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Self-propelled ion gel at air-water
interface

Kazuaki Furukawa(®?, Tetsuhiko Teshima? & Yuko Ueno?

Received: 13 June 2017 We report on a self-propelled gel using ionic liquid as a new type of self-propellant that generates
’ . apowerful and durable motion at an air-water interface. The gel is composed of 1-ethyl-3-
Accepted: 25 July 2017 © methylimidazolium-bis(trifluoromethylsulfonyl)imide (EMIM-TFSI) and poly(vinylidene fluoride-co-
Published online: 24 August 2017 . hexafluoropropylene) (P(VDF-co-HFP)). A long rectangular ion gel piece placed on the interface shows
© rapid rotation motion with maximum frequency close to 10 Hz, corresponding to the velocity over 300
mms~! at an outmost end of the piece. The rotation continues for ca. 10?s, followed by a reciprocating
motion (<~10%s) and a nonlinear motion in long-time observations (>>~103s). The behaviours can be
explained by the model considering elution of EMIM-TFSI to the air-water interface, rapid dissolution
into water, and slow diffusion in an inhomogeneous polymer gel network. Because the self-propellants
are promptly removed from the interface by dissolution, durable self-propelled motions are observed
also at limited interface areas close in size to the gel pieces. A variety of motions are induced in such
systems where the degree of freedom in motion is limited. As the ion gel possesses formability and
processability, it is also advantageous for practical applications. We demonstrate that the gel does work
as an engine.

Synthetic materials that show spontaneous motions similar to life draw much attention. In order to drive the
self-propelled motions, sophisticated mechanisms are built in to these materials. They are recently called active
matter!—3, distinguished from the ones in which the motions are driven by the external power sources*'%. The
active matter includes biological materials and systems such as molecular motors and cells as well, and is dis-
cussed in physics in terms of non-equilibrium systems. In most of the cases, the self-propelled motion relies on
the conversion from chemical energy to mechanical energy called chemomechanical conversion. This is almost
an isothermal process, which is very different from thermal engine that creates most of the energy consumed
in our daily life*. There are a few kinds of non-biological materials that show self-propelled characteristics thus
far reported. One example is an oil droplet in water or a water droplet in 0il'*-22. Droplets are flexible and often
accompany deformation of the shape showing ameba-like motion?*. Another is a catalytic nanoparticle that gen-
erates propulsion by electrochemically decomposing water?-2.

Polymer gel is a more promising material because it is a scalable solid and maintains formability and process-
ability. They can be advantages and great potential for the polymer gel in practical applications. An example is

© reported that includes chemical reagents to initiate Belousov-Zhabotinsky (BZ) reaction?’-?. Periodic change in

. volume of the gel induced by the periodic chemical BZ reaction drives a self-propelled motion. It is also reported

. apolymer gel that releases embedded moieties inside the gel for driving motion®*-*2. The direction of the motion
can be controlled by a shape of the gel, taking advantage of its processability*?. The self-propelled motions are,
however, rather inferior in power and durability compared with those realized by the system using external power
supply. A hint to overcome the drawbacks is to design a new self-propellant. For instance, a material using peptide
as a self-propellant was recently reported, in which the released peptides form a self-assemble structure including
a hydrophobic part that contributes to enhanced propulsion®.

Our strategy to achieve more powerful and durable self-propelled motion in a gel system is to choose an ionic
liquid as a new self-propellant. The ionic liquid is a 1:1 mixture of organic cation and anion, and is a stable mate-
rial with high heat resistivity and with low chemical activity and sublimability. We show that a polymer gel con-
taining an ionic liquid, called an ion gel**, exhibits powerful and durable self-propelled motions at an air-water
interface. The motions occur at the interface between air and pure water, and common aqueous solutions of NaCl
and phosphate as well. The motions also occur at limited interface areas close in size to the gel piece, which is
unique for our gel. The results are rationalized by the following mechanism: the motions are driven by the elution
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of the ionic liquid from the gel to the interface, and the ionic liquid at the interface is promptly removed by being
dissolved in water. The inhomogeneous gel structure and the instability of the system makes the gel motions
non-equilibrium and nonlinear. This is encouraged by the inhomogeneous diffusion of the ionic liquid inside the
gel. We also demonstrate that the gel does work as an engine at an air-water interface. We should note that the ion
gel has been extensively used for applying gate voltage to electronic devices**-*%. Despite of this, its characteristics
in the presence of water have not been positively investigated. This is because water causes noise during electric
measurements due to its electrochemical decomposition and is thoroughly eliminated from the ion gel in the
previous studies. Our present study reveals a hidden unknown property of ion gels: a significant self-propelled
characteristic at the air-water interface. This can offer the ion gels an entirely new role that is useful for not only
fundamental research concerning to non-equilibrium systems and active matters but also applications including
micro motors, microfluidics and soft actuators.

Results and Discussion

Figure 1 shows a typical ion gel motion at an air-water interface. The shape of the gel piece is a long rectangle with
dimensions approximately 2 (width) x 15 (length) x 0.5 (thickness) mm (Fig. 1, Supplementary Movie S1). The
gel piece starts a rotation motion when it is placed on distilled water in a 90 mm- diameter petri dish. The rotation
motion has been recorded by high speed camera with 1000 frames per second. The images with 0.01 s interval
are shown in Fig. 1b. After 13 images, the gel moves back to the same position, which means the gel piece rotates
within 0.13 s or with ca. 8 Hz.

We put two marks close to the both ends of another long gel piece for tracking and analysing the motion.
Traces of two marks of the gel piece within a couple of seconds are shown in Fig. 2a. Both traces draw continuous
circles with different radii. They also show a gradual drift of the centre of the circles. The x-axis position of the
marks over time, t, is plotted in Fig. 2b. The sign curve oscillation of x-axis position becomes clear, which cor-
responds to the nearly constant-speed rotation motion. The oscillation amplitude of one mark is about 14 mm,
while that of the other 3.5 mm. This indicates that the rotation centre does not match the centre of the rectangle.
The gradual x-position peak shift corresponds to the shift of the centre of the gel rotation. The velocity, v, over ¢
is plotted in Fig. 2c. It reaches 300 mms™! at the mark position. Because the marks are not exactly at the ends of
the long sides, instead at ca. 1 mm inner position from the both ends, the velocity at the outmost end can reach
more than the value observed in Fig. 2¢. The velocity is larger than the reported values for self-propelled materi-
als. For instance, 40 mms™! has been reported for a droplet on glass surface placed in liquid'?, and 67 mms™! for
a metal-organic framework material®.

The ion gel piece does not show any kinetic motion when it is fully immersed in water. This means that the
specific gravity of the gel is greater than that of water. If a part of the gel is exposed at an air-water interface, it
shows kinetic motion. For instance, if we expose only one end of a long gel piece at an air-water interface, the gel
shows the precession motion as the other end inside water become a cone tip facing downward. In addition, we
confirm that gel motion is observed with aqueous 100 mM NaCl and 100 mM phosphate buffer. However, the gel
motion is immediately stopped when we add a small amount of surfactant on the water surface.

These results indicate that the air-water interface is an important field for generating the propulsion for driv-
ing the ion gel motion. The ion gel is composed of only two materials, a polymer P(VDF-co-HFP) and an ionic
liquid EMIM-TESI, both of which are stable and inert with water. We can thus propose the mechanism for the
self-propelled motion as illustrated in Fig. 3. In the model, EMIM and TFSI eluted from the gel to the air-water
interface generate the surface tension gradient that is large enough for driving the powerful and durable rotation
motions. The mechanism is basically the same with known Marangoni effect for driving “camphor boat™**°. The
difference in mechanism between the ion gel and the camphor boat appears in the next important step, how the
molecules that generate the surface tension gradient are removed from the interface for the durable motion. In the
camphor boat system, camphor is readily sublimed, which is advantageous for its continuous motion. This princi-
ple is also applied to the self-propelled gel containing ethanol as a propellant®’. By contrast, EMIM-TFSI does not
sublime. We propose the model that EMIM and TFSI at the interface are promptly removed by being dissolved
into water. The solubility of P(VDF-co-HFP) in water is negligible, but that of EMIM-TEFSI is determined to be
4.1 x 102mol-dm~ (1.6 x 10’ g-dm™3).

If the elution of self-propellant is homogeneous, the sum of the generated force must be balanced. In spite of
this, the gel piece exhibits powerful and durable motion. This is due to several reasons that break the balance.
First, the shape of the gel is not perfectly symmetric. Thus the elution of EMIM-TFSI becomes anisotropic. The
second is the inconstant elution of EMIM-TEFSI. This is caused by a structural inhomogeneity of the gel in a
microscale, which an amorphous material like gel intrinsically possesses. In addition to these material-derived
effects, the other possibility is due to a spontaneous breaking of the symmetry. Once a gel piece starts kinetic
motion by perturbations or fluctuations, it induces an asymmetrical profile of EMIM-TESI concentration in the
surrounding interface area. This effect has explained the motion of camphor piece driven by Malangoni effect®
and self-propelled particles®. Although quantitative estimation of each effect on the motion is difficult, we can
claim that EMIM-TFSI works as a powerful self-propellant in the ion gel. We can also claim that the diffusion rate
is rather slow, judging from the duration of the motion. The rate is most likely affected by the interaction between
the ionic liquid and the amorphous gel network, as well as the hydrophobic characteristic of P(VDF-co-HFP).
The present gel realizes a good combination of two materials. There has been reported an example to use an ionic
liquid as a self-propellant*!. The velocity of the moving ionic liquid droplet in the example is much slower than
ours. The motion of the droplet is, however, driven by the Cl~ concentration gradient prepared in a microchannel,
hence the mechanism is different from our present case.

In order to clarify the elution of EMIM-TESI from the ion gel during the motion, we observe Raman spectra
of the gel before (Fig. 3a) and after (Fig. 3b) kinetic motion. The subtraction spectrum (Fig. 3¢) agrees well with
the spectrum observed for EMIM-TESI itself (Fig. 3d), which confirms the elution of both EMIM and TFSI. We
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Figure 1. (a) A long rectangular gel piece (approximately 2 x 15 x 0.5 mm) placed on a distilled water surface
in a petri dish with a diameter of 90 mm. Scale bar: 50 mm. (b) Time lapse images of the gel piece. Interval:
0.01s.

also examined that the gel piece does not show motion on the surface of saturated EMIM-TFSI aqueous solution
(Supplementary Movie S2). Since the saturated solution cannot dissolve EMIM-TFSI, the gel piece could not
obtain the kinetic force in the conditions.

To further check the validity of the proposed model, we examine if the gel shows the durable motion at lim-
ited air-water interface areas that are close in size with the ion gel pieces. Because EMIM and TFSI is removed
promptly from the interface by being dissolved into water in our model, the duration of the motions must be
maintained. This also corresponds to observing the ion gel motion in the limited degree of freedom.

Our scheme is shown in Fig. 4. We prepare the limited interface areas by a water droplet in ambient conditions
or a bubble in water. We also change the shapes of the gel which are schematically shown in Fig. 4. In every case,
the gel shows kinetic motions at the air-water interfaces. Figure 4a shows a rotation motion when a triangle gel
piece is put on top of a water droplet. In this case the diameter of the droplet and the edge length of the triangle gel
are comparable, and the gel shows the rotation motion (Supplementary Movie S3). Figure 4b and c are the cases
when we use the air-water interface prepared using bubbles in water. We put a long rectangular gel piece so that
the one end is touched on the glass substrate, thus the piece bridges the glass and the air-water interface (Fig. 4b,
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Figure 2. (a) Traces of two marks (indicated by red and green) put on a gel piece within a couple of seconds
with 100 frames per second. The insertion sketch schematically shows the rotation direction of the piece with
the mark positions in red and green. (b) Plot of x position over time, ¢. () Plot of velocity, v, over .
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Figure 3. Top: schematic illustration of the mechanism of self-propelled motion of the ion gel. Bottom: Raman
spectra of (a) an original ion gel; (b) an ion gel after kinetic motion; (c) subtraction of (a) and (b); (d) EMIM-
TFSIL. The vertical positions of the spectra are biased for clarity.
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Figure 4. Left: Schematic drawings of the experimental conditions. (a) A triangle gel piece on a water droplet.
(b) A long rectangular gel piece at a bubble surface in water. (c) A tetragonal gel piece at a bubble surface in
water. (d) A tetragonal gel piece at a bubble surface beneath a glass substrate in water. The red arrows indicate
the direction of motion of the gel pieces. Right: Frame-by-frame images observed for each conditions. Scale
bar and interval time are (a) 5 mm, 0.050s, (b) 2 mm, 0.033s, (¢) 5 mm, 0.064s, and (d) 5 mm, 0.040s. See also
Supplementary Movies S3-S6.

Supplementary Movie S4). We observe a reciprocating motion as the end of the gel piece on the glass becomes a
pivot point. We also put a tetragonal piece whose edges are shorter than the circumference of the bubble (Fig. 4c,
Supplementary Movie S5). We observe a rotation motion of the gel piece along the circle edge made by the bubble
in contact with the glass substrate. In this case, the tetragonal gel piece also rotates by itself and moves along the
circle edge. It should be noted that we observe the reverse of the rotation direction in a long-time observations
(Supplementary Movie S5). We further observe a motion of a tetragonal gel piece at the interface prepared by a
bubble beneath a glass substrate in water (Fig. 4d, Supplementary Movie S6). The gel piece shows a reciprocating
motion in this case, which has never been observed under the conditions in Fig. 4c. The elution of EMIM-TFSI
also appears as a change in the gel piece shape during the motion in Fig. 4c (Supplementary Movie S5.). The gel
was slightly warped so that the gel shape becomes an arch-like shape convex to the air at the air-water inter-
face. This is because the gel volume becomes smaller on the side facing to water where the gel is shrunk by the
EMIM-TEFSI elution.

It has been reported that the self-propelled motions can be controlled by regulating the mobile areas. For
instance, a camphor grain in a linear water channel showed oscillation motion along the channel*’, and two cam-
phor boats in triangle or square-shape water channel showed synchronized motions*’. The essential difference
between the camphor systems and ours is, as we discussed above, the reduction mechanism of the molecules at
air-water interfaces. Without this mechanism, the self-propelled motions at the air-water interface close in size to
the gel piece, as shown in Fig. 4, have never been driven.

We execute long-time observations of the ion gel motion to confirm the duration of the motion. Figure 5 plots
v over a wide range of t for a long rectangular ion gel. Because of the limitation of high speed camera system, we
can record ca. 45 for a single experiment. Thus the gel motion images are recorded in the time interval indicated
in the legend in Fig. 5. The longer ¢ is, the smaller v, because the gel piece is losing EMIM-TFSI, the self-propellant
for the motion. The decrease of v is exponential, but it looks that v is not reaching 0 even after several 10°s. The
gel piece shows different kinetic behaviours depending on the time range, as shown in the insertions in Fig. 5.
The motion of the gel piece is rotational in the early stage, in which v is slowly decreasing (Fig. 5a, Supplementary
Movie S7). Following this stage, the gel starts to show a reciprocating motion where the piece in a translation
motion is periodically bounced at the wall of a petri dish (Fig. 5b, Supplementary Movie S8). This second stage
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Figure 5. A plot of velocity, v, of a mark put on a rectangular gel piece over time, t. The motion is recorded with
100 frames per second for ca. 45 s with an interval of 120 s for the first 6 observations (0 <t < ~645) and of 500's
for the rest (t >1000). The insertions are the magnifications of the plot at (a) 0 <t <40, (b) 240 <t <280, (c)
3000 <t < 3040.

continues until ¢ ~ 10>s. While it is not easily seen in the plot in Fig. 5, the gel motion is almost stopped at t over
several 10%s. In this third stage, however, the gel piece shows sudden displacement non-periodically. It appears as
the occasional observations of finite value of v in Fig. 5¢c, where v =0 at most of the time between 3000 < ¢ <3040
(Supplementary Movie S9). This nonlinear kinetic behaviour is one of the characteristic features of our gel, which
can be firmly explained by our model (Fig. 3). The fast motions persisting for the first and second stages are due to
the continuous elution of EMIM-TESI until EMIM-TFSI near the gel surface is exhausted. However, in the central
part of the gel is contained more self-propellants that have to travel through the inhomogeneous gel network to
reach close to the gel surface. The time required is long and inconstant, and the propulsion by a small amount
of EMIM-TFSI is great enough for driving the motion. This process is in consistent with the slow release of the
self-propellant, thus the durable motion of the ion gel piece.

Finally, we address possibility of the practical use of our ion gel. As the ion gel consists of non-sublimable mate-
rials, we can load it into a vacuum chamber for depositing a poly(chloro-p-xylylene) (parylene-C) thin film. The
parylene-C-coated gel piece does not move on an air-water interface because EMIM-TFSI cannot pass through
a conformal parylene-C coating. If we cut a part of the parylene-C, the gel piece resumes a self-propelled motion
by the elution of EMIM-TFSI from the exposed area (Supporting information, Supplementary Movie S10).
This can be an advantage for the ion gel to drive the motion in a controllable manner. The motion is observed
even after 24 h in this case, because the elution of EMIM and TFSI is allowed only from the cutting section. We
also demonstrate the use of the gel as an engine to drive the artificial structure at an air-water interface. A small
gel piece, approximately 4 mm square in size, can rotate the large structure made by plastic with dimensions of
80 x 16 x 0.5 mm (Supporting information, Supplementary Movie S11). The rotation direction is clockwise if we
design the structure in Fig. S1. This includes a technical merit that the direction of motion can be controlled by
combining the ion gel with other structural materials. The design is also advantageous to regulate the direction of
EMIM-TFSA elution, which can more efficiently convert the chemical energy to the kinetic energy.

Conclusions

In conclusion, we report for the first time the potential of an ion gel as a new type of self-propelled materials at
air-water interface. The ion gel, composed of EMIM-TEFSI and P(VDF-co-HFP) in this study, shows powerful
and durable self-propelled motions with the maximum velocity over 300 mms~! with the duration time ~10%s.
The duration time is even longer, over 10°s, as the motion continues by changing its mode: from rotation to
reciprocating, and finally nonlinear motion. The mechanism is explained by Marangoni effect. This is commonly
known for driving a camphor boat, but the difference appears in the reduction mechanism of the self-propellant
molecules at the interface. We propose a new model in which the ionic liquid is promptly reduced from the inter-
face by being dissolved into water for the durable motion. This model is supported by our new observations of
durable motions of the ion gel at the confined air-water interfaces. The observations also reveal that a variety of
motions can be induced by designing the sizes and shapes of the interface and the ion gel piece. Our finding is also
valuable for practical applications using the ion gel as an engine. We demonstrate two examples: an inert parylene
film-coated ion gel that can start the self-propelled motion by breaking the coating and a combined structure
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with a plastic material that generates the regulated motion. This is the first report of an ion gel to be used as a
self-propelled material. A variety of ionic gels will be examined using different ionic liquids, as well as different
polymers, for developing those with more powerful and durable motions. The ion gel shows the nonlinear behav-
iour, which must be of interest also as a new type of active matter.

Methods

1-Ethyl-3-methylimidazolium-bis(trifluoromethylsulfonyl)imide (EMIM-TFSI) was purchased from Iolitech,
poly(vinylidene fluoride-co-hexafluoropropylene) (P(VDF-co-HFP)) was from Aldrich, acetone from
Kanto chemical co., Inc. The ion gel was prepared according to the previous report®. In detail, a solution of
P(VDEF-co-HFP) in acetone (1:7 in weight) was further mixed with EMIM-TFSI. The mixture ratio is fixed as
solution:EMIM-TFSI = 2:1 in weight for the ion gel shown in this study. The mixed solution (ca. 2 g) is poured
into a glass vial with a flat bottom (an inner diameter of ca. 36 mm) with a screw cap. The gradual vaporization
of acetone from the mixture, typically a couple of days by loosening the screw cap at room temperature, forms a
transparent ion gel film. The film was then dried under vacuum for overnight to remove remaining acetone. The
obtained ion gel film was cut into a small piece of required size and shape by a knife.

For observing the typical motions of a long rectangular gel piece at large air-water interface, we gently put
the piece on the surface of DI water half-filled of a 90 mm-diameter petri dish. Two marks close to the both ends
were put prior to the observations when tracking and analysing the motions. On the other hand, the confined
air-water interfaces, which are schematically shown in Fig. 4, were prepared by a drop of DI water on a cover slip,
by a bubble on a cover slip sunk in DI water, or by a bubble beneath a cover slip immersed in DI water. Depending
on the purpose and the confined area, the ion gel film was cut into a triangle, rectangular or tetragonal piece. In
these experiments, we added a small amount of ethanol solution of rhodamine in the mix solution before acetone
vaporization in the gel film preparation. This made a gel coloured and resulted in better visualizations.

Motions of the gel piece was recorded by high speed camera systems (HAS-L2, Ditect co. Itd, Japan
and VW-9000, Keyence, Japan) and analysed by their own software (DIPP-Motion V/2D and VW-9000
MotionAnalyzer).

References
1. Ramaswamy, S. The mechanics and statistics of active matter. Annu. Rev. Condens. Matter Phys. 1, 323-345 (2010).
2. Romanczuk, P, Bar, M., Ebeling, W., Lindner, B. & Schimansky-Geier, L. Active Brownian particles from individual to collective
stochastic dynamics. Eur. Phys. J. Special Topics 202, 1-162 (2012).
3. Romanczuk, P,, Couzin, . D. & Schimansky-Geier, L. Collective motion due to individual escape and pursuit response. Phys. Rev.
Lett. 102, 010602 (2009).
4. Osada, Y., Okuzaki, H. & Hori, H. A polymer gel with electrically driven motility. Nature 355, 242-244 (1992).
5. Osada, Y. & Gong, J. P. Soft and wet materials: polymer gels. Adv. Mater. 10, 827-837 (1998).
6. Spinks, G. M., Mottaghitalab, V., Bahrami-Samani, M., Whitten, P. G. & Wallace, G. G. Carbon-nanotube-reinforced polyaniline
fibers for high-strength artificial muscles. Adv. Mater. 18, 637-640 (2005).
7. Zama, T., Tanaka, N., Takashima, W. & Kaneto, K. Fast and large stretching bis(trifluoromethylsulfonyl)imide (TFSI)-doped
polypyrrole actuators and their applications to small devices. Polymer J. 38, 669-677 (2006).
8. Aliev, A. E. et al. Giant-stroke, superelastic carbon nanotube aerogel muscles. Science 323, 1575-1578 (2009).
9. Lima, M. D. et al. Electrically, chemically, and photonically powered torsional and tensile actuation of hybrid carbon nanotube yarn
muscles. Science 338, 928-932 (2012).
10. Fukushima, T., Asaka, K., Kosaka, A. & Aida, T. Fully plastic actuator through layer-by-layer casting with ionic-liquid-based bucky
gel. Angew. Chem. Int. Ed. 44, 2410-2413 (2005).
11. Mukai, K. et al. Highly conductive sheets from millimeter-long single-walled carbon nanotubes and ionic liquids: application to
fast-moving, low-voltage electromechanical actuators operable in air. Adv. Mater. 21, 1582-1585 (2009).
12. Okuzaki, H., Suzuki, H. & Ito, T. Electromechanical properties of poly(3,4-ethylenedioxythiophene)/poly(4-styrene sulfonate) films.
J. Phys. Chem. B 113, 11378-11383 (2009).
13. Zrinyi, M., Barsi, L. & Biiki, A. Deformation of ferrogels induced by nonuniform magnetic fields. . Chem. Phys. 104, 8750-8756
(1996).
14. Weeber, R., Kantorovich, S. & Holm, C. Ferrogels cross-linked by magnetic particles: field-driven deformation and elasticity studied
using computer simulations. J. Chem. Phys. 143, 154901 (2015).
15. Juodkazis, S. et al. Reversible phase transitions in polymer gels induced by radiation forces. Nature 408, 178-181 (2000).
16. Yoshida, R. et al. Comb-type grafted hydrogels with rapid deswelling response to temperature changes. Nature 374, 240-242 (1994).
17. Martinez, R. V. et al. Robotic tentacles with three-dimensional mobility based on flexible elastomers. Adv. Mater. 25,205-212 (2013).
18. Martinez, R. V., Glavan, A. C., Keplinger, C., Oyetibo, A. I. & Whitesides, G. M. Soft actuators and robots that are resistant to
mechanical damage. Adv. Funct. Mater. 24, 3003-3010 (2014).
19. Sumino, Y., Magome, N., Hamada, T. & Yoshikawa, K. Self-running droplet: emergence of regular motion from nonequilibrium
noise. Phys. Rev. Lett. 94, 068301 (2005).
20. Hanczyc, M. M., Toyota, T., Ikegami, T., Packard, N. & Sugawara, T. Fatty acid chemistry at the oil—water interface: self-propelled
oil droplets. . Am. Chem. Soc. 129, 9386-9391 (2007).
21. Chen, Y. ]., Nagamine, Y. & Yoshikawa, K. Self-propelled motion of a droplet induced by Marangoni-driven spreading. Phys. Rev. E
80, 016303 (2009).
22. Suematsu, N. ], Mori, Y., Amemiya, T. & Nakata, S. Oscillation of speed of a self-propelled Belousov-Zhabotinsky droplet. J. Phys.
Chem. Lett. 7, 3424-3428 (2016).
23. Banno, T. et al. Deformable self-propelled micro-object comprising underwater oil droplets. Sci. Rep. 6, 31292 (2016).
24. Ismagilov, R. E, Schwartz, A., Bowden, N. & Whitesides, G. M. Autonomous movement and self-assembly. Angew. Chem. Int. Ed. 41,
652-654 (2002).
25. Paxton, W. E et al. Catalytic nanomotors: autonomous movement of striped nanorods. J. Am. Chem. Soc. 126, 13424-13431 (2004).
26. Gao, W,, Pei, A. & Wang, ]. Water-driven micromotors. ACS Nano 6, 8432-8438 (2012).
27. Yoshida, R., Takahashi, T., Yamaguchi, T. & Ichijo, H. Self-oscillating gel. J. Am. Chem. Soc. 118, 5134-5135 (1996).
28. Maeda, S., Hara, Y., Yoshida, R. & Hashimoto, S. Active polymer gel actuators. Int. J. Mol. Sci. 11, 52-66 (2010).
29. Nakata, S., Yoshii, M., Suzuki, S. & Yoshida, R. Periodic reciprocating motion of a polymer gel on an aqueous phase synchronized
with the Belousov—Zhabotinsky reaction. Langmuir 30, 517-521 (2014).

SCIENTIFICREPORTS|7:9323 | DOI:10.1038/541598-017-09351-6 7



www.nature.com/scientificreports/

30. Osada, Y., Gong, J. P, Uchida, M. & Isogai, N. Spontaneous motion of amphoteric polymer gels on water. Jpn. J. Appl. Phys. 34,
L511-L512 (1995).

31. Gong, J. P,, Matsumoto, S., Uchida, M., Isogai, N. & Osada, Y. Motion of polymer gels by spreading organic fluid on water. J. Phys.
Chem. 100, 1109211097 (1996).

32. Bassik, N., Abebe, B. T. & Gracias, D. H. Solvent driven motion of lithographically fabricated gels. Langmuir 24, 12158-12163
(2008).

33. Ikezoe, Y., Washino, G., Uemura, T., Kitagawa, S. & Matsui, H. Autonomous motors of a metal-organic framework powered by
reorganization of self-assembled peptides at interfaces. Nat. Mater. 11, 1081-1085 (2012).

34. Lee, ], Panzer, M. ], He, Y., Lodge, T. P. & Frisbie, C. D. Ion gel gated polymer thin-film transistors. J. Am. Chem. Soc. 129, 4532-4533
(2007).

35. Cho, J. H. et al. Printable ion-gel gate dielectrics for low-voltage polymer thin-film transistors on plastic. Nat. Mater. 7, 900-906
(2008).

36. Lee, K. H. et al. Cut and stick rubbery ion gels as high capacitance gate dielectrics. Adv. Mater. 24, 4457-4462 (2012).

37. Yomogida, Y. et al. Ambipolar organic single-crystal transistors based on ion gels. Adv. Mater. 24, 4392-4397 (2012).

38. Pu, J. et al. Highly flexible MoS, thin-film transistors with ion gel dielectrics. Nano Lett. 12, 4013-4017 (2012).

39. Nakata, S. et al. Self-rotation of a camphor scraping on water: new insight into the old problem. Langmuir 13, 4454-4458 (1997).

40. Nakata, S. & Murakami, M. Self-motion of a camphor disk on an aqueous phase depending on the alkyl chain length of sulfate
surfactants. Langmuir 26, 2414-2417 (2010).

41. Francis, W, Fay, C., Florea, L. & Diamond, D. Self-propelled chemotactic ionic liquid droplets. Chem. Commun. 51, 2342-2344
(2015).

42. Hayashima, Y., Nagayama, M. & Nakata, S. A camphor grain oscillates while breaking symmetry. J. Phys. Chem. B 105, 5353-5357
(2001).

43. Nakata, S., Doi, Y. & Kitahata, H. Synchronized sailing of two camphor boats in polygonal chambers. J. Phys. Chem. B 109,
1798-1802 (2005).

Author Contributions
K.F. conceived and coordinated the project. K.E, T.T. and Y.U. wrote the paper. K.E. prepared the materials. K.E
and T.T. performed the gel motion observations and analysed the data. Y.U. characterized the materials.

Additional Information
Supplementary information accompanies this paper at doi:10.1038/s41598-017-09351-6

Competing Interests: The authors declare that they have no competing interests.

Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and
institutional affiliations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International

License, which permits use, sharing, adaptation, distribution and reproduction in any medium or
format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.

© The Author(s) 2017

SCIENTIFICREPORTS|7:9323 | DOI:10.1038/541598-017-09351-6 8


http://dx.doi.org/10.1038/s41598-017-09351-6
http://creativecommons.org/licenses/by/4.0/

	Self-propelled ion gel at air-water interface

	Results and Discussion

	Conclusions

	Methods

	Figure 1 (a) A long rectangular gel piece (approximately 2 × 15 × 0.
	Figure 2 (a) Traces of two marks (indicated by red and green) put on a gel piece within a couple of seconds with 100 frames per second.
	Figure 3 Top: schematic illustration of the mechanism of self-propelled motion of the ion gel.
	Figure 4 Left: Schematic drawings of the experimental conditions.
	Figure 5 A plot of velocity, v, of a mark put on a rectangular gel piece over time, t.




