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Palladium ion-induced supramolecular gel formation

of tris-urea molecules

Ryohei Aoyama, Hiroki Sako, Mawo Amakatsu and Masamichi Yamanaka

A multicomponent supramolecular gel constructed from the self-assembly of pyridyl-substituted tris-urea 1 and Pd(OAc), is
reported. A mixture of 1 and Pd(OAc), in dimethyl sulfoxide provided a supramolecular gel after brief ultrasound irradiation.

The supramolecular gel changed into a sol/solution upon addition of chelating agents such as diamines and bidentate phosphine
ligands. Dissociation of the coordination bonds between 1 and the palladium ion via addition of a chelating agent caused the
phase transition. The Wacker oxidation of styrene was performed in the supramolecular gel. The reaction in the gel phase
required a longer induction period to produce acetophenone than did the reaction in the homogeneous solution.
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INTRODUCTION
Supramolecular gels have potential applications in a wide range of
fields in materials science.> The development of supramolecular gels
through the self-assembly of a small molecule, called a low-molecular-
weight gelator (LMWG), has attracted significant attention in recent
decades.’>® LMWGs self-assemble by noncovalent interactions, such as
hydrogen bonding, n—n interactions, dipole—dipole interactions and
solvophobic interactions, to form three-dimensional networks that
immobilize fluids. Intermolecular hydrogen bonds of ureide groups
are the common driving force for the formation of supramolecular
gels.7 A variety of LMWGs with mono-urea,®® bis-urea, %15 tris-
urea'®!” and tetrakis-urea'® structures have been reported. We have
also developed Cs;-symmetric tris-urea LMWGs.!*-%2

Supramolecular gels are generally constructed from a single
component of LMWGs; however, some are formed from multiple
types of small molecules.”*> A metal-ligand coordination bond is a
common aspect of the multicomponent supramolecular gels; the
advantage in this case is that gel formation can be easily controlled by
controlling the formation and dissociation of the metal-ligand
coordination bond. Moreover, the metal center of the resulting gel
can potentially function as a catalyst for organic reactions.?*>° We
have previously reported multicomponent supramolecular gels of tris-
urea, in which the gelation ability of phenyl-substituted tris-urea was
increased by the addition of a small amount of pyridyl-substituted tris-
urea and metal ion or bis-carboxylic acid.*® In this paper, we report
supramolecular gel formation from pyridyl-substituted tris-urea in the
presence of palladium ions in dimethyl sulfoxide (DMSO). The
supramolecular gel underwent a gel to sol/solution phase transition
upon the addition of chelating agents for palladium ions. The
palladium-catalyzed Wacker oxidation of styrene was performed in
the gel phase.

EXPERIMENTAL PROCEDURE

Materials and measurements

Pyridyl-substituted tris-urea 1 was synthesized according to a previously published
protocol.*® All chemicals and solvents required were obtained from commercial
suppliers. Nuclear magnetic resonance (NMR) spectra were recorded on a JEOL
JNM-ECA600 spectrometer (JEOL, Tokyo, Japan). Ultrasound irradiation was
performed using a BRANSON B2510]J ultrasonic cleaner. Infrared (IR) spectra
were recorded on a JASCO FT/IR-4600 spectrometer (Danbury, CT, USA).
Scanning electron microscope (SEM) studies were carried out on a JEOL
JSM-6300 spectrometer (JEOL).

Gelation experiment

Weighed amounts of tris-urea 1 and Pd(OAc), were placed in a test tube, and
solvent was then added. The closed test tube was sonicated for a few minutes.
Gel formation was evaluated by the inverted tube test. The mixture remaining
at the top of an inverted test tube was defined as the gel.

Wacker oxidation in supramolecular gel

Tris-ureas 1 (0.55mg, 0.62 pmol), Pd(OAc), (0.42mg, 1.86 pmol), styrene
(3.9 mg, 37.2 pmol) and DMSO-H,0 (7:1, 100 pl) were placed in a test tube,
which was closed and then sonicated for a few minutes to achieve gel
formation. The gel was maintained at ambient temperature for the duration
of the reaction. Afterwards, CDCl; was added to the test tube, and the
mixture was centrifuged (14 500 ) for 10 min. The supernatant was analyzed by
'"H-NMR, using 1,1,2,2-tetrachloroethane as the internal standard. The yield
of the produced acetophenone was calculated from the integration ratio of the
'H-NMR spectrum.

RESULTS AND DISCUSSION

Formation of supramolecular gel

Cs-symmetric tris-urea 1, prepared via the condensation of 4-pyridyl
isocyanate and a triamine derivative, has two interactive functional
groups, namely, ureide and pyridyl (Figure 1).2° The self-assembly of 1
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Figure 1 Chemical structure of tris-urea 1.

can be controlled by controlling the interactions of these functional
groups. Pyridyl-substituted tris-urea 1 is essentially insoluble in most
organic solvents, such as acetone, acetonitrile, chloroform and hexane;
however, DMSO was found to be a good solvent for 1, and a mixture of
1 and DMSO gave a clear solution. Nevertheless, the TH-NMR spectrum
of 1 (6.2mm) in DMSO-dg with an internal standard (1,2-dichlor-
oethane) indicated that less than 50% of 1 appeared as signals. This
suggests that more than 50% of 1 formed a DMSO-soluble aggregate
with a long relaxation time. This result encouraged us to investigate the
supramolecular gel formation of 1 and DMSO in the presence of an
additive to catalyze the formation of three-dimensional networks.

A broad survey revealed that palladium(II) acetate [Pd(OAc),] is a
suitable additive for the formation of a supramolecular gel of 1. The
gelation experiments are summarized in Table 1. As mentioned above,
tris-urea 1 (6.2 mmM=0.5 wt%) in DMSO gave a clear solution (entry
1). A mixture of 1 (6.2 mm), Pd(OAc), (6.2 mm) and DMSO gave a
slightly turbid yellow solution (entry 2). A yellow supramolecular gel
was formed by ultrasound irradiation of a mixture of 1 (6.2 mm), Pd
(OAc), (9.4mm), and DMSO for 3min (Figure 2a and entry 3).
Because the typical thermal treatment (heating and cooling) was
ineffective for gelation, ultrasound irradiation was critical. 3132 The
minimum gelation concentration of 1 in DMSO was estimated to be
6.2 mMm. The molar ratio of 1 and Pd(OAc), (2:3) was sufficient for
bidentate coordination of the palladium ion to the tridentate ligand.
Even a 1:3 mixture of 1 (6.2mMm) and Pd(OAc), (19 mm) in DMSO
afforded a supramolecular gel (entry 4). The use of a large excess of Pd
(OAc), had an adverse effect on the gelation, resulting in an insoluble
suspension (entry 5). Similar divalent palladium complexes, for
example, PdCl,, were ineffective additives for the gelation of 1 (entry
6). Other metal acetates such as Cu(OAc), and AgOAc, were also
ineffective for gelation (entries 7 and 8). In addition, no gel formation
was observed when using a combination of 1 and Pd(OAc),
with other solvents such as acetone, tetrahydrofuran (THF),
N,N-dimethylformamide (DMF) and H,O; instead, insoluble suspen-
sions were obtained from these mixtures. A mixture of 1 (6.2 mm) and
Pd(OAc); (9.4mm) could cause gelation in a DMSO/H,O (7:1)
solvent (entry 9). Notably, a mixed solvent of DMF and H,O
(DMF:H,0 =7:1) formed a yellow gel with a mixture of 1 (6.2 mm)
and Pd(OAc), (9.4 mwm), although neither solvent afforded the gel
individually (entry 10). Pyridyl groups of 1 played an important role in
this gelation; an analog without pyridyl groups!® never formed any gel
under the standard conditions.

Infrared spectra analyses were carried out to investigate the
mechanism of self-assembly (Figure 2b). The C=O stretching
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Table 1 Gelation experiments of 1 with additives
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Entry 1 (mm) Additive (mm) Solvent State
1 6.2 none DMSO Solution
2 6.2 Pd(OAc), (6.2) DMSO Solution
3 6.2 Pd(OAc), (9.4) DMSO Gel
4 6.2 Pd(OAc), (19) DMSO Gel
5 6.2 Pd(OAc), (62) DMSO Suspension
6 6.2 PdCl, (9.4) DMSO Suspension
7 6.2 Cu(OAc); (9.4) DMSO Solution
8 6.2 AgOAc (9.4) DMSO Solution
9 6.2 Pd(OAc), (9.4) DMSO0-H,0 Gel
10 6.2 Pd(OAc), (9.4) DMF-H,0 Gel
b
- § solid A
CER Sk ¥ T, W - - - xerogel
A o solid B
T T T T T
1790 1750 1710 1670 -
cm

Figure 2 (a) Photographs of DMSO gel of 1 (6.2mm) and Pd(OAc),
(9.4 mwm), (b) infrared (IR) spectra of 1 solid A (solid line) and solid B
(dotted line) and xerogel of 1 and Pd(OAc), (dashed line) and (c) scanning
electron microscope (SEM) image of xerogel 1 and Pd(OAc),. A full color
version of this figure is available at Polymer Journal online.

vibrations of solid 1 (solid A), obtained by reprecipitation from a
THE-Et,0 mixture, appeared at 1734 and 1716 cm~!. Multiple peaks
resulted from the partial aggregation of 1 during purification. By
contrast, the C=0 stretching vibration of the xerogel of 1 and Pd
(OAc), was resolved at 1716 cm ™~ 1. Another type of solid 1 (solid B)
was prepared by the following procedure. A mixture of 1 and DMSO
was subjected to ultrasound irradiation for a few minutes, and DMSO
was then removed in vacuo. The C= O stretching vibration of solid B
appeared at 1716 cm ™1, which is similar to the infrared spectrum
obtained from the xerogel. This indicated that self-assembled
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precursors of the supramolecular gel were formed in the DMSO
solution of 1 following ultrasound irradiation. It is hypothesized that
Pd(OAc), interconnects the aggregates of 1 to afford the
supramolecular gel.

An SEM image of the xerogel of 1 and Pd(OAc), showed a porous
spongiform nanostructure (Figure 2c). The small components
observed in the SEM image may be because of the self-assembly of
1, and Pd(OAc), may link these together; however, such types of
aggregates were not found in the SEM images of 1 itself
(Supplementary Figure SI).

Stimuli responsive gel to sol/solution phase transition
Supramolecular gels constructed from weak noncovalent interactions
can be easily transformed into a sol/solution in response to external
stimuli such as light, mechanical stress and chemical stimuli.>*=3> The
molecular design of LMWGs can strongly reflect their responsiveness.
For instance, hydrogen-bonded supramolecular gels are typically
changed to sols/solutions by the addition of anions, which form
host—guest complexes with the gelators.>

In the construction of the supramolecular gel of 1 and Pd(OAc),,
the coordination bonds between 1 and the palladium ion play an
important role. Dissociation of these coordination bonds can cause a
phase transition of the supramolecular gel into sol/solution. A
chelating agent seems to be a suitable additive for this phase transition.
To test this hypothesis, the addition of ethylene diamine was examined
for the phase transition of a supramolecular gel of DMSO prepared
from 1 (6.2mm) and Pd(OAc), (9.4 mm). The addition of an
equimolar amount of ethylene diamine (9.4 mm) relative to Pd
(OAc), showed a partial phase transition of the supramolecular gel
after 24h. Complete gel to sol/solution phase transition of the
supramolecular gel was achieved by adding 2 equiv. of ethylene
diamine relative to Pd(OAc), (Figure 3a); this phase transition
required 12-24 h, during which time penetration and diffusion would
occur. The phase transition was accelerated by ultrasound irradiation.
Reconstruction of the gel from the sol/solution was examined by
adding excess Pd(OAc),. The addition of an equimolar amount of Pd
(OAC), relative to ethylene diamine to the sol/solution [1 =6.2 mwm, Pd
(OAc), =9.4 mmand ethylene diamine =19 mm] gave a gel after brief

a

Figure 3 Photographs of mixtures. (@) DMSO gel [1 (6.2 mm) and Pd(OAc),
(9.4 mm)] with ethylene diamine (19 mwm), (b) (a)+Pd(OAc), (19 mm), (c)
DMSO gel [1 (6.2mwm) and Pd(OAc), (9.4 mm)] with 1,3-diphenylphosphino
propane (9.4 mwm) and (d) (c)+Pd(OAc), (9.4 mwm). A full color version of this
figure is available at Polymer Journal online.
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ultrasound irradiation (Figure 3b). However, the reconstructed
gelatinized object was less stable than the original gel and easily
collapsed even under weak mechanical stress. The addition of
1,3-diaminopropane to the supramolecular gel of 1 and Pd(OAc),
showed results almost identical to those with the addition of ethylene
diamine. By contrast, the addition of benzyl amine, a monodentate
ligand, was less effective in promoting the phase transition, and the gel
partially remained even after the addition of 4 equiv. of benzyl amine
relative to PA(OAc),.

Bidentate phosphine ligands were also effective as additives for the
gel to sol/solution transition of the supramolecular gel of 1 and Pd
(OAc),. Complete gel to sol/solution phase transition was achieved by
adding only 1 equiv of 1,3-bis(diphenylphosphino)propane (dppp)
relative to Pd(OAc), (Figure 3c). Reconstruction of the gel from the
sol/solution of 1, Pd(OAc),, and dppp was not achieved even after
adding excess Pd(OAc),, and an insoluble suspension was obtained
(Figure 3d). The analogous 1,2-bis(diphenylphosphino)ethane (dppe)
and 1,4-bis(diphenylphosphino)butane (dppb) were less effective, and
4 equiv. of dppe or dppb relative to Pd(OAc), were required to
complete the phase transition.

Wacker oxidation of styrene in the supramolecular gel
Organic reactions are generally performed in organic solvents. Colli-
sions of the substrates and the catalyst in the bulk solvent play an
important role in determining the reaction kinetics. The manner in
which the reaction kinetics is influenced by changing the reaction
phase from a solution to a gelatinized matrix is a simple question to be
answered. Some supramolecular gel catalysts that catalyze the oxida-
tion of alcohols, hydrolysis of esters, aldol reactions and intramole-
cular cycloaddition of alkynoic acids have recently been
reported.?>3¢-38 These reports showed the potential applicability of
supramolecular gels as catalysts, although they did not mention the
differences between the reaction kinetics in the gel phase and in
solution. The supramolecular gel of 1 with an excess amount of Pd
(OAc), contains free Pd(OAc), in the supramolecular gel phase.
Therefore, palladium-catalyzed reactions in the absolute gel phase
could be accomplished using this system, and it might be possible to
compare the reaction kinetics in gel and in solution. To test this
hypothesis, we selected the Wacker oxidation of styrene to produce
acetophenone as a model system.>

A supramolecular gel was prepared from the ultrasound irradiation
of a mixture of 1, Pd(OAc),, styrene and DMSO-H,O (7:1). The
supramolecular gel retained its form for more than a month without
melting or crystallizing. Centrifugation of the supramolecular gel with
CDCl; made it possible to extract the unreacted styrene, and
acetophenone was concentrated in the supernatant (Figure 4 and
Supplementary Figure S2). The chemical yield of acetophenone
produced in the gel-phase reaction was determined by the integration
ratio of the '"H NMR spectrum of the supernatant with the internal
standard. The oxidation reaction of styrene (37.2 pmol) in the DMSO-
H,0O gel of 1 and Pd(OAc), (1.86 pmol) at room temperature was
monitored (Figure 5). As a control experiment, the Pd(OAc), (1.86
pmol) catalyzed oxidation of styrene (37.2 pmol) in DMSO-H,0
solution was performed. Typically, an oxidant such as benzoquinone
would be added to the reaction to oxidize palladium(0) to palladium
(II); however, in the present case, no oxidant was added, so that the
reaction conditions would be simple. In the case of the reaction in
DMSO-H,0 solution (control), the amount of acetophenone gradu-
ally increased after the initial stage. After 5 days, the amount of
acetophenone reached a saturation value at 2.38 pmol, and remained
unchanged thereafter. This amount corresponded to a yield of 126%,
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Figure 4 H nuclear magnetic resonance (NMR) spectra of (a) styrene, (b)
acetophenone and (c) extracted supernatant of the reaction mixture [DMSO-
H»0 gel of 1, Pd(OAc),, and styrene] in CDCl3.
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Figure 5 Reaction scheme for the Wacker oxidation of styrene (top) and the
amount of acetophenone versus reaction time in gel and in solution phase
(bottom). A full color version of this figure is available at Polymer Journal
online.

based on the amount of Pd(OAc),. The Wacker oxidation of styrene
in the supramolecular gel of 1 and Pd(OAc), also reached a saturation
point after 5 days, similar to the reaction in solution. At the saturation
point, the reaction mixture contained 2.23 pmol of acetophenone
(120% yield based on the amount of Pd(OAc),). However, the time
profiles of the amount of acetophenone formed were considerably
different between the reaction in the gel and that in solution.
Acetophenone was not formed in the supramolecular gel reaction
mixture at 3 h or at 6 h, which suggests that a long induction period is
required to perform the reaction in the supramolecular gel phase.
After 1 day of the gel phase reaction, the amount of acetophenone was
0.37 pmol (20% yield based on the amount of Pd(OAc),), which was
identical to that in the solution-phase reaction at 3 h. Appropriate
dispersion of substrate and catalyst in the gel would take a longer time
than that in homogeneous solution. As a result, the reaction in the gel
phase required a long induction period. After the induction period,
however, the reaction in the gel proceeded at a rate similar to that of

A multicomponent supramolecular gel
R Aoyama et al

the reaction in solution. In the later stage of the reaction, the rate of
the reaction in the gel phase was faster than that in the solution. It is
well known that aggregation of palladium catalysts decelerates the
reaction rates of homogeneous solutions.*? Aggregation of the catalyst
might be inhibited in the gel phase. This result demonstrates the
potential applicability of the supramolecular gel as a novel
reaction phase.

CONCLUSION

A supramolecular gel was formed by tris-urea 1 in the presence of an
appropriate amount of Pd(OAc),. SEM image of the xerogel revealed a
porous spongiform nanostructure. Gel to sol/solution phase transi-
tions of the supramolecular gel were induced by adding chelating
agents to prevent the formation of coordination bonds between 1 and
the palladium ion. A supramolecular gel of 1 and Pd(OAc), offered a
unique reaction phase. The Wacker oxidation of styrene was
performed in the supramolecular gel, and the reaction kinetics were
compared with those in a typical bulk solution.

ACKNOWLEDGEMENTS

This work was supported by Grant-in-aid for the Scientific Research on the
Innovative Areas: ‘Fusion Materials’ (Area No. 2206, Nos. 23107514 and
25107713) and Grant-in-aid for the Scientific Research (B) (No. 24310089).

1 Kato, T., Hirai, Y., Nakaso, S., Moriyama, M. Liquid-crystalline physical gels. Chem.
Soc. Rev. 36, 1857-1867 (2007).

2 Hirst, A. R., Escuder, B., Miravet, J. F., Smith, D. K. High-tech applications of self-
assembling supramolecular nanostructured gel-phase materials: from regenerative
medicine to electronic devices. Angew. Chem. Int. Ed. 47, 8002-8018 (2008).

3 Estroff, L. A., Hamilton, A. D. Water gelation by small organic molecules. Chem. Rev.
104, 1201-1217 (2004).

4 de Loos, M., Feringa, B. L., van Esch, J. H. Design and application of self-assembled
low molecular weight hydrogels. Eur. J. Org. Chem. 2005, 3615-3631 (2005).

5 Babu, S. S., Praveen, V. K., Ajayaghosh, A. Functional n-gelators and their applications.
Chem. Rev. 114, 1973-2129 (2014).

6 Weiss, R. G. The past, present, and future of molecular gels. What is the status of the
field, and where is it going? J. Am. Chem. Soc. 136, 7519-7530 (2014).

7 Yamanaka, M. Urea derivatives as low-molecular-weight gelators. J. Incl. Phenom.
Macrocycl. Chem. 77, 33-48 (2013).

8 George, M., Tan, G., John, V. T., Weiss, R. G. Urea and thiourea derivatives as low
molecular-mass organogelators. Chem. Eur. J. 11, 3243-3254 (2005).

9 Hsueh, S.-Y., Kuo, C.-T., Lu, T.-W., Lai, C.-C., Liu, Y.-H., Hsu, H.-F., Peng, S.-M.,
Chen, C.-H, Chiu, S.-H. Acid/base- and anion-controllable organogels formed from a
urea-based molecular switch. Angew. Chem. Int. Ed. 49, 9170-9173 (2010).

10 Hanabusa, K., Shimura, K., Hirose, K., Kimura, M., Shirai, H. Formation of organogels
by intermolecular hydrogen bonding between Ureylene segment. Chem. Lett. 25,
885-886 (1996).

11 Schoonbeek, F. S., van Esch, J. H., Wegewijs, B., Rep, D. B. A., de Haas, M. P.,
Klapwijk, T. M., Kellogg, R. M., Feringa, B. L. Efficient intermolecular charge transport
in self-assembled fibers of mono-and bithiophene bisurea compounds. Angew. Chem.
Int. Ed. 38, 1393-1397 (1999).

12 Estroff, L. A., Hamilton, A. D. Effective gelation of water using a series of Bis-urea
dicarboxylic acids. Angew. Chem. Int. Ed. 39, 3447-3450 (2000).

13 Yabuuchi, K., Marfo-Owusu, E., Kato, T. A new urea gelator: incorporation of intra-and
intermolecular hydrogen bonding for stable 1D self-assembly. Org. Biomol. Chem. 1,
3464-3469 (2003).

14 Piepenbrock, M.-0. M., Lloyd, G. O., Clarke, N., Steed, J. W. Gelation is crucially
dependent on functional group orientation and may be tuned by anion binding. Chem.
Commun 2644-2646 (2008).

15Qi, Z., de Molina, P. M., lJiang, W., Wang, Q., Nowosinski, K., Schulz, A.,
Gradzielski, M., Schalley, C. A. Systems chemistry: logic gates based on the
stimuli-responsive gel-sol transition of a crown ether-functionalized bis(urea) gelator.
Chem. Sci 3, 2073-2082 (2012).

16 de Loos, M., Ligtenbarg, A. G. J., van Esch, J., Kooijman, H., Spek, A. L., Hage, R.,
Kellogg, P. M., Feringa, B. L. Tripodal tris-urea derivatives as gelators for organic
solvents. Eur. J. Org. Chem. 2000, 3675-3678 (2000).

17 van Gorp, J. J., Vekemans, J. A. J. M., Meijer, E. W. Cs-symmetrical supramolecular
architectures: fibers and organic gels from discotic trisamides and trisureas. J. Am.
Chem. Soc. 124, 14759-14769 (2002).

18 Tamaru, S., Uchino, S., Takeuchi, M., Ikeda, M., Hatano, T., Shinkai, S. A porphyrin-
based gelator assembly which is reinforced by peripheral urea groups and chirally
twisted by chiral urea additives. Tetrahedron Lett. 43, 3751-3755 (2002).

Polymer Journal



A multicomponent supramolecular gel
R Aoyama et al

140

19 Yamanaka, M., Nakamura, T., Nakagawa, T., Itagaki, H. Reversible sol-gel transition of
a tris-urea gelator that responds to chemical stimuli. Tetrahedron Lett. 48,
8990-8993 (2007).

20 Yamanaka, M., Fujii, H. Chloroalkane gel formations by tris-urea low molecular weight
gelator under various conditions. J. Org. Chem. 74, 5390-5394 (2009).

21 Yamanaka, M., Haraya, N., Yamamichi, S. Chemical stimuli-responsive supramolecular
hydrogel from amphiphilic tris-urea. Chem. Asian J. 6, 1022-1025 (2011).

22 Higashi, D., Yoshida, M., Yamanaka, M. Thixotropic hydrogel formation in various
aqueous solutions through self-assembly of an amphiphilic tris-urea. Chem. Asian J.
8, 2584-2587 (2013).

23 Buerkle, L. E., Rowan, S. J. Supramolecular gels formed from multi-component low
molecular weight species. Chem. Soc. Rev. 41, 6089-6102 (2012).

24 Jung, J. H., Lee, J. H., Silverman, J. R., John, G. Coordination polymer gels
with important environmental and biological applications. Chem. Soc. Rev. 42,
924-936 (2012).

25 Xing, B., Choi, M-F., Xu, B. Design of coordination polymer gels as stable catalytic
systems. Chem. Eur. J. 8, 5028-5032 (2002).

26 Arai, S., Imazu, K., Kusuda, S., Yoshihama, ., Tonegawa, M., Nishimura, Y.,
Kitahara, K., Oishi, S., Takemura, T. Organogel formation by self-assembly
of Ag(l) and mono-urea derivatives containing pyridyl group. Chem. Lett. 35,
634-635 (2006).

27 Weng, W., Beck, J. B., Jamieson, A. M., Rowan, S. J. Understanding the mechanism of
gelation and stimuli-responsive nature of a class of metallo-supramolecular gels. J. Am.
Chem. Soc. 128, 11663-11672 (2006).

28 Byrne, P., Lloyd, G. O., Applegarth, L., Anderson,
Steed, J. W. Metal-induced gelation in dipyridyl ureas.
2261-2274 (2010).

29 Yan, X., Xu, D., Chi, X., Chen, J., Dong, S., Ding, X., Yu, Y., Huang, F. A
multiresponsive, shape-persistent, and elastic supramolecular polymer network gel
constructed by orthogonal self-assemly. Ad. Mat. 24, 362-369 (2012).

K. M., Clarke, N.,
New J. Chem. 34,

30 Yamanaka, M., Aoyama, R. Construction of two- or three-component low molecular
weight gel systems. Bull. Chem. Soc. Jpn 83, 1127-1131 (2010).

31 Naota, T., Koori, H. Molecules that assemble by sound: an application to the instant
gelation of stable organic fluids. J. Am. Chem. Soc. 127, 9324-9325 (2005).

32 Isozaki, K., Takaya, H., Naota, T. Ultrasound-induced gelation of organic fluids with
metalated peptides. Angew. Chem. Int. Ed. 46, 2855-2857 (2007).

33 Murata, K., Aoki, M., Suzuki, T., Harada, T., Kawabata, H., Komori, T., Ohseto, F.,
Ueda, K., Shinkai, S. Thermal and light control of the sol-gel phase transition in
cholesterol-based organic gels. Novel helical aggregation modes as detected by circular
dichroism and electron microscopic observation. J. Am. Chem. Soc. 116,
6664-6676 (1994).

34 Shirakawa, M., Fujita, N., Shinkai, S. A stable single piece of unimolecularly n-stacked
porphyrin aggregate in a thixotropic low molecular weight gel: a one-dimensional
molecular template for polydiacetylene wiring up to several tens of micrometers
in length. J. Am. Chem. Soc. 127, 4164-4165 (2005).

35 Maeda, H. Anion-responsive supramolecular —gels.
11274-11282 (2008).

36 Guler, M. O., Stupp, S. I. A self-assembled nanofiber catalyst for ester hydrolysis. J. Am.
Chem. Soc. 129, 12082-12083 (2007).

37 Rodriguez-Llansola, F., Escuder, B., Miravet, J. F. Switchable perfomance of an
L-proline-derived basic catalyst controlled by supramolecular gelation. J. Am. Chem.
Soc. 131, 11478-11484 (2009).

38 Ogata, K., Sasano, D., Yokoi, T., Isozaki, K., Seike, H., Takaya, H., Nakamura, M. Pd-
complex-bound amino acid- based supramolecular gel catalyst for intramolecular
addition—cyclization of alkynoic acids in water. Chem. Lett. 41, 498-500 (2012).

39 Tsuji, J., Minato, M. Oxidation of olefins to ketones in combination with electrooxida-
tion. Tetrahedron Lett. 28, 3683-3686 (1987).

40 van Leeuwen, P. W. N. M. Decomposition pathways of homogeneous catalysts. Appl/.
Catal., A 212, 61-81 (2001).

Chem. Eur. J. 14,

Supplementary Information accompanies the paper on Polymer Journal website (http://www.nature.com/pj)

Polymer Journal



	Palladium ion-induced supramolecular gel formation of tris-urea molecules
	Introduction
	Experimental procedure
	Materials and measurements
	Gelation experiment
	Wacker oxidation in supramolecular gel

	Results and Discussion
	Formation of supramolecular gel
	Stimuli responsive gel to sol/solution phase transition
	Wacker oxidation of styrene in the supramolecular gel

	Conclusion
	Acknowledgements
	Note
	References




