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We observed the instability of a few-nanometer-thick water film encapsulated inside a graphene nanoscroll
using transmission electron microscopy. The film, that was left after recession of a meniscus, formed ripples
along the length of the nanoscroll with a distance only 20%–44% of that predicted by the classical Plateau-
Rayleigh instability theory. The results were explained by a theoretical analysis that incorporates the effect of
the van der Waals interactions between the water film and the graphene layers. We derived important insights
into the behavior of liquid under nanoscale confinement and in nanofluidic systems.
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Nanofluidic [1] systems have drawn great interest over
the past fifteen years because of potential applications in
ion pumps [2], DNA analyses [3], water desalination [4],
and osmotic energy harvesting [5]. Molecular dynamics
simulations and experiments have uncovered unique
behaviors of ultrafast water flows in carbon nanochannels
[6,7] that exceed Hagen-Poiseuille flow. Freezing in
carbon nanotubes [8,9] has also been reported, which
was unexpected from nucleation theory based on interfacial
tension. These exotic phenomena stem from strong atomic
and molecular interactions. However, there is little under-
standing as to how these interactions affect fluidic behav-
iors. Specifically, dynamics over the range of several to
dozens of nanometers are poorly understood because this
length scale is too large for molecular dynamics simula-
tions and too small for optical microscope observations.
Recent developments in liquid-phase electron microscopy
[10] have provided a method for in situ observations of
water molecules under confinement [11], phase transitions
[12], interfacial dynamics [13], and morphologies [14,15]
in one-dimensional nanoscale channels. However, there
remains a need to establish a better understanding of
behaviors observed with a transmission electron micro-
scope (TEM). The interpretation of broader TEM datasets
will be important for characterizing behaviors at these
length scales and for understanding phenomena that do not
follow existing laws or theories.
Here, we report in situ observations of ultrathin water

film instabilities in a nanoscale channel inside a graphene
nanoscroll (GNS) [13,16,17], which is a relatively new type

of one-dimensional carbon material. Unlike carbon nano-
tubes, GNSs consist of a monolayer graphene curled
spirally on itself. TEM observations of water inside a
GNS revealed a few-nanometer-thick water film left on the
inner surface after recession of the meniscus. The film
broke down into ripples aligned along the length which
looked similar to that reported for liquids inside a tube under
microgravity conditions [18], which followed the Plateau-
Rayleigh (PR) instability. However, the distance between
adjacent ripples was markedly different. In this Letter, we
propose an idea to explain the observed results using a linear
instability theory, considering the disjoining pressure
between ultrathin water films and graphene layers into the
theory. The PR instability was proposed to explain the
breakup of a liquid column into isolated droplets or plugs
[18,19,21]. It is important for applications such as film
coatings of fibers and capillary tubes [22], inkjet printing,
nanomaterial growth, [23,24], and cell sorting [25]. At the
macroscale, surface tension is essential for the instability
[18,19,21,26], whereas the van der Waals interactions could
play an important role at the nanoscale [27–30].
GNSs containing water [Fig. 1(a)] were fabricated by a

scoop-up method inspired by the sample preparation
technique proposed by Mirsaidov et al. [13]. They encap-
sulated a droplet of water on a graphene layer with another
graphene layer for TEM observations. Here, we scooped up
a floating graphene-poly(methyl methacrylate) (PMMA)
layer in water with a graphene-covered TEM grid. This was
followed by removal of the PMMA layer by immersing the
grid in acetone and water and drying it to obtain the GNSs.
Water inside the GNSs was observed with a TEM
(JEM-2100 Plus Electron Microscope, JEOL Ltd.,
Tokyo, Japan) at a 120 kV or 200 kV accelerating voltage
(see Supplemental Material [31]). The GNS, as shown in
Fig. 1, was cylindrical with inner diameters ranging
over 64.4–71.2 nm depending on their location. The
GNS contained water and gas that were respectively
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distinguished by dark and bright areas, according to different
densities. Electron energy loss spectroscopy (EELS) of
another sample confirmed the presence of water (Fig. S1,
see Supplemental Material, which includes Refs. [32,33]).
Water was entrapped in the GNS, and the gas may consist of
entrapped air, vapor and/or hydrogen generated by water
radiolysis owing to electron-beam irradiation [34]. Water
was clearly distinct from gas because of the few-nanometer-
thick graphene layers. A close-up view [Fig. 1(b)] shows the
meniscus of the water column receding, likely because of the
electron-beam irradiation. Initially, the GNS was filled with
water on the left side [Fig. 1(b–i)]. When the meniscus
started to recede, the three-phase contact line stopped
moving [Fig. 1(b–ii)], consequently leaving a thin liquid
film on the inner surface of the GNS [Fig. 1(b–iii)]. The
thickness of the liquid film was less than 8 nm. The sequence
of the processes in Fig. 1(b) is shown in Movie S1.
The liquid film was unstable on the graphene surface

and started to form ripples (Fig. 2 and Movie S2,
following Fig. 1 and Movie S1). This behavior was
analogous to the formation of liquid plugs from an annular
liquid film inside 5–9 mm diameter tubes in a micro-
gravity environment [18]. Usually, this would be analyzed
with the PR instability theory. However, the GNS inner
diameter and the film thickness were more than 5 orders of
magnitude smaller. Unlike previous reports, the ripples
finally reshaped into a thinner film likely because of the
water radiolysis produced by continuous electron-beam
irradiation [Fig. 2(a)].
The distances between adjacent ripples ranged over 32.2

to 64.8 nm and were greater near the meniscus [Fig. 2(b)].
The average distance between the ripples, 47.6� 5.4 nm,
was considerably smaller than that predicted from the
PR instability theory. The fastest-growing wavelength λ0

of the disturbance on a uniform annular liquid film
(i.e., the distance between ripples), is given by [21]

λ0 ¼ 2
ffiffiffi
2

p
πrg ð1Þ

where rg is the radius of the gas core [see Fig. 3(a)]. The
value of λ0 for rg in the GNSs was greater than ≈230 nm,
which is approximately 5 times the observed value. The
formation of ripples was also observed in other GNSs
[Figs. 2(c) and 2(d), and Movies S3, S4]. Although the
GNS diameter and the liquid-film length were different
because they were uncontrollable, the mean distances
between ripples, 46.9� 2.7 nm [Fig. 2(c)] and 87.7�
5.1 nm [Fig. 2(d)], were only 44% of λ0 ≈ 106 nm and
43% of λ0 ≈ 206 nm, respectively.
The presence of contaminations or defects was unavoid-

able in the experiments (Figs. 1 and 2). For example,
contamination at the point indicated by the white triangle in
Fig. 2(b) pinned the film. However, even if one ripple was

FIG. 1. TEM images of a GNS filled with water and
gas. (a) Image at the start of the water-meniscus recession.
(b) Sequence of close-up views during the recession of the
meniscus. Water and gas are respectively represented by dark and
bright areas (b-i). After the meniscus started to recede, the three-
phase contact line was pinned (b-ii), leaving a thin liquid film on
the inner surface of the GNS (b-iii).

FIG. 2. Nanoscale instability of an ultrathin water film inside a
GNS. (a) Time sequence of TEM images of the interfacial
fluctuation. (b) Enlarged image of the separated ripples. Yellow
double-headed arrows indicate distances between ripple peaks.
The distances ranged over 32.2 to 64.8 nm. They were smaller
than the fastest-growing wavelength, λ0 ≈ 230 nm of the dis-
turbance on a uniform annular liquid film for the radius rg of the
gas core in the GNS, as expected with the PR instability theory.
At the point shown by the white triangle in (b), the liquid film was
pinned by contamination. (c), (d) Ripples observed with different
GNSs. The red arrows in (a), (c), (d) indicate the direction of the
meniscus recession.
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influenced by a contamination nearby, the others were not
and aligned along the length. Therefore, the purpose of this
work was to elucidate a potential mechanism for ripple
formation by accounting for nanoscale effects in the PR
instability theory.
When a liquid film has a nanometer-scale thickness, it is

affected by the disjoining pressure from van der Waals
interactions with the solid interface. The potential of
disjoining pressure is given by PvdW ¼ −A=12πD2, where
A is the Hamaker constant and D is the distance between
the two interfaces [35]. To estimate this factor for a liquid
film inside a GNS, we assume that the film is placed
between a gas and graphene. The other side of the graphene
is a vacuum environment [Fig. 3(b)]. Thus, the potential of
the van der Waals interaction becomes [27,35,36]

PvdWðhÞ ¼ −
Awater-water − Awater-graphene

12πh2
−

Awater-graphene

12πðhþ hgrÞ2
ð2Þ

where h and hgr are the thicknesses of the water film and
the graphene, respectively. The Hamaker constants are
Awater-water ¼ 3.7 × 10−20 J [35] for the interaction between
water and water, Agraphene-graphene ¼ 9 × 10−21 J [37] for
the interaction between graphene and graphene, and
Awater-graphene ¼

ffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffi
Awater-waterAgraphene-graphene

p
for the inter-

action between water and graphene. We used the approxi-
mation A12 ≈

ffiffiffiffiffiffiffiffiffiffiffiffiffiffi
A11A22

p
[35] for estimating Awater-graphene

instead of using the Lifshitz theory. Although we assumed
the air and the vacuum at both sides, PvdW was independent
of the gas component because the Hamaker constants of the
air, vacuum, water vapor, and hydrogen were close to zero.
We assumed a few graphene layers, thus, hgr ≈ 1 nm.
Regarding the instability of a water film on graphene

layers, we made the following assumptions: (1) the liquid
flows as an incompressible viscous Newtonian fluid;
(2) gravitational effects are ignored because all length
scales are considerably smaller than the capillary length of
water (lc ¼ 2.7 mm); (3) inertial and viscoelastic effects
are neglected because the Reynolds number (3 × 10−9) is
many orders of magnitude smaller than 1 (see Supplemental

Material) [19] and the estimated Weissenberg number of
water is 0.065 [20]; and (4) there is no slippage at the solid-
liquid interface. We consider a disturbance in a uniform
annular liquid film with thickness e. The thickness along
the x direction is h ¼ eþ u, where the disturbance u is
given by

uðx; tÞ ¼ u0 expðiqxÞ expðωtÞ ð3Þ

where t is time, u0 and q are the initial amplitude and the
wave number of the disturbance, respectively, and ω is
the growth rate of the disturbance. The perturbation of the
thickness causes a pressure modulation, which in turn
induces a flow J in the film [21]:

J ¼ e3

3η

�
−
dp
dx

�
ð4Þ

where η is the dynamic viscosity of the liquid. The pressure
p is the sum of Laplace and disjoining pressures [21]:

p ¼ γ

�
−
∂2u
∂x2 −

1

r0 − ðeþ uÞ
�
þ P00ðeÞu ð5Þ

where P00ðeÞ ¼ −ððAwater-water − Awater-grapheneÞ=2πe4Þ −
ðAwater-graphene=2πðeþ hgrÞ4Þ and r0 is the inner radius
of the GNS. From the conservation of volume, i.e.,
∂u=∂tþ∇ · J ¼ 0, and Eqs. (3)–(5), with an assumption
u ≪ e, we obtain

ω ¼ −
e3γ
3η

�
q4 −

1

γ

�
γ

ðr0 − eÞ2 − P00ðeÞ
�
q2
�
: ð6Þ

Figure 4(a) plots the growth rate of the disturbance as
a function of wavelength λð¼ 2π=qÞ for various liquid-
film thicknesses e over the range 1–8 nm, assuming
r0 ¼ 33.9 nm for the case shown in Fig. 2(b). The growth
rate transitions from negative to positive at the critical
wavelength λc, given by

λc ¼ 2π

�
1

γ

�
γ

ðr0 − eÞ2 − P00ðeÞ
��

−1=2
: ð7Þ

Therefore, disturbances with wavelengths λ > λc increase
with time because ω > 0; whereas, those with λ < λc are
suppressed. At any film thickness, there are disturbances
with positive ω, suggesting that an annular liquid film is
always unstable.
The disturbance that has the maximal growth rate ωmax at

λmax will grow most rapidly. The fastest-growing wave-
length λmax, is given by

λmax ¼ 2π

�
1

2γ

�
γ

ðr0 − eÞ2 − P00ðeÞ
��

−1=2
: ð8Þ

FIG. 3. Schematics of (a) physical model and coordinate system
for the linear instability theory and (b) the three-interface system
for calculation of the Hamaker constant to determine the
disjoining pressure from van der Waals interactions.
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The first term is the contribution of surface tension and the
second term originates from the disjoining pressure.
Figure 4(b) plots λmax as a function of film thickness e
for given GNS diameters that correspond to the cases in
Figs. 2(b)–2(d). The value of λmax increased monotonically
as e decreased because of the surface tension [dot-dashed
line in Fig. 4(b)]. However, it then decreased because the
disjoining pressure became dominant for thinner films. The
results indicated that λmax was almost independent of r0 and
became smaller with decreasing e at e < ≈1.5 nm, while it
significantly depended on r0 at larger e values, as in the
case of the PR instability, and had a maximum value. The
value of e yielding λmax that matched the distance between
adjacent ripples observed in the experiments (30–90 nm)
was ≈0.9–1.5 nm. Therefore, the theory suggested a
potential mechanism of instability that is caused by
nanometer-thick liquid films. Figure 4(c) plots the growth
rate of the disturbance for λmax as a function of e. With
decreasing e, the value of ωmax became smaller but
increased suddenly at e < ≈1.5 nm. The estimated
106–107-Hz-growth rate of the fastest-growing disturbance
was considerably higher than the observations and those
estimated by molecular dynamics simulations [30,38].
The hypothesized mechanism of forming ripples based

on these results is as follows: after the meniscus recedes, a
disturbance with a longer wavelength starts growing mostly
due to the PR instability. Although the disturbance grows
rapidly at the rate of ≈107 Hz in the initial stage where the
linear instability analysis assumed u ≪ e, it slows down
because of large deformation of the surface (u ≈ e) and a
limited volume of liquid in the thin film, forming a visible
ripple (u ≫ e). During the process of thinning the liquid
film, due to efflux of water to the ripple, other disturbances
with smaller wavelengths start growing at higher growth
rates due to the disjoining pressure. Thickness, the domi-
nant parameter in the instability, depends both on the

thinning rate of the liquid film and the growth rate of
disturbance. Therefore, the thickness could not be specified
in the experiment due to not only the recession of the
meniscus and consequent formation of the liquid film. This
complex mechanism may be a reason why the ripple
formation did not occur simultaneously but fluctuated.
Our theoretical analysis contains several assumptions

that deserve further discussion. One is the assumption that
the GNS has a circular cross section. If a GNS has a flat
cross section instead, a liquid will be trapped at two corners
because of the curvature effect. Once trapped [Fig. S3(b)],
liquid with a concave interface would be stable, and
would not show the surface-tension-driven instability
(see Supplemental Material). Only when the film becomes
much thinner, would the van der Waals interaction induce
the instability. This is probably one of the reasons why the
behavior shown here was not observed frequently. Our
second assumption is that the graphene-water interface is
no-slip. Despite the large slip at the interface is unique to
the water-graphene interaction [6], the analysis using a
strong slip model [40] demonstrated that the slip length
influenced the growth rate of the disturbance, but did not
significantly affect the fastest-growing wavelength or its
dependence on liquid-film thickness (Fig. S5). The
assumption of a uniform temperature was reasonable
because the electron beam was parallel and uniform within
the observed area, and heating of the sample was negligible
[41]. Furthermore, the relationship between the fastest-
growing wavelength and the liquid-film thickness was
almost independent of whether the curvature was consid-
ered or not into the Hamaker constant (Fig. S4) [39].
The mechanism provided above was our hypothesized

interpretation of the observed phenomena. The key factor is
the van der Waals interactions that induce rapidly growing
disturbances of liquid films thinner than ≈1.5 nm. It is
likely that the phenomena were affected by many

FIG. 4. (a) Dispersion relations for perturbation with the disturbance wavelength for various film thicknesses e ¼ 1, 2, 5, 8 nm.
(b) Effect of van der Waals interactions and surface tension on the fastest-growing wavelength vs film thickness for various GNS
diameters shown in Figs. 2(b)–2(d). (c) The growth rate of the fastest growing disturbance shown in (b). The arrow in (b) indicates that
λmax decreases for e less than 4.9, 3.9, and 2.6 nm in each case, because of the disjoining pressure that becomes prominent at thinner
films. Solid lines are the results from our theory that considered the van der Waals interactions and the surface tension. The dot-dashed
lines are from the PR instability theory, and the dashed lines are the results calculated only with the effect of the van der Waals
interactions.
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uncontrollable factors such as deviation from a uniform
circular cross section and constant diameter of the GNSs,
some contamination and/or defects in the graphene, and
electron beam irradiation during observation. These may
have resulted in longitudinally nonuniform and fluctuated
ripple formations. However, without the effect of the van
der Waals interactions we cannot explain the formation of
these ripples after the liquid-film formation. It should
be noted that an additional calculation by changing the
Hamaker constant from Agraphene-graphene to ABN-BN ¼
7.64 × 10−19 J [42] provided an interesting insight that a
water film thinner than 2 nm will be stable in boron
nitride nanotubes (Fig. S6). We hope to conduct future
experiments with boron nitride nanotubes to test this
prediction.
In summary, we have shown that a water film that is a

few nanometers in thickness remains on a graphene surface
during the recession of the meniscus inside a GNS. The
breakup of the film occurred in GNSs with diameters over
the range 26–70 nm. This behavior was similar to that in
millimeter-diameter capillary tubes, resulting in the for-
mation of ripples. The intervals between ripples in the
GNSs were considerably smaller than those predicted by
the PR instability theory. Therefore, we have incorporated
the van der Waals interactions between the nanoscale water
film and the graphene layers. This term considerably
reduced the fastest-growing wavelength, particularly for
liquid films less than ≈5 nm depending on the GNS inner
diameter. In addition, the growth rate increased dramati-
cally for liquid films thinner than ≈1.5 nm. The analysis
indicated the instability of the liquid film due to the van der
Waals interactions. We hope that these findings will be
useful in tailoring liquid management inside nanofluidic
systems and porous materials. Examples include liquid-
water layers in electrode pores for high-density perfor-
mance in polymer electrolyte fuel cells [43], and
liquid-filling three-dimensional graphene and CNT-based
wicks for liquid-vapor phase change heat transfer [44].
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