two-droplet morphologies.
This could be achieved for wettabilities and volumes close
to the corresponding discontinuous transition lines. Then addi-
tional pressure pulses Ap can induce switching between the
coexisting metastable single- and two-droplet morphologies.
The pressure difference Ap necessary to switch into two-droplet
morphology is governed by the size of the pore. To create a second
droplet of size / on the other side of the plate, which
can depin from the pore boundary and wet the domain, a Laplace
pressure on the order of Ap ~ Z4// is necessary. Finally, several
plates can be placed in close proximity such that switching to
a two-droplet morphology on both plates can induce the forma-
tion of a liquid bridge between both plates. By load-
ing both plates with different reactants and inducing the forma-
tion of a liquid bridge, such a device could be used as a micro-
reactor.
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List of Symbols
o vapor phase
a radius of the circular domain
Aup area of the liquid—vapor interface
Aap surface of the liquid—vapor interface
Ay surface of the liquid—solid interface
B liquid phase
0 lyophobic substrate
AP Laplace pressure

f dimensionless free energy (eq 5)

y lyophilic substrate

/ pore size in Figure 7

M mean curvature of the droplet

Py pressure of the vapor phase

Py pressure of the liquid phase

r radius of the contact area of a spherical droplet
R radius of curvature of a spherical droplet

o solid substrate

Zop interfacial energy of the liquid—vapor interface
Soo interfacial energy of the vapor—substrate interface
hI interfacial energy of the liquid—substrate interface

contact angle
6", 6@ contact angles of droplets 1 and 2
Vg volume of the droplet
Vg dimensionless volume (eq 6)
v};l), 1/};2) dimensionless volumes of droplets 1 and 2
w(x) local wettability (eq 4)

W w of the lyophobic matrix
Wy, w of the lyophilic domain
X coordinate on the substrate

Supporting Information Available: Appendices with deri-
vations of free energies for all droplet regimes, stability
criterion for two-droplet morphologies, details on the
bifurcation analysis method, and resulting expressions
for transition lines and instability lines. This material is
available free of charge via the Internet at http://pubs.acs.
org.
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