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The Interfacial Tension of Nanoscopic Oil Droplets in Water Is Hardly
Affected by SDS Surfactant
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The properties of emulsions consisting of nanoscopic oil droplets
dispersed in water are primarily determined by the local chemical
environment (i.e., molecular structure and charge) of their inter-
faces.' In a detergent-containing emulsion the droplet interface is
generally perceived as an interface with a high density of surfactant
molecules. This view originates primarily from extrapolating
experimental findings at planar interfaces.' In a common planar
oil/water system such as bulk n-hexadecane in contact with bulk
water, the surfactant sodiumdodecylsulfate (SDS) will reduce the
interfacial tension from 52 mN/m to 10 mN/m by populating the
interface.”” ™ The apolar SDS tail resides in the oil phase, and
the polar sulfate head group is immersed in the water.> At SDS
concentrations approaching the critical micelle concentration (cmc)
of 8 mM the interface is fully occupied by SDS molecules® giving
rise to a surface coverage of 3.3 x 107% mol/m? (corresponding to
an occupied molecular interfacial area of ~40—50 A2). It is widely
assumed'®" that similar behavior can be expected for SDS
adsorption on submicrometer sized n-hexadecane oil droplets
dispersed in water.

Such nanoscopic droplets are too small for direct interfacial
tension measurements. As was pioneered by the Eisenthal group,*
the (electronic) structure of the interface can be probed with second
harmonic scattering (SHS).®> The SHS signal depends quadratically
on the molecular surface density (V) and can be used to retrieve
the interfacial energetics and population.*”

Here, we selectively probe the interfacial SDS molecules using
vibrational sum frequency scattering (SFS)® on SDS-stabilized
n-hexadecane (C¢D34) droplets dispersed in D,O. We have followed
the adsorption of SDS onto oil droplets with a constant average
radius of 83 nm, dispersed in D,0. Stable 1 v.v.% emulsions were
prepared with varying total SDS concentrations (cisps) from 55
uM up to 10 mM (see the Supporting Information (SI) for creaming
rates, Ostwald ripening data, and droplet size distribution). Since
SDS molecules can either reside in the solution (with concentration
c¢) or at the surface, we have ¢, sps = N,A/V + ¢, where A is the
total surface area (obtained from DLS) and V is the sample volume.

The vibrational SFS measurements were performed by shining
an infrared (IR) and a visible (VIS) laser pulse’ through an emulsion
(Figure 1A). The p-polarized broadband IR field (tuned around 1100
cm™!) can excite the IR dipole moment of the symmetric SOj; stretch
mode. Only the sulfate head groups in the first molecular layer
around the droplet interface can, upon interaction with the narrow-
band s-polarized VIS field, simultaneously undergo a change in
their electronic charge distribution. This second-order sum fre-
quency (SF) polarization can emit a sum frequency photon.® Thus,
SF photons are generated only by the SDS molecules at the oil/
water interface of the droplet. Coherent interference on the droplet
surface will give rise to a scattering pattern, which is peaked around
a scattering angle (6) of 60° with respect to the phase-matched
direction of the incoming beams.
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Figure 1B displays several SFS spectra recorded at this angle in
ssp polarization. The SFS spectra can be described by scattering
theory®® and fit with a SO; symmetric stretch resonance®" centered
at 1080 cm™! with a constant line width for all SDS concentrations
(15 cm™). The obtained amplitudes for both ppp (the spectra can
be found in the SI) and ssp spectra are plotted in Figure 1C. It
shows that a change in total SDS concentration of 2 orders of
magnitude is accompanied by a change in SF amplitude of only a
factor of 3.5. The signal for sps and pss polarization combinations
was below our detection limit.

The SFS amplitude is determined by the orientation of the
molecules, the local refractive index at the droplet interface, and
the changing molecular interfacial density. Since we are working
at a very small refractive index difference (0.1), with small droplet
radii, and at very low surfactant concentrations, a change in Fresnel
factors as the origin of the concentration-dependent amplitude
change can be neglected. Changes in Fresnel factors would result
in variations of the ssp/ppp intensity ratio (not observed; see Figure
1C), which is also true for changing orientation. These observations
indicate that the amplitudes of the SFS signals are directly
proportional to SDS surface density.

3.0 B
S 25 5
4 - 0.055 mM 3L« SOss
© © P
- = 0.191 mM A o SO
z 201 _ 0734 mM p pep
€ 15F "~ 2mMm E 2L
= =
- Q.
@ 10 =

<<

? 05

0.0 EESETEEEE RO 04

1000 1050 1100 1150 0.01 0.1 1 10

Wavenumber (cm™)

Total SDS concentration, ¢, s,s (MM)

Figure 1. Sum frequency scattering (SFS) spectroscopy to measure the
adsorption of SDS molecules on the oil/water droplet interface. (A)
Ilustration of the experiment in which p-polarized IR and s-polarized VIS
beams generate s-polarized SF photons. (B) ssp-SFS spectra with fits
obtained from the sulfate head groups located on the droplet interface for
various total concentrations of SDS (ciosps). The droplet size distribution
is constant for all SDS concentrations. (C) The resultant amplitudes of the
symmetric SOj3 stretch mode for SFS spectra in ssp and ppp polarization
plotted against the total SDS concentration.

Control experiments with a 8§ mM solution of only SDS in D,O
gave no observable signal. SFS spectra of the SDS alkyl chains
(see SI) show similar results: A modest, parallel intensity increase
in both ssp and ppp polarization combination channels, with no
indications of conformation changes of the alkyl chains. This
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observation supports the conclusion that the amplitude should relate
linearly to the surface excess on the droplet interface.

Using the modified Langmuir model published by Wang et al.,*®
in combination with the boundary condition that the surface density
cannot exceed the total amount in solution (i.e., A*Ns = ¢ sps*V)
and the known total droplet surface area, we can estimate the change
in interfacial density (see the SI). The result is shown in Figure
2A. From the fit (blue line) we obtain an upper limit of 3.92 x
10~ "mol/m? for the saturation surface coverage (N,"*) and —29.10
=+ 0.58 kJ/mol for the Gibbs free energy of adsorption (AG). This
corresponds to a minimum interfacial area of 425 A2 per SDS
molecule as opposed to ~40—50 A? for the planar interface.
Evidently, there is an enormous difference between the adsorption
behavior on a small n-hexadecane droplet and that on a planar
interface. We have also observed similar behavior for other ionic

surfactants.
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Figure 2. Planar vs droplet interface. (A) Surface excess () of SDS on
a planar n-hexadecane/water interface (red circles, obtained from surface
tension data), surface excess of SDS on n-hexadecane droplets in water
(blue squares) obtained from the SFS amplitudes of the SES data, and charge
density induced by SDS on n-hexadecane droplets in water derived from
C-potential data. The solid blue line is a fit to the modified Langmuir
adsorption model.** (B) The change in interfacial tension (Ay) measured
for a planar interface (red circles, see e.g. ref 3) and calculated from the
surface excess of panel A (blue squares, using eq 1) as a function of SDS
concentration in the liquid (c).

The retrieved upper limit for the number of SDS molecules at
the surface can be compared with surface charge density data
(Figure 2A, black triangles), obtained from a numerical model that
we have applied to our &-potential measurements'®> (see the SI).
It can be seen that both densities are of the same order of magnitude
as the charge density, so that both methods are in agreement with
one another. Since both methods measure different species (un-
charged sulfate groups vs negative charge), and because the ionic
strength of the solution is very low (which makes it difficult to
predict at what distance from the surface the { potential is
measured), a more precise comparison is not possible. Using R,
for the molar gas constant, 7T for the temperature, R for the radius
of the droplet, and J, for the Tolman length,lc we can relate the
change in surface excess N, to the interfacial tension y via the

(curvature corrected) Gibbs equation: '™
Syl — 2%,)
Tty .

The Tolman length is a measure of the surface thickness and is
on the order of 1—5 A. Assuming a unitary activity constant we

find that the correction needed for high curvature (6,/R) is negligible.
Taking N, from our data we can derive the change in interfacial
tension (Ay) as a function of bulk concentration by integrating
—2R,TNyc. The result is that the derived interfacial tension (Figure
2B, blue squares) changes by only —5 mN/m when the SDS bulk
concentration is varied over 3 orders of magnitude. Corresponding
data for the equivalent planar interface shows a significantly larger
drop in interfacial tension of —42 mN/m (Figure 2B, red circles).

Thus, although on a planar interface the interfacial tension drops
dramatically due to surfactant action, this clearly does not happen
on the corresponding nanoscopic droplet interface. Our data are in
agreement with {-potential measurements and our findings would
explain the discrepancy between calculated and measured Ostwald
ripening rates (see the SI). Additional experiments need to be
performed, however, on more surfactants and oils, using cosurfac-
tants and higher concentrations of electrolyte to uncover the
mechanism behind droplet stabilization, which is very different for
kinetically stable (nano)emulsions and thermodynamically stable
microemulsions, in which the surface tension is reduced by orders
of magnitude.
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