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PNAS

' LETTER

Reply to Perkin et al.: Experimental observations
demonstrate that ionic liquids form both bound
(Stern) and diffuse electric double layers

Perkin et al. assert that ionic liquids (ILs)
should behave as strongly dissociated (un-
correlated) electrolytes and use this premise
to question our approach of implementing
the Derjaguin-Landau-Verwey-Overbeek
(DLVO) theory in the analysis of our experi-
mental observations (1). Perkin et al. also
assert that the long-range attraction that we
observed is inconsistent with the expecta-
tion that ILs should exhibit “strong electro-
lyte behavior” (1).

Our direct surface force measurements
unambiguously demonstrate that [Cymim]
[NTf,] behaves as a weakly dissociated elec-
trolyte, and we further show that DLVO
theory can be used to quantitatively predict
the (measured) electrostatic screening be-
havior of [Cymim][NTf,] at extended surfa-
ces, provided that the effective ionic strength
is properly defined (2). We expect these ob-
servations to be relevant to other aprotic ILs.

We think that Perkin et al. have mis-
understood, and therefore misrepresented,
the key finding of our publication by claim-
ing that we conclude that ILs are liquids
“consisting of ion pairs of which only a small
fraction are dissociated” (1). Instead, we be-
lieve that the IL jons should not be viewed
as forming exclusive pairs, where each cation
is coordinated to one specific anion in the
liquid. As stated in our paper, our work dem-
onstrates that [Cymim][NTf,] behaves as “an
effectively neutral, coordinated cation-anion
network that exists in equilibrium with a
small fraction of effectively dissociated ions”

(2), where the “effectively dissociated ions”
can be considered as thermally excited de-
fects within the “coordinated cation-anion
network.” “Coordinated” refers to specific
interactions that may be present, such as
hydrogen bonding, in addition to the electro-
static interactions that govern the short-range
ordering of the ions within the network.

Our framework is not based on the idea
that ILs “consist of ion pairs.” Therefore, the
assertion by Perkin et al. that “NaCl would be
expected to be an ion-pair fluid” in the con-
text of our framework (1) is incorrect. We
also point out that the presence of a coordi-
nated network of ions is inconsistent with the
expectation by Perkin et al. that ILs should
behave as strongly dissociated and, hence,
uncorrelated electrolytes.

We conclude by noting that we discussed
the differences between surface-bound layers
of [C;mim][NTH£,] ions at gold and mica sur-
faces in our paper, where we also related our
results to previous experimental and theoret-
ical work on ILs (2). Since the publication of
our paper, we have become aware of two
additional studies that have relevance to
our work. Lauw et al. (3) found that surface-
bound ion layers of a [NTf,]-based IL are
enriched in cations at gold electrode sur-
faces, even over a range of positive electro-
chemical biases. Richey et al. (4) found
that “only a small fraction of the ions” in
[Comim][NTf,] contribute to the electro-
static screening of carbon electrode surfaces,
“while the majority of the remaining ions
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behave like neutral aggregates similar to
a solvent.”
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