UNIVERSITY OF AMSTERDAM
X

UvA-DARE (Digital Academic Repository)

The Dynamic Surface Tension of Water

Hauner, |.M.; Deblais, A.; Beattie, J.K.; Kellay, H.; Bonn, D.

DOI
10.1021/acs.jpclett.7b00267

Publication date
2017

Document Version
Final published version

Published in
The Journal of Physical Chemistry Letters

License
CC BY-NC-ND

Link to publication

Citation for published version (APA):

Hauner, I. M., Deblais, A., Beattie, J. K., Kellay, H., & Bonn, D. (2017). The Dynamic Surface
Tension of Water. The Journal of Physical Chemistry Letters, 8(7), 1599-1603.
https://doi.org/10.1021/acs.jpclett.7b00267

General rights

It is not permitted to download or to forward/distribute the text or part of it without the consent of the author(s)
and/or copyright holder(s), other than for strictly personal, individual use, unless the work is under an open
content license (like Creative Commons).

Disclaimer/Complaints regulations

If you believe that digital publication of certain material infringes any of your rights or (privacy) interests, please
let the Library know, stating your reasons. In case of a legitimate complaint, the Library will make the material
inaccessible and/or remove it from the website. Please Ask the Library: https://uba.uva.nl/en/contact, or a letter
to: Library of the University of Amsterdam, Secretariat, Singel 425, 1012 WP Amsterdam, The Netherlands. You
will be contacted as soon as possible.

UVA-DARE is a service provided by the library of the University of Amsterdam (https://dare.uva.nl)

Download date:09 Mar 2023


https://doi.org/10.1021/acs.jpclett.7b00267
https://dare.uva.nl/personal/pure/en/publications/the-dynamic-surface-tension-of-water(f97a344d-c5ca-45f2-b6d6-58441be730f3).html
https://doi.org/10.1021/acs.jpclett.7b00267

Downloaded via UNIV AMSTERDAM on November 6, 2018 at 10:25:34 (UTC).
See https://pubs.acs.org/sharingguidelines for options on how to legitimately share published articles.

Derivative Works (CC-BY-NC-ND) Attribution License, which permits copying and
redistribution of the article, and creation of adaptations, all for non-commercial purposes.

This is an open access article published under a Creative Commons Non-Commercial No @

ACS AuthorChoice
THE JOURNAL OF

PHYSICAL CHEMISTRY
L 9 t te rS pubs.acs.org/JPCL

The Dynamic Surface Tension of Water
Ines M. Hauner, *® Antoine Deblais,’ James K. Beattie,II Hamid Kellay,§ and Daniel Bonn®*"

van der Waals-Zeeman Institute, University of Amsterdam, 1098XH Amsterdam, The Netherlands
*Chimie ParisTech, PSL Research University, CNRS, Institut de Recherche de Chimie Paris, 75005 Paris, France

$Laboratoire Ondes et Matidre d’Aquitaine (UMR 5798 CNRS), University of Bordeaux, 351 cours de la Libération, 33405 Talence,
France

ISchool of Chemistry, University of Sydney, Sydney, New South Wales 2006, Australia
© Supporting Information

ABSTRACT: The surface tension of water is an important parameter for many biological
or industrial processes, and roughly a factor of 3 higher than that of nonpolar liquids such
as oils, which is usually attributed to hydrogen bonding and dipolar interactions. Here we
show by studying the formation of water drops that the surface tension of a freshly created
water surface is even higher (~90 mN m™") than under equilibrium conditions (~72 mN
m™') with a relaxation process occurring on a long time scale (~1 ms). Dynamic
adsorption effects of protons or hydroxides may be at the origin of this dynamic surface
tension. However, changing the pH does not significantly change the dynamic surface
tension. It also seems unlikely that hydrogen bonding or dipole orientation effects play any
role at the relatively long time scale probed in the experiments.

he surface tension of any liquid is positive, which can be viscosity liquids such as water, only surface tension forces drive
understood from the fact that on average a molecule on the breakup of the liquid neck while inertial forces slow it
the surface has fewer neighbors and hence fewer attractive van down. This leads to a dynamics characteristic of a singularity at
der Waals interactions than a molecule in the bulk. It therefore finite time, in which the neck diameter goes to zero as
costs energy to create new surfaces and indeed, reasonable 3
estimates of the surface tensions of apolar liquids can be o 2/3
. . . 1 Do =4l—] (-1
obtained in this way. For water, however, an analogous min 1)

approach leads to a calculated surface tension that is roughly a

factor of three smaller than the experimental one." One usually where D, is the width of the fluid neck at its minimum
attributes the high surface tension to missing hydrogen bonds (Figure 1), A is a numerical prefactor, o is the surface tension, p
at the surface, but it has turned out to be very difficult to is the density, and t, is the breakup time. The (f, — t) term, in
calculate or simulate their contribution to the surface tension in the following referred to as 7, is characteristic of the finite time
both theory and simulations.” One test of the hydrogen bond singularity that occurs at ty, in which the deformation rate of the
argument would be to make use of the fact that the relaxation surface diverges. Consequently, if one knows the prefactor A,
(reorientation) time of hydrogen bonds in the bulk is on the one can infer the surface tension from the drop formation
order of a few ps.” Hence, if the reorientation time scale at the dynamics in a situation where the breakup process creates
interface is similar, one would expect any relaxation of the freshly formed air—water interface at a diverging rate. The latter
surface tension to take place on this timescale. Here we study is easy to see from volume conservation; taking the liquid neck
the surface relaxation of water and find that water exhibits a as a cylinder of height h, its constant volume is ~ D,;,*h so that
dynamic surface tension with a relaxation time that is on the h~(t) — f)_4/3 and consequently the area D;,h ~ (o — t)_2/3
order of 1 ms or larger, indicating that an essential ingredient is diverges at t,.
missing for understanding the value of the water surface Determination of the Universal Prefactor. Despite the fact that
tension. the prefactor A should be universal and therefore independent

We study the formation and breakup of droplets of water of any initial conditions or the nature of the imﬁififdl fluid itself,
emanating from an orifice (Figure 1). Drop formation has there is considerable uncertainty in the literature as to what
received much attention recently and it was shown that the the value of A in eq 1 should be. Most published experimental
breakup mechanism is universal for different liquids, meaning
that the form of the breakup and its time dependence are Received: February 2, 2017
uniquely determined by the forces acting on the liquid neck Accepted: March 16, 2017
that separates the main drop from the orifice.”” For low- Published: March 16, 2017
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Figure 1. Pinch-off images at subsequent stages of the droplet pinch-off process. The minimum neck diameter is obtained from ultrarapid camera
movies (54.000 fps) and subsequent image analysis. Time to pinch-off is S ms, 1 ms, 0 ms, —0.5 ms, and —1 ms (left to right). The experiments were
performed with two different capillary sizes (240 ym and 2 mm); the drop size in the image is 2.25 mm.
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Figure 2. Determination of the prefactor in eq 1. (A) Linear fits of ultrarapid camera imaging data to the capillary-inertial law for inviscid fluids (D,
= A7?/3). By plotting the data in this way, a stringent test is obtained for the applicability of the scaling; the slope C of the fitted lines can then be
used to determine the prefactor A. (B) By plotting the slopes obtained from panel a versus (6/p)'/?, we derive a prefactor A = 0.9 + 0.01 (slope C =
A¥*6/p)"?). Water, D,0, and sodium chloride solution show a significant deviation from the theoretical prediction and are thus not taken into
consideration for the calculation of the universal prefactor. The presented data were obtained using a capillary of 240 ym diameter.

results were obtained from ultrarapid imaging and suggest
prefactors of 0.9—1.1," 1.1'" or 1.14—1.36."> An alternative
approach based on measuring the electrical conductance of the
filament yielded a prefactor as low as 0.2.° A similar
disagreement appears in the associated numerical simulations,
where values between 1.26,"" 1.4,'° and 1.46"® can be deduced
from the presented drop breakup dynamics curves. In certain
simulations, the presented asymptotics even seem to display a
time dependence that is wholly inconsistent with there being a
universal asymptotic dynamics.m In addition, none of the
existing experimental and numerical accounts explicitly gives a
value for the prefactor. These remarkable discrepancies warrant
an in-depth investigation of this fundamental hydrodynamics
problem. This is beyond the scope of the present paper and will
be addressed at in a separate study. In the present work we will
first provide an unambiguous determination of the prefactor
using different simple liquids and subsequently use the derived
value for A as a reference for the determination of the water
surface tension of a pristine water—air interface.

We follow the thinning dynamics using an ultra high-speed
camera attached to a microscope to have both maximal
temporal and spatial resolution. For liquids with different ratios
6/p, we arrive at good agreement with eq 1 (Figure 2A) with a
value of the prefactor A of 0.9 + 0.01 (Figure 2B). For water,
however, the identical experiment is not on the same line, and
shows a systematic deviation. Previous experiments on water,
helium, and mercury breakup do not agree on the
prefactor.” '’ The data of Chen et al,, although noisier, appear

1600

to agree with our data at least close to the breakup point, but
deviate for longer times and the helium and mercury
experiments give very different prefactors. From numerics,'”"”
the prefactor was determined to be A ~ 1.4, which disagrees
with most of the experiments. We therefore use the precise and
universal prefactor obtained in our experiments on a series of
other liquids of known surface tension. The surface tensions
were verified independently on the liquids used in the snap-off
experiments. Using this prefactor does not lead to the expected
value of the surface tension of ~72 mN m™, but rather to a
surprisingly high value of ~90 mN m™. This strongly suggests
that the surface tension of a newly formed water surface on a
time scale <1 ms is different from the equilibrium surface
tension, implying that some surface relaxation must take place.
This gives a bound on the characteristic time for the surface
tension crossover (~ ms) that is very different from that of the
relaxation of the bulk hydrogen bonds (~ ps). One possible
mechanism that has been proposed and was suggested to lead
to a similar time scale”'* is the establishment of an equilibrium
distribution of OH™ and H" ions close to the interface. The
(uncontested) positive sign of the surface potential of water
implies that its surface charge correspondingly carries a net
negative sign in equilibrium and at neutral pH."~"” The usual
interpretation of this is that, on average, the OH™ are closer to
the surface than the H* ions, which implies the establishment of
an OH™ “adsorption” equilibrium at the surface."* However, at
very low pH, the surface charge becomes positive due to the
excess of H* present."”"® In principle, this could both account
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Figure 3. Effect of salt. (A) Apparent prefactors obtained from pinch-off experiments. The derived prefactor appears to be independent of the salt
concentration. (B) Pinch-off dynamics of aqueous solutions at early times. Water and brine display an almost identical surface relaxation mechanism
with surface tension values of 90 mN m™ for the pristine interface. The data overlap since the increase in surface tension induced by the addition of

salt is similar to the increase in density.

for the higher value of the dynamic surface tension at short
times and the existence of the characteristic time: if the OH™
ions are depleted at early times, this would increase the surface
tension, and the characteristic time is the time for establishing
the adsorption equilibrium. In our case, the diffusion coefhicient
of OH™ ions is ~10™° m?/s,"” so that establishing the diffusion
equilibrium over the typical diameter of the fluid neck of 1 ym
takes ~1 ms. In some molecular dynamics simulations,”’
spectroscopic investigations,”’ and studies on acid adsorp-
tion,”*** it is suggested that H* adsorption may also occur at
the water—air interface indicating that the underlying
mechanism could be even more complex. We therefore now
investigate the effect of pH.

Effect of pH. Such a dynamic surface tension is well-known
for surface-active agents, and, indeed, the same experiment as
done here in the presence of surfactants shows that close to
drop breakup, the surface tension is significantly higher than the
equilibrium one, just as is observed here.”””° If there is no
adsorption barrier, the characteristic time follows from the
adsorption dynamics as 7 ~ I'*/Dc? where I is the equilibrium
adsorption, ¢ the bulk concentration, and D the diffusion
coefficient of the surface-active species. Characteristic times are
also found to be on the order of ~1 ms in surfactant adsorption
experiments.”” This suggests for our experiments that changing
the bulk concentration ¢ should have a strong influence on the
relaxation time. In our experiment, we can easily change the
bulk concentration of protons or hydronium ions by several
orders of magnitude by adjusting the pH with either acid (HCI)
or base (NaOH). However, the data show that neither of these
additions changes the short-time value of the dynamic surface
tension (Figure 2A). From the simple argument given above,
one would have anticipated to retrieve the equilibrium surface
tension upon addition of an excess of OH™ ions (data at pH =
14, Figure 2). A relaxation time independent of the bulk
concentration can be obtained if there is an adsorption barrier
at the surface that is the rate-limiting step for the arrival of
molecules from the bulk onto the surface. This is, for instance,
frequently encountered for charged surfactants,”® where the
charged surfactants at the surface constitute an electrostatic
barrier for the adsorption of further charged molecules. In our
case though, if the barrier is electrostatic, one would again
expect a large decrease of the characteristic time upon changing
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the pH, since the characteristic time in this case is 7 ~ K2/D*®
with x the Debye length that varies with the amount of
electrolyte added. Thus, the data would only be consistent with
the existence of an adsorption energy barrier that comes from a
different origin. However, what the physical mechanism would
be is unclear.

Effect of Salt Concentration. A related check of the ionic
redistribution explanation is to see whether there is a
characteristic time for the depletion of certain species from
the interface. The obvious approach for studying dynamic
depletion effects is to study salt solutions. Salts are strongly
depleted from the aqueous interface, which in equilibrium
increases the surface tension close to the values that are found
here for the dynamic tension. In addition, large amounts of salt
strongly screen any electrostatic interaction between the surface
and the bulk and should therefore prevent adsorption of any
charged moieties. Surprisingly, we could not detect any effect of
the salt concentration on the surface relaxation behavior on
short time scales (Figure 3B). The various salt solutions (Figure
3A) again behave very similarly to water with a similarly high
prefactor compared to the simple liquids.

Discussion. Our ultrarapid camera experiments on droplet
formation and breakup of different pure liquids therefore
provide strong evidence for the existence of a high dynamic
surface tension for water and various aqueous solutions on an
approximately millisecond time scale. In the past, higher than
equilibrium surface tension values for water have been reported
on short time scales. However, they have all remained highly
controversial due to methodological and analytical short-
comings. As early as 1926, Schmidt and Steyer reported
elevated values of 80—100 mN m™" for the surface tension of
freshly formed water/air interfaces, that would relax to the
equilibrium value within roughly 1 ms.*’ Critics nevertheless
stated that a viscosity effect in the constricted quartz capillary
rather than the actual dynamic surface tension is measured by
the falling meniscus method they employed.” A few years later,
an improved technique, the “bell method”, yielded similar
results, which, nevertheless, remained equally dubious due to
the ambiguity related to the exact determination of the surface
age.'””! Finally, Kochura and Rusanov measured both the
surface tension and the surface potential of water with the
oscillating and the smooth jet method, respectively."* These
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two independent techniques likewise suggested a dynamic
water surface tension with initial values considerably above the
equilibrium value and a similar relaxation time of ca. 0.5 ms.
However, again, the suitability of the oscillating jet method for
determining the surface tension of pristine surfaces on a
submillisecond time scale has remained controversial: the
associated hydrodynamics are incompletely understood which,
in turn, entails considerable uncertainties in the complex
analysis procedure.’> In contrast to the above-mentioned
methodologies, our method of studying droplet breakup
dispenses with the experimental shortcomings and analytical
ambiguity. The experimental procedure is very robust, and the
associated pinch-off dynamics is very well understood for
inviscid fluids.

Taken together, we were able to unambiguously relate the
drop breakup dynamics to the surface tension of a wide variety
of pure liquids with the exception of pure, heavy, and salty
water. For aqueous systems, a considerable and systematic
deviation was found. The origin of the slow surface relaxation
process, which a dynamic surface tension implies, remains,
however, incompletely understood. Various theories have been
proposed in the past to account for this phenomenon. A much-
discussed idea'®**7* is that ion adsorption processes in the
first fraction of a millisecond after surface creation are directly
responsible for the observed high surface tension. We have
shown here that, for pure water, this indeed gives the correct
order of magnitude. Yet our detailed measurements also show
that the high surface tension is observed irrespective of salt and
OH™/H" concentration levels. This is only possible if bulk
diffusion or an electrostatic energy barrier at the surface are not
the rate-limiting steps for OH™ adsorption. An alternative and
rather straightforward argument goes that the observed surface
tension relaxation is merely due to traces of contaminant
surfactants that are, in practice, very hard to avoid. However, it
has been shown in both theory®® and experiments>>*° that, in
drop breakup experiments, the diverging rate of surface
formation makes the adsorption or even presence of surfactants
irrelevant, at least close to breakup. Further, these contaminants
can only reduce the surface tension. In addition, the
characteristic time for adsorption of surfactants at low
concentrations lies in the range of several milliseconds and
should be even higher for very small contaminant concen-
trations,”” which again shows that impurities should be
irrelevant on our submillisecond time scale.

Another possible explanation, perhaps related to the
collective nature of the dipole fluctuations, would be a slow
reorientation dynamics near the surface. In bulk, dielectric
relaxation is known to occur on a much, much faster time scale
(~ ps)>. Although it has been argued that close to surfaces the
relaxation might be one or 2 orders of magnitude slower,”**’
this is still a very a long way from the observed characteristic
relaxation time of ~1 ms, even if one takes into account the
possibili‘?/ of a higher order water structure close to the
surface.'* On the other hand, it also seems unlikely that the
observed deviations for water and the various aqueous solutions
are due to hydrodynamic effects. For instance, flows have been
shown to dampen out the capillary wave fluctuations of the
surface and hence to increase the tension.*® However, if such an
effect is present here, it would happen at nanometer length and
picosecond or nanosecond time scales, and would hence not be
observable in our experiment.*” More importantly, it would also
occur for the other liquids tested here, which have similar
viscosities, surface tensions, and densities.

1602

In conclusion, we are at present unable to offer a complete
explanation for our results. In spite of this, the implications are
rather large: the observed high dynamic tension should, for
instance, be relevant for spray formation, jet destabilization,
drop impact, and drop formation as there are very short time
scale surface dynamics in all of these processes.
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