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ABSTRACT: Surfactants can adsorb in ﬂuid−ﬂuid interfaces and lower the interfacial
tension. Like surfactants, particles with appropriate wettability can also adsorb in ﬂuid−
ﬂuid interfaces. Despite many studies of particle adsorption at ﬂuid interfaces, some
confusion persists regarding the ability of (simple, nonamphiphilic) particles to reduce the
interfacial tension. In the present work, the interfacial activity of silica nanoparticles at
air−water and hexadecane−water interfaces and of ethyl cellulose particles at the interface
of water with trimethylolpropane trimethacrylate was analyzed through pendant drop
tensiometry. Our measurements strongly suggest that the particles do signiﬁcantly aﬀect
the interfacial tension provided that they have a strong aﬃnity to the interface by virtue of
their wettability and that no energy barrier to adsorption prevents them from reaching the
interface. A simplistic model that does not explicitly account for any particle−particle
interactions is found to yield surprisingly good predictions for the eﬀective interfacial
tension in the presence of the adsorbed particles. We further propose that interfacial
tension measurements, when combined with information about the particles’ wetting
properties, can provide a convenient way to estimate the packing density of particles in ﬂuid−ﬂuid interfaces. These results may
help to understand and control the assembly of nonamphiphilic nanoparticles at ﬂuid−ﬂuid interfaces, which is relevant to
applications ranging from surfactant-free formulations and food technology to oil recovery.
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and emulsions9−11 have been studied in a variety of ﬁelds
ranging from materials science to catalysis and from food
science to biomedicine and the use of chemical sensors. In
addition to foams and emulsions, new classes of soft materials,
such as bijels,12 colloidosomes,13 liquid marbles,14,15 and
capillary foams,16,17 have also been prepared using particles as
stabilizers.
Despite many studies about the adsorption of particles in the
interface, there appears to be no general consensus on whether
simple, nonamphiphilic particles adsorbed at an interface will
reduce the interfacial tension. Some studies show that often
particles do not do so,18−24 but other studies suggest that they
can,25−31as summarized in Table 1. Vignati et al. demonstrated
that the adsorption of silanized silica particles at the water−
isooctane interface did not lead to appreciable changes in
droplet interfacial tension.19 Fernandez-Rodriguez et al.
reported that functionalized silica particles and homogeneous
poly(methyl methacrylate) particles did not strongly reduce the
water−decane interfacial tension.20 Moghadamis et al. demonstrated that the presence of ZnO nanoparticles had no
signiﬁcant eﬀect on the n-decane−water interfacial tension.21
Pichot et al. observed no eﬀect of hydrophilic silica particles on
the vegetable oil−water interfacial tension.22 Drelich et al.

INTRODUCTION
Surfactants and amphiphilic macromolecules tend to adsorb in
ﬂuid−ﬂuid interfaces and lower the interfacial tension. The
interfacial adsorption of surfactants can also provide a steric or
electrostatic barrier to the coalescence of liquid droplets or of
gas bubbles. In addition to stabilizing emulsions and foams,
they act as wetting modiﬁers (wetting agents) in many products
such as detergents for laundry and dish washing, coatings, or
pharmaceutical formulations.1 Like surfactants, particles with
appropriate wettability can also adsorb to ﬂuid−ﬂuid interfaces;
in fact, they typically adsorb more strongly.2,3 The energy
required to remove a particle from the interface by transferring
it to the nearest ﬂuid bulk is given by4,5
ΔE = −πR2γij(1 − |cos θijp|)2

(1)

where γij denotes the surface (interfacial) tension, θijp is the
contact angle of a single particle at the interface, and R is the
particle radius. For particles in the colloidal size range, this
energy can easily exceed the thermal energy by orders of
magnitude and thus making particle attachment to the interface
practically irreversible.
As a result of this strong attachment, adsorbed particles can
inhibit bubble or droplet coalescence and coarsening. Since the
pioneering work of Ramsden and Pickering in the early 20th
century,6,7 numerous studies on using particles as stabilizers in
the interface have been conducted. Particle-stabilized foams8
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Table 1. Summary of Recent Work on the Eﬀect of Particle Adsorption on the Interfacial Tension
particle
silanized silica particles
functionalized silica particles
homogeneous poly(methyl methacrylate)
particles
ZnO
hydrophilic silica particles
hydrophobic silica particles
sterically stabilized pH responsive latex
particles
charge-stabilized titania
ethyl cellulose particles

type of interface

change of interfacial tension

ref

water−isooctane
water−decane
water−decane

no obvious change
no obvious change
no obvious change

Vignati et al.19
Fernandez-Rodriguez et al.20
Fernandez-Rodriguez et al.20

n-decane−water
vegetable oil−water
paraﬃn oil−water
hexadecane−water (pH = 2)

no
no
no
no

Moghadamis et al.21
Pichot et al.22
Drelich et al.23
Manga et al.24

air−water
air−water

signiﬁcant decrease
decrease from 72.3 to 38.9
mN/m
decrease from 72.8 to 50.0
mN/m
slight decrease
slight decrease
decrease from 30 to 8.5
mN/m
decrease from 23.2 to 9.7
mN/m
signiﬁcant decrease

partially hydrophobic fumed silica
particles
Au-cit or Au-TEG nanoparticles
Au-TEG or PS particles
carboxyl-terminated carbon black (CB)
particles
gold nanoparticles

air−water
octaﬂuoropentyl acrylate (OFPA)−water
ﬂuorohexane−water
n-dodecene−water

cellulosic particles

air−water and triethylene glycol dimethacrylate
(TEGDMA)−water

toluene−water

obvious
obvious
obvious
obvious

change
change
change
change

Dong et al.25
Bizmark et al.26
Stocco et al.27
Du et al.28
Du et al.28
Powell et al.29
Hua et al.30
Zhang et al.31

provides a convenient way to estimate the packing density of
particles in ﬂuid−ﬂuid interfaces by combining dynamic
interfacial tension measurements with information about the
particles’ wetting properties.

showed that no interfacial tension reduction was observed at
the paraﬃn oil−water interface in the presence of hydrophobic
silica particles.23 Manga et al. found that charge-stabilized
particles had little or no inﬂuence on the interfacial tensions.24
Other studies demonstrated that particles can lower the
interfacial tensions.25−31 Dong et al. showed that the surface
tension of charge-stabilized titania suspensions ﬁrst decreased
signiﬁcantly and then increased to a plateau with the increase of
particle concentration.25 Bizmark et al. reported that the
adsorption of ethyl cellulose particles lowered the surface
tension of air−water interface from 72.3 to 38.9 mN/m.26
Stocco et al. demonstrated that partially hydrophobic fumed
silica particles could reduce the air−water surface tension value
from 72.8 to around 50 mN/m.27 Du et al. showed that the
adsorption of Au-cit or Au-TEG nanoparticles to the
octaﬂuoropentyl acrylate (OFPA)−water interface and the
adsorption of Au-TEG or PS particles to the ﬂuorohexane−
water interface all slightly lowered the interfacial tension.28
Powell et al. reported that carboxyl-terminated carbon black
(CB) particles could decrease the n-dodecene−water interfacial
tension from 30 to 8.5 mN/m.29 Hua et al. found that gold
nanoparticles could lower the toluene−water interfacial tension
from 23.2 to 9.7 mN/m.30 In an earlier study, we found that
cellulosic particles can be used to change both air−water
surface tension and oil−water interfacial tension.31 When a
signiﬁcant interfacial tension reduction is observed, the eﬀect is
generally explained by a large adsorption energy of particles at
the interface. When no change in interfacial tension is observed,
the results are often declared “not surface active” even though
adsorption is believed to take place.32
In this paper, we present a systematic study of interfacial
tension eﬀects caused by silica particles with diﬀerent
hydrophobicity. Our results suggest that these particles can
change the interfacial tension as long as they have suﬃciently
strong aﬃnity for the interface and do make physical contact
with it. A simple model that does not explicitly account for any
particle−particle interaction is seen to predict surprisingly well
the eﬀective interfacial tension due to the adsorption of
particles in the ﬂuid−ﬂuid interfaces. Finally, this study

■

MATERIALS AND METHODS

Materials. Wacker-Chemie AG provided fumed silica particles in
powder form with diﬀerent degrees of hydrophobicity: HDK N20
(unmodiﬁed, 100% SiOH coverage) and MM038-5 (68% methylsilyl
capped, 32% SiOH). Methylsilyl modiﬁcation was performed by the
manufacturer through reaction with dichlorodimethylsilane.33 Direct
measurement of the particle contact angle, for example, by the gel
trapping method,34 freeze-fracture shadow-casting cryo-scanning
electron microscopy (FreSCa cryo-SEM),35 or digital holography,36
is a challenging task for small particles of fumed silica with
nonspherical shapes. The wettability of silica particles was assessed
in an approximate fashion by measuring the contact angle of a water
drop in air on a pressed tablet of silica particles. The particles’
hydrodynamic radius in water was measured by dynamic light
scattering using a Malvern Zetasizer Nano ZS90. The hydrodynamic
radius and wettability of silica particles are shown in Table 2.

Table 2. Hydrodynamic Radius and Wettability of Silica
Particles with and without Surface Modiﬁcation. Contact
Angle Data of 100% SiOH Silica Particles Were Obtained
from the Literature37
particle
(residual
silanol)

surface
modiﬁcation

particle hydrodynamic
radius (nm) in water

contact angle at air−
water interface (deg)

100% SiOH
32% SiOH

none
68%
methylsilyl

252 ± 19
239 ± 22

20 ± 5
114 ± 9

Trimethylolpropane trimethacrylate (TMPTMA) and n-hexadecane
were bought from Sigma-Aldrich. TMPTMA was treated with Al2O3 to
remove an inhibitor present in the purchased monomer and was
enriched with 6 wt % of the photoinitiator benzoin isobutyl ether for
experiments requiring polymerization. The n-hexadecane was puriﬁed
by mixing it with basic alumina and silica gel, allowing it to stand
overnight, and then separating it through centrifugation. Ultrapure
water with a resistivity of 18.2 MΩ·cm (Barnstead) was used. Since the
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partially hydrophobic silica particles (32% SiOH) do not disperse
easily in DI water, aqueous dispersions were prepared by ﬁrst
dispersing the particles in acetone and then transferring them to the
DI water using repeated centrifugation and replacement of the
supernatant.
Synthesis and Characterization of Ethyl Cellulose Nanoparticles. Ethyl cellulose (EC) particles were synthesized by following
the reported method.38 Brieﬂy, a 1 wt % solution of EC (SigmaAldrich, product code: 247499-100G) in acetone was prepared using a
magnetic stirrer at 1100 rpm and 45 °C until the EC was dissolved. An
equal volume of ultrapure DI water was then quickly poured into the
EC solution while stirring it at 1100 rpm, after which the solution
became turbid as a result of EC nanoparticles’ nucleation and growth.
Then the acetone and part of the water were removed by evaporation,
and the EC particle suspension was puriﬁed by passing it three times
through a C18−silica chromatographic column (Phenomenex) that
had been preactivated with an acetonitrile−water (80:20) mixture and
ﬂushed several times with hot DI water. The hydrodynamic radius of
the EC particles in the presence of 50 mM NaCl was measured
through dynamic light scattering using a Malvern Zetasizer Nano
ZS90. The diameter of the EC particles inferred from the z-average of
the diﬀusion coeﬃcient is 102 ± 13 nm. The contact angle of EC
particles in the TMPTMA−water interface was also measured. The
detailed procedure and result are presented in the following sections.
Tensiometry. The dynamic interfacial tension was measured via
axisymmetric drop shape analysis using a Ramé-hart goniometer
(model-250). This method has been widely used for determining the
evolution of the interfacial tension due to the adsorption of particles to
the interface. Brieﬂy, a pendant droplet was created by a syringe with a
steel needle, and a CCD camera was programmed to capture the
variation of drop shape over time. The interfacial tension was obtained
by analyzing the contour shape resulting from the balance of
gravitational forces and tension forces. All experiments were
performed at a room temperature of 21 °C. The dynamic and longterm interfacial tensions for air−water and oil−water in the absence
and presence of particles were measured at diﬀerent particle
concentrations. In all our measurements, the interfacial tension has
reached steady state and remained constant after 1800 s, so we took
the value at t = 1800 s as the long-term interfacial tension.
Contact Angle. Prior to the experiment, a TMPTMA phase and a
water phase were mutually saturated by vigorously mixing equal liquid
volumes overnight and separating them with centrifugation until phase
separation was achieved. The contact angle of EC particles in the
TMPTMA−water interface was investigated using a Ramé-Hart
goniometer and a TMPTMA droplet in water on a proxy surface
mimicking the EC particles. An EC-coated substrate was prepared
from particles dissolved in acetone using spin coating (1000 rpm, 60
s). The measurements were carried out in a quartz cell ﬁlled with
water. The substrate was submerged in the quartz cell and suspended
by a holder. A drop of TMPTMA, which is slightly denser than water,
was then deposited on the substrate with a 22 gauge needle.
Packing Density. The packing density (ϕ) of EC particles in the
TMPTMA−water interface was measured by analyzing scanning
electron microscopy (SEM) images of particles trapped in a
polymerized TMPTMA droplet. Brieﬂy, a droplet of TMPTMA
immersed in an EC particles suspension was created by a syringe with
a steel needle. After the EC particles adsorbed to the interface (at t =
1800 s, this time scale is selected based on the dynamic surface tension
measurement result in which the surface tension shows steady sate at
1800 s), the TMPTMA droplet was polymerized using a UV lamp.
The cured TMPTMA droplets with EC particles in the interface were
sputter-coated with a thin layer of gold, and SEM images were taken
using a Zeiss Ultra60 ﬁeld emission scanning electron microscope (FESEM; Carl Zeiss Microscopy, LLC North America, Peabody, MA).

hydrophilic silica particle (100% SiOH) suspension was
measured by pendant drop shape analysis using a Rame-hart
tensiometer. Figure 1a shows that the surface tension remains

Figure 1. Interfacial activity of hydrophilic silica particles (100%
SiOH) in the air−water interface. (a) Surface tension over time for 1
wt % particle dispersion. (b) Steady state surface tension obtained at t
= 1800 s for various particle concentrations. (c) Surface tension over
time for 1 wt % particle dispersion in the presence of 50 mM NaCl.
(d) Steady state surface tension obtained at t = 1800 s for various
concentrations of the surface-modiﬁed silica particles in the presence
of 50 mM NaCl. Error bars represent the standard deviation of at least
three replicate measurements.

unchanged over time. In addition, we determined the
dependence of the surface tension (taken at t = 1800 s) on
particle concentrations ranging from 0 to 2 wt %. Figure 1b
shows some scatter in the surface tension measured for
diﬀerent particle concentrations, but in general, the surface
tension of hydrophilic silica particle suspensions remained
within ±1 mN/m of the value for particle-free deionized water.
Figure 1b demonstrates that hydrophilic silica particles do not
signiﬁcantly reduce the tension of the air−water interface. We
ﬁrst suppose that an energy barrier to particle adsorption may
limit the interfacial activity of hydrophilic silica particles. It is
well-known that both silica particles in water and a bare air−
water interface tend to carry an electric surface charge due to
dissociable surface groups in the case of silica39 and due to ion
adsorption in the case of the air−water interface.40−42 As a
result, an electrostatic barrier can hinder the particle adsorption
at the air−water interface26,43,44 in a similar way that
electrostatic barriers can hinder particle adsorption to oil−
water interfaces.45−47 For particles near an air−water interface,
repulsive London−van der Waals interaction with the interface
also oppose particle adsorption.48 The electrostatic interaction
between particles and the interface can be screened by salt ions.
To test our hypothesis, we measured the dynamic surface
tension of a 1 wt % dispersion of the same hydrophilic silica
particles (100% SiOH) containing 50 mM NaCl. Figures 1c
and 1d demonstrate that hydrophilic silica particles do not
show signiﬁcant interfacial activity even in the presence of salt.
We then believe that 100% SiOH silica particles are too
hydrophilic to adsorb strongly at the air−water interface (the
contact angle with the air−water interface is 20 ± 5°).49 Okubo
et al. tested the eﬀects of colloidal particles on the equilibrium

■

RESULTS AND DISCUSSION
Eﬀect of Silica Particles on Water Surface Tension. To
study the inﬂuence of simple, nonamphiphilic particles on the
surface tension of water, the surface tension of 1 wt %
4513
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In a control experiment with particle-free 1 M NaCl solution
(at a concentration 40 times greater than its concentration used
in the measurement), the surface tension as a function of time
remains constant at 70.4 mN/m, showing the salt does not
introduce surface-active impurities. Another battery of control
experiments was carried out to conﬁrm that the large reduction
in surface tension was due to particle adsorption at the air−
water interface and not due to the adsorption of water-soluble
impurities originating with the silica particles or the residual
acetone. The dynamic surface tension of the supernatant of a
centrifuged dispersion of the hydrophobic silica particles was
measured and shows close agreement with the surface tension
of ultrapure DI water, which suggests that there are no
signiﬁcant surface-active contaminations or impurities in the
particle suspension used in our study. The results of these
control experiments verify that the change of the surface
tension of the particle dispersion is caused by the particle
adsorption and not by the salt or by impurities in the starting
materials.
Eﬀect of Particles on the Tension of Hexadecane−
Water Interfaces. We also investigated the eﬀect of particles
on oil−water interfacial tension. The tension of a hexadecane−
water interface was measured with silica particles dispersed in
the water phase. Figure 3a shows the eﬀective interfacial

air−water surface tension and also found that hydrophilic
colloidal silica can increase or decrease the equilibrium surface
tension at the air−water interface only slightly.50
Expecting that hydrophobically modiﬁed silica particles with
a strong aﬃnity to the air−water interface can substantially
reduce the surface tension, we turn to a system containing the
more hydrophobic silica particles (32% SiOH), which can
strongly adsorb on the air−water interface and are known to be
good stabilizers for aqueous foams.51 We measured the
dynamic surface tension of 1 wt % particle dispersion over
time as particles adsorbed at the interface (Figure 2a). We also

Figure 2. Interfacial activity of partially hydrophobized silica particles
(32% SiOH) in the air−water interface. (a) Surface tension over time
for 1 wt % particle dispersion. (b) Steady state surface tension
obtained at t = 1800 s for various particle concentrations. (c) Surface
tension over time for 1 wt % particle dispersion in the presence of 50
mM NaCl. (d) Steady state surface tension obtained at t = 1800 s for
various concentrations of the surface-modiﬁed silica particles in the
presence of 50 mM NaCl. Error bars represent the standard deviation
of at least three replicate measurements.

Figure 3. Interfacial activity of silica particles in the hexadecane oil−
water interface. (a) Steady state hexadecane−water interfacial tension
obtained at t = 1800 s with hydrophilic silica particles (100% SiOH) at
various particle concentrations. (b) Steady state hexadecane−water
interfacial tension obtained at t = 1800 s with hydrophobic silica
particles (32% SiOH) at various particle concentrations. Error bars
represent the standard deviation of at least three replicate measurements.

investigated the steady state surface tension (taken at t = 1800
s) of the aqueous dispersion with various concentrations of the
same, partially hydrophobized silica particles ranging from 0 to
2 wt %. Figure 2b shows that the more hydrophobic silica
particles slightly decrease the surface tension. To test whether
the interfacial activity of these partially hydrophobized silica
particles are limited by the electrostatic energy barrier, we
measured the dynamic surface tension of a 1 wt % dispersion of
these particles containing 50 mM NaCl. Figure 2c clearly shows
that the surface tension decreases with time and reaches a lower
steady state value than in the absence of salt, indicating partially
hydrophobized silica particles display signiﬁcant interfacial
activity if the electrostatic interaction between the particle and
the interface are screened by salt. We also studied the
dependence of steady state surface tension on the particle
concentration. Figure 2d shows that the long-term surface
tension ﬁrst decreases signiﬁcantly with an increase in the
particle concentration and then slightly increases with a further
increase of particle concentration. We did not study the surface
tension in the presence of even higher particle concentration
(larger than 2 wt %) because the particle suspension becomes
viscous at a higher particle concentration in the presence of salt.

tensions (taken at t = 1800 s) of the alkane with aqueous
suspensions of the hydrophilic silica particles (100% SiOH) for
particle concentrations ranging from 0 to 2 wt %. Figure 3a
demonstrates that these hydrophilic silica particles have no
strong eﬀect on interfacial tension or only slightly decrease/
increase the interfacial tension at the hexadecane−water
interface. These results are expected from the weak aﬃnity of
very hydrophilic particles for the hexadecane−water interface.
The poor long-term emulsion stability illustrated in Figure 4a
also conﬁrms the weak adsorption of hydrophilic silica particles
at the hexadecane−water interface. Figure 3b shows the
eﬀective interfacial tension (at t = 1800 s) of hexadecane
with relatively hydrophobic silica particle (32% SiOH)
suspensions in a particle concentration range from 0 to 2 wt
%. Figure 3b demonstrates that the hydrophobically modiﬁed
silica particles (32% SiOH) produce a larger reduction in
interfacial tension than the very hydrophilic silica particles
(100% SiOH). As shown in Figure 4b, the hydrophobically
modiﬁed silica particles also mediate very good emulsion
4514
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particles in the interface, and ΔEad is the energy beneﬁt per
particle adsorbed from the water phase, given by2,4,5
ΔEad = −πR2γij(1 − cos θij p)2

(3)

where R is the radius of the particle and θijp is the particle’s
equilibrium contact angle with the ﬂuids i and j interface,
measured through the water phase by convention.
From the thermodynamic deﬁnition of surface tension as the
change in free energy per unit surface area, we can write an
expression for the eﬀective interfacial tension of the particle
covered interface28
γij′ = (∂E′/∂A)NS / A = γij + NSΔEad /A

(4)

Combining eqs 3 and 4 yields the eﬀective interfacial tension γ′ij
of the interface between two ﬂuids i and j in the presence of
particles as28
γij′ = γij(1 − ϕ(1 − cos θijp)2 )

(5)

where ϕ = NSπR /A is the packing density (area fraction) of the
particles adsorbed in the interface.
Comparison between Theoretically Predicted and
Experimentally Measured Eﬀective Interfacial Tension.
According to eq 5, an estimate of the eﬀective interfacial
tension in the presence of particles, γij′, can be obtained from
independently measured values of γij, θijp, and ϕ. The interfacial
tension γij can be measured by a variety of methods, including
axisymmetric drop shape analysis, as shown in our study. The
three-phase particle contact angle (θijp) can be determined
using following methods:52 indirect measurement (drop shape
techniques, capillary rise methods, and surface pressure−area
isotherms), direct measurement of multiple particles by the gel
trapping method34 or freeze−fracture shadow-casting cryoscanning electron microscopy,35 and direct measurements of
single particles using digital holography.36 As for the particle
packing density, it can sometimes be inferred from direct
microscopic observation; alternatively, it is possible to measure
the average center-to-center distance between neighboring
particles by use of in situ small-angle X-ray scattering.53 An
obvious question is how predictions for the eﬀective interfacial
tension γij′ in the presence of adsorbing particles from eq 5,
with independently measured values of γij, θijp, and ϕ, compare
to direct measurements of γij′. To address this question, we
switched to a diﬀerent system (TMPTMA−water interface),
where the oil phase can be easily polymerized; thus, both the
three-phase contact angle and the packing density are relatively
easily to be measured. We examined the steady state interfacial
tension of TMPTMA and water in the presence of 0.2 wt % EC
particles. The eﬀective interfacial tension of an EC particleladen TMPTMA−water interface was obtained through eq 5
and independent measurements of γij, θijp, and ϕ. A tension of
19.2 ± 0.1 mN/m was obtained from axisymmetric drop shape
analysis. The contact angle of EC particles in the TMPTMA−
water interface is estimated as 89.9 ± 4.3° from the contact
angle of ﬁve TMPTMA drops under water on an EC-coated
substrate (Figure 5a). TMPTMA is photopolymerizable, and
recent studies indicate that the polymerization process does not
change its interfacial properties.54−56 Consequently, polymerizing a particle-laden TMPTMA droplet (Figure 5b) yields a
solid version of the particle-decorated oil interface that
facilitates the observation of the embedded particles. We
examined two polymerized TMPTMA droplets by SEM and
analyzed the area fraction of particles in 22 diﬀerent locations
2

Figure 4. Long-term stability of hexadecane−water emulsions
stabilized by silica particles. Aqueous 1 wt % dispersions of silica
particles with an equal volume of hexadecane (stained with oil-soluble
red dye Sudan III) were mixed using a rotor-stator homogenizer (IKA
Ultra-Turrax T10) for 3 min at 11 000 rpm. (a) Unstable hexadecane−
water emulsion prepared with hydrophilic silica particles (100%
SiOH). (b) Stable hexadecane−water emulsion prepared with partially
hydrophobized silica particles (32% SiOH).

stability, which further supports the notion that these particles
adsorb strongly at the oil−water interface.
We further studied the inﬂuence of added salt on the
reduction of hexadecane−water interfacial tension for dispersions of both particle types. Figures 3a and 3b show that the
interfacial tension (after 1800 s) of hexadecane with the
aqueous silica dispersions water is fairly insensitive to the
presence of salt, suggesting that neither particle type
experiences a signiﬁcant barrier to adsorption at the oil−
water interface. In the case of air−water interfaces, London−
van der Waals interaction is repulsive, whereas for oil−water
interfaces that interaction is attractive, which might contribute
to the weaker adsorption barrier in the oil−water interface.
Theoretical Estimate of Eﬀective Interfacial Tension.
The results presented above suggest that particles can reduce
interfacial tensions if they do adsorb (overcoming any
adsorption barrier) and have favorable wetting (a wetting
angle not extremely far from 90° implies strong aﬃnity to the
interface). Next, we examine whether the observed particle
eﬀect on interfacial tension can be predicted theoretically. If
particle−particle interactions are neglected (a common but
potentially problematic approximation,32 whose merit will be
discussed further below), then the eﬀective interfacial energy
takes the form as shown by Du et al.:28
E′ = γijA + NSΔEad

(2)

where γij is the tension of bare interface between two ﬂuids i
and j, A is the interfacial area, NS is the number of adsorbed
4515
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Figure 6. Comparison between theoretically predicted and experimentally measured eﬀective interfacial tension. The ﬂuorohexane/
water result was based on ref 28.

polystyrene particles functionalized with amidine by monitoring
the reduction of eﬀective interfacial tension in the ﬂuorohexane−water interface and assuming a closed-packed monolayer.
From the contact angle, interfacial tension of the bare interface,
and eﬀective interfacial tension due to the adsorption of
particles from this study, and assuming close packing of
particles in the interface, eq 5 would predict an eﬀective
interfacial tension of 23.2 ± 0.10 mN/m, in (unwarrantedly
precise) agreement with the reported experimental result
(Table 4). These comparisons suggest that eq 5 may provide
a reasonable estimate of the eﬀective interfacial tension with
particles adsorbed in ﬂuid−ﬂuid interfaces.
Packing Density Estimated from Dynamic Surface
Tension Measurement. The concentration of colloidal
particles adsorbed to a ﬂuid−ﬂuid interface, which can be
quantiﬁed as particle packing density or area fraction, plays a
central role in many scientiﬁc problems and practical
applications, for example, in the stabilization of foams and
emulsions, food processing, and the colloidal assembly of
functional microcapsules for pharmaceutical, agrochemical, or
cosmetic formulations. Predicting the packing density of
interfacially adsorbed particles can be diﬃcult because it is
strongly inﬂuenced in ways that are not well understood, by the
interaction between particles adsorbed in the interface and the
distributions of particle sizes and shapes. Similarly, it can be
challenging to determine the packing density experimentally,
especially for small particles or nanoparticles with a wide
distribution of sizes or shapes. Clearly, an appropriate average
may be more useful than a local value. Small-angle X-ray
scattering (SAXS) and small-angle neutron scattering (SANS)
provide such an average but require special instruments and
sample preparation. Equation 5 implies that dynamic surface
tension measurements (γij′ and γij), when combined with
information about the particles’ wetting properties (θijp),
provide a convenient and accurate way to assess the packing
density of particles in ﬂuid−ﬂuid interfaces. Table 5 shows
predicted packing densities obtained from eq 5 with measured
tensions and contact angles. The predicted packing density of
0.58 ± 0.09 for EC particles in the TMPTMA/water interface
agrees well with the experimentally obtained local value of 0.60
± 0.07 (Table 5 and Figure 7). For the adsorption of EC
particles in the air−water interface, the predicted packing
density of 0.90 ± 0.05 shows close agreement with the

Figure 5. Measurements of contact angle and packing density of
particles in ﬂuid−ﬂuid interfaces. (a) Image of a TMPTMA drop on a
ﬂat EC particle thin ﬁlm placed inside the water medium. (b)
Experimental setup for the measurement of the particle packing
density in the TMPTMA−water interface. (c, d, e, f) SEM images of
trapped EC particles at diﬀerent locations on a polymerized
TMPTMA droplet. Scale bars are 200 nm.

of the interfaces. Figures 5c−f are four representative SEM
images of particles in diﬀerent places of a polymerized
TMPTMA droplet. From these images, we calculated the
corresponding packing density of particles in the interface (as
shown in Table 3). With the measured γij, θijp, and ϕ, the
calculated the eﬀective interfacial tension of TMPTMA−water
interface in the presence of 0.2 wt % EC particles is 7.7 ± 2.2
mN/m (Figure 6 and Table 4). The large relative uncertainty of
the calculated eﬀective interfacial tension might be attributed to
the challenge of obtaining accurate packing density and contact
angle data for nanoparticles with a wide distribution of sizes
and shapes in the ﬂuid−ﬂuid interfaces.
The eﬀective interfacial tension of the TMPTMA−water
interface in the presence of 0.2 wt % EC particles was also
experimentally obtained by pendant drop tensiometry. The
eﬀective TMPTMA−water interfacial tension initially decreases
and then reaches a plateau value of 8.0 ± 0.1 mN/m, which
agrees reasonably well the calculated eﬀective interfacial tension
of 7.7 ± 2.2 based on eq 5. As a further test of eq 5, the
adsorption of EC particles in the air−water interface was
studied (Table 4). Since the packing density of EC particles was
not accessible experimentally in this case, we increased the
particle bulk concentration (up to 0.1 wt %) until no further
decrease in surface tension (within 1800 s) could be achieved
and assumed dense packing (ϕ = 0.91) of the air−water
interface. The measured surface tension at this point is 39.6 ±
0.2 mN/m, which agrees well with the calculated eﬀective
surface tension of 39.2 ± 1.7 mN/m based on eq 5. In a study
reported in 2010, Du et al.28 measured the adsorption energy of

Table 3. Packing Density and Contact Angle of EC Particles in the TMPTMA−Water Interfaces
Φ
θ (deg)

0.52
0.71
86.2

0.48
0.59
85.4

0.52
0.62
89.5

0.56
0.70
95.6

0.58
0.59
92.6

0.49
0.70
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0.68
0.62

0.55
0.63

0.69
0.62

0.60
0.57

0.48
0.68

average

STD

0.60

0.07

89.9

4.3
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Table 4. Theoretically Predicted and Experimentally Measured Eﬀective Interfacial Tension of Particles in Fluid−Fluid
Interfaces
particles
ethyl
cellulose
ethyl
cellulose
polystyrene

packing
density

contact angle
(deg)

interfacial tension
(mN/m)

predicted eﬀective interfacial
tension (mN/m)

measured eﬀective interfacial
tension (mN/m)

TMPTMA and
water
air and water

0.6 ± 0.07

89.9 ± 4.3

19.2 ± 0.1

7.7 ± 2.2

8.0 ± 0.1

0.91

72.6 ± 1.1

70.9 ± 0.2

39.2 ± 1.7

39.6 ± 0.2

ﬂuorohexane and
water

0.91

36.9a

24.1 ± 0.1

23.2 ± 0.1

23.2 ± 0.1

interfaces

a

The value here was inferred from ref 28, which reported the cosine of the contact angle as ranging from 0.8 to 1 and found the upper limit of the
corresponding contact angle range, 36.9°, to be consistent with the independently determined energy of particle binding to the interface.

Table 5. Theoretically Predicted and Experimentally Measured Packing Density of Particles in Fluid−Fluid Interfaces
particles

interfaces

ethyl
cellulose
ethyl
cellulose
polystyrene

TMPTMA and
water
air and water

a

ﬂuorohexane and
water

contact angle
(deg)

interfacial tension
(mN/m)

eﬀective interfacial tension
(mN/m)

predicted packing
density

measured/close packing
density

89.9 ± 4.3

19.2 ± 0.1

8.0 ± 0.1

0.58 ± 0.09

0.60 ± 0.07

72.6 ± 1.1

70.9 ± 0.2

39.6 ± 0.2

0.90 ± 0.05

0.91

36.9a

24.1 ± 0.1

23.2 ± 0.1

0.93 ± 0.14

0.91

The value here was inferred from ref 28.

because it does not explicitly include any particle−particle
interactions but accounts for them only very crudely and
indirectly through the ﬁnite packing fraction ϕ. In this dubious
approximation, the last particle that adsorbs to the already
covered interface lowers the total interfacial energy by the exact
same amount as the very ﬁrst particle arriving at the pristine
interface. Particles adsorbing at a later stage must interact with
other adsorbed particles in a number of ways that are still not
fully understood but can include long-range forces such as
repulsive Coulombic and electrostatic dipole forces as well as
attractive capillary forces arising from electrostatically induced
interfacial deformations.59−61 Recently, an attempt has been
made to include some of these interactions in calculating the
equilibrium coverage.47 Apart from the daunting task of
describing all the relevant in-plane interactions between
adsorbed particles accurately, this approach relies on the
premise that adsorption indeed achieves equilibrium coverage.
In general, this may not be assumed. Repulsive interactions
between particles approaching the interface and particles
already adsorbed may set up an energy barrier that grows
with increasing coverage and kinetically prevents further
particle adsorption above a nonequilibrium threshold coverage.
Finally, we would like to point out that while particle
adsorption to ﬂuid−ﬂuid interfaces is obviously important for
particle-stabilized emulsions and foams, the densest interfacial
coverage in these systems is typically not achieved by particle
adsorption, but through the coalescence of smaller, more
sparsely covered droplets or bubbles.

Figure 7. Comparison between theoretically predicted and experimentally measured packing density. The ﬂuorohexane/water result
was based on ref 28.

assumption of hexagonal close packing density of 0.91 (Table 5
and Figure 7). For the adsorption of polystyrene particles in the
ﬂuorohexane−water interface, although a large uncertainty for
predicted packing density is observed, the predicted packing
density of 0.93 ± 0.14 is reasonably close to the hexagonal close
packing density value of 0.91. Figure 7 suggests that the
proposed method will be useful for studying the adsorption
behavior of particles at ﬂuid−ﬂuid interfaces and will help in the
directed assembly of particles for various applications.
Final Considerations and Caveats. Equation 5 relates the
steady state interfacial tensions γ′ and γ, which are
comparatively easy to measure, with the interfacial particle
packing fraction, ϕ, and the particle contact angle, θ, both of
which can be diﬃcult to determine experimentally.34,57,58 To
the extent that eq 5 can be trusted, it thus allows to infer any of
the three parameters (tension, packing fraction, contact angle)
from the experimental data for the remaining two. In particular,
it could also be used to obtain contact angle information from
interfacial tension and coverage. In practice, the uncertainty of
the tension and coverage data will limit the usefulness of the
approach: especially for low tension interfaces and particles
with highly asymmetric wetting (contact angle far from 90°)
the tension drop due to particle adsorption will be small and
typical uncertainties in the measured parameters translate into a
large uncertainty for the inferred contact angle.
More fundamentally, it should surprise that eq 5 has any
empirical merit in describing particle-saturated interfaces

■

CONCLUSION
In summary, we have investigated the interfacial activity of silica
nanoparticles for air−water and hexadecane−water interfaces
using pendant drop tensiometry. Our measurements support
the notion that simple, nonamphiphilic particles will reduce the
interfacial tensions upon adsorption as long as they actually
reach the interface and have favorable wetting; particles with
contact angles near 90° aﬀecting interfacial tension most
strongly. A crude model was used to estimate the eﬀective
interfacial tensions of a particle-laden interface; its predictions
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elasticity at oil-water interfaces. Langmuir 2016, 32 (17), 4125−4133.
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(32) Fan, H.; Striolo, A. Nanoparticle eﬀects on the water-oil
interfacial tension. Phys. Rev. E 2012, 86 (5).10.1103/PhysRevE.86.051610.

agree well with experimental results from pendant drop
tensiometry. Finally, this study points at a simple way to
estimate the average packing density of particles adsorbed to
the ﬂuid−ﬂuid interface. Our ﬁndings and discussion may prove
useful for understanding and directing nanoparticle assembly in
liquid interfaces.
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