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The secondary structures of biological systems have profound
effects on their functions, as do those of synthetic organic
materials, in which the arrangement of the molecular units
can lead to very different properties, such as electrical
conductivity.!!l Up to now, the arrangements of these blocks
in macroscopic crystals have been influenced, but the
situation in nanomaterials—especially those with order over
a very limited scale—is still challenging.”! In particular, the
preparation of systems is required in which not only the
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synthesis of individual components is important, but also the
creation of dissimilar building blocks with pathways by which
they can interact and influence each other in such a way that
materials with distinctive characteristics are generated.”
Thereby, the combination of the components could generate
hybrid materials not only with unique organizations™ but also
with new or improved properties.’! This approach to creating
novel materials has often involved biological units as one
component and inorganic nanoparticles as the other.l’ The
organic part is usually used to organize the inorganic particles
because of the specific noncovalent interactions that are
established in naturally occurring systems. Synthetic organic
systems can also control the organization of gold nano-
particles,”” and the incorporation of colloids into materials by
supramolecular approaches has been explored by several
groups.! Here we show that the reverse is also true: Gold
nanoparticles can influence the organization of an entirely
synthetic nanomaterial, provided the noncovalent “program-
ming”!”! of the particle coating is correct.

Organogels are good precursors for the preparation of
conducting nanoscopic fibers."”! Using derivatives of the m-
electron donor tetrathiafulvalene (TTF) in these systems has
been shown to provide bulk semiconductors,'!! and even
nanofibers with apparently metallic conductivity."” In the
latter case, the initial phase of the doped xerogels of 1
(Figure 1) is a semiconductor with a relatively wide band gap,
but it displays a structural transition to a more conducting
phase on annealing at 355 K. This phase change is a result of
reorientation of the TTF residues relative to each other to
give a different secondary structure to the supramolecular
fibers."”! In some materials phase change can be induced by
solvent, but we sought an alternative additive to produce this
effect more directly. An attractive goal for us was to employ
nanoparticles to induce metal-like conductivity in these
supramolecular nanowires by incorporating them into the
filaments and thus avoid the need for annealing.

To this end, gold nanoparticles 2-Au (Figure 1) were
prepared in which the same amido group as in 1is located in a
TTF ligand which is linked directly to the metal through a
dithiolate group."! The TTF derivative attached to gold in
2-Au is compatible with compound 1 because it bears not only
the same hydrogen-bonding group but also the same spacer
between amido group and TTF unit as organogelator. Thus, a
continuous chain of hydrogen bonds and van der Waals
contacts could be formed when the particles are introduced
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Figure 1. Top: Chemical structure of gelator 1 and schematic drawings
of gold nanoparticles 2-Au and 3-Au. Middle: TEM images of
unstained xerogels of T wt% 2-Au in 1 (left) and 3-Au in 1 (right).
Bottom: AFM images (5x5 pum except for the inset, which is 1x 1 um)
of the same xerogels.

into chains of 1. An important control experiment involves
mixing 1 with nanoparticles which have no possibility for
specific noncovalent interactions with the gel fibers, and
hence we prepared 3-Au, which has no amido groups.
Nanoparticles 2-Au and 3-Au were synthesized by the
standard procedure!™ involving reduction of tetrachloroau-
rate in a biphasic mixture in the presence of the deprotected
TTF precursor (for further information and characterization
see the Supporting Information).

Hybrid gels of 2-Au and gelator 1 (referred to hereafter as
1/2-Au) were prepared by heating 1 wt % nanoparticles with 1
in hexane to solubilize all the material with subsequent
cooling to room temperature. The same type of hybrid was
prepared with 3-Au (1/3-Au) in which no amido unit is present
in the chains appended to the TTF residue on the gold surface
(Figure 1). All gels are transparent and stable for days, but
vary slightly in color because of the presence of the nano-
particles. When they are exposed to the atmosphere the
hexane quickly evaporates leaving transparent xerogel films
of the materials on the substrate of choice.

Transmission electron microscopy (TEM) images of the
1/2-Au xerogel verify clearly the noncovalent interaction
between 1 and the 2-Au nanoparticles (Figure 1). It is evident
from the TEM images that the nanoparticles are included
within the fibers. Although parts of the fibers apparently
contained no nanoparticles, the particles are always inside the
fibers, surrounded by organic material of lighter contrast.
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Furthermore, no isolated nanoparticles were seen in the many
TEM measurements; all were surrounded by organic mate-
rial. In contrast, when a xerogel of nanoparticles 3-Au in 1 was
imaged by TEM, no intimate contacts between the fibers and
the nanoparticles could be seen. Rather, aggregates of
particles and fibers of 1 are found in separate areas of the
material (Figure 1). Therefore, incorporation of the amido
group in the surface-attached ligand on the nanoparticles is
essential to give an interaction which provides for their
effective incorporation into the supramolecular nanofibers
formed by 1.

An acoustic-mode atomic force microscopy (AFM) study
of xerogels 1/2-Au and 1/3-Au reveals distinct topographical
features (Figure 1). The material formed by the xerogel
1/3-Au is rough, with no long fibers apparent, although a short
fibril structure was discernable in some images. This result is
in accord with the TEM images, which show a very low
homogeneity in the sample (Figure 1). On the other hand, the
noncovalent interaction between the constituent components
of hybrid xerogel 1/2-Au results in a material which unam-
biguously exhibits long fibers when imaged by both TEM and
AFM. The dimensions of the structures imaged by AFM in
the case of 1/2-Au are much longer than for 1/3-Au, and the
lateral dimensions, which range from 10 to 100 nm, are clear,
while the material formed by the latter hybrid shows a very
fine structure with no long fibers. The gel of pure 1 shows an
intermediate texture.'” These observations indicate that the
nanoparticles 2-Au aid in stabilizing long fibers of the
organogel, while those of 3-Au disrupt the network.

In order to oxidize the m-electron donor molecules to
generate the conducting mixed-valent state!'® each xerogel
was exposed to iodine vapor for two minutes. This procedure
results in a material which has a uniform composition
according to energy-dispersive X-ray (EDX) analysis (see
the Supporting Information) and a morphology identical to
that of the undoped (not oxidized) xerogel in the TEM
micrographs, that is, no observable change in morphology of
the fibers or nanoparticles occurs on doping. The organization
of the donor stacks in the fibers can be characterized with a
high degree of sensitivity by EPR spectroscopy,’*!” and the
morphology and electronic nature by current-sensing (CS)
AFM. The iodine-doped xerogel of 1 with no nanoparticles
has a peak-to-peak line width AH ,, of its EPR signal of 6 G at
300 K (Figure 2, a-phase), but when annealed at 355 K gave
an irreversible increase of the line width to 13 G once cooled
back to room temperature, which is evidence of a structural
phase transition from the a-phase of the doped xerogel to its
B-phase (Figure 2, B-phase).'”! A sample of the doped 1/2-Au
hybrid xerogel gave AH,,=13G at 300K in the EPR
spectrum (Figure 2a), characteristic of the f-phase of the
mixed-valent donor assembly of the doped xerogel of 1.

Furthermore, room-temperature -V sweeps recorded
during CSAFM measurements indicated metal-like behavior
(Figure 3¢, blue curve), and an even more conducting and
homogeneous material than pure doped 1. From the CSAFM
measurements, the estimated conductivity of the doped
1/2-Au hybrid xerogels is 10 Sem™.,'"8! approximately five
times higher than the most highly conducting areas of doped
1. In the latter, the mean conductivity estimated by CSAFM is
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Figure 2. EPR signals of conducting doped hybrid xerogels based on
1/2-Au (a) and 1/3-Au (b) in comparison with the two phases formed
by the pure doped xerogel of 1.
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Figure 3. a) CSAFM image of a doped xerogel of 1/2-Au on highly
oriented pyrolytic graphite, b) current response along the black line in
(a), and c) representative spectroscopic curves of undoped xerogel of
1 (green) and doped xerogels of 1 (red), 1/2-Au (blue), and 1/3-Au
(black). The top inset shows an expansion in x of the curves shown in
the main graph to show the metallic behavior of doped 1/2-Au, and
the bottom inset shows different responses existing in a doped 1/3-Au
xerogel (black curves) in comparison to the doped xerogel 1 (red). All
the curves presented for the doped materials correspond to xerogels
exposed to iodine vapor for two minutes.
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on the same order as that measured by the four-probe method
on a bulk sample."”! The spread in conducting behavior is also
much less than for the other materials (see the Supporting
Information). Clearly, the mixed-valent donor stacks in the
hybrid material enter the highly conducting -phase straight
after doping with no need for annealing. In support of this, the
EPR signal intensity of the doped 1/2-Au xerogel is remark-
ably insensitive in the range from 300 to 350 K (see the
Supporting Information), indicative of Pauli-type behavior
seen in metallic crystalline compounds of this family of
organic donors."””! Furthermore, the low-angle X-ray diffrac-
togram of doped 1/2-Au hybrid is virtually identical to that of
doped and annealed 1, and different to that of doped 1 with no
heat treatment (see the Supporting Information). Therefore,
the 2-Au nanoparticles induce formation of a metal-like [3-
phase with no need for heat treatment of the xerogel. The
increased conductivity in the composite can be rationalized by
considering the fact that the fibers in the xerogel 1/2-Au are
much longer than in pure 1 (see AFM results above), and
therefore the resistance arising from fiber crossing points is
lower.

On the other hand, when the doped xerogel of 1/3-Au was
studied in the same manner, EPR spectroscopy revealed two
signals, with AH,,, values of 13 and 6 G (Figure 2b). The
CSAFM measurements on this material reveal an inhomoge-
neous surface with high contrast in the current map (see the
Supporting Information). Unlike the iodine-doped 1/2-Au
xerogel, the I-V curves of the doped 1/3-Au xerogels have a
wide spread in conducting behavior in different areas of the
sample: In some areas the conductivity is much lower than the
average of doped xerogel 1 (which gives metallic and low-
band-gap semiconducting characteristics!'”), and in others
metal-like behavior is witnessed (Figure 3¢, inset). These
results are in accord with the TEM measurements, which
revealed that, in the xerogel of 1/3-Au, negligible incorpo-
ration of the gold nanoparticles into the nanofibers results in
phase separation and a breakdown of the conducting path-
ways. Even so, in some areas of the material the metallic f3-
phase is present, as shown by both the EPR and CSAFM
measurements.

Current-sensing AFM measurements on the doped hybrid
xerogel of 1/2-Au show a fiberlike current map (Figure 3a)
similar to that observed for the doped xerogel of pure 1.'”
The measured width of the fibers is on the order of 10 nm,
which corresponds to a true value of approximately 1.2 nm
after the shape-deconvolution procedure. Unlike the TEM
measurements (Figure 1), the individual nanoparticles cannot
be identified in the AFM images, because they are incorpo-
rated into the fibers and therefore masked by the conducting
yarn around them.

In conclusion, we have demonstrated formation of fibers
with ohmic characteristics in a doped xerogel in which an
amide-containing tetrathiafulvalene-capped gold nanoparti-
cle (2-Au) induces a favorable supramolecular fiber structure
of a tetrathiafulvalene-based organogelator and thus avoids
the need for annealing after doping. The nanoparticle
organizes the organic material into a secondary structure
which shows metallic conductivity, whereas in other nano-
particle hybrids, the organic matter organizes the colloid. This
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phase induction is achieved with only 1 % nanoparticles in the
nanofibers, and despite the fact that areas of the organic fibers
contain no particles, which perhaps indicates a cooperative
structural phase induction triggered by the particles. Since the
xerogels measured are from hundreds of nanometers to a few
micrometers thick, we have evidence of the ability of 2-Au to
guide the material into a metal-like and homogenous phase by
noncovalent interactions. The 3-Au nanoparticles do not carry
the correct supramolecular “code”, and therefore are not
functional in the hybrid material. This strategy is not only
useful for the organization of conducting materials, but may
also be applicable to the organization of other fibrilar matter
of natural or synthetic origin by using suitably encoded
nanoparticles.

Received: October 19, 2007
Revised: November 29, 2007
Published online: January 31, 2008

Keywords: conducting materials - gels - hydrogen bonds -
nanostructures - supramolecular chemistry

[1] See, for example; a) H. Miiller, A. N. Fitch, M. Lorenzen, S. O.
Svensson, S. Wanka, J. Wosnitza, Adv. Mater. 1999, 11, 541 -546;
b) R. C. Haddon, X. Chi, M. E. Itkis, J. E. Anthony, D. L. Eaton,
T. Siegrist, C. C. Mattheus, T. T. M. Palstra, J. Phys. Chem. B
2002, 706, 8288—-8292; c) C. D. Dimitrakopoulos, P. R. L. Mal-
enfant, Adv. Mater. 2002, 14, 99-117; d) B.N. Achar, K.S.
Lokesh, J. Solid State Chem. 2004, 177, 1987-1993; e) 1
Brovchenko, A. Krukau, A. Oleinikova, A.K. Mazur, Phys.
Rev. Lett. 2006, 97, 137801; f) A. Datta, S. Mohakud, S. K. Pati, J.
Mater. Chem. 2007, 17, 1933-1938; g) S. Yagai, M. Ishii, T.
Karatsu, A. Kitamura, Angew. Chem. 2007, 119, 8151 -8155;
Angew. Chem. Int. Ed. 2007, 46, 8005 —8009.

[2] a) N. Reitzel, T. Hassenkam, K. Balashev, T. R. Jensen, P. B.
Howes, K. Kjaer, A. Fechtenkotter, N. Tchebotareva, S. Ito, K.
Mullen, T. Bjornholm, Chem. Eur. J. 2001, 7, 4894-4901;
b) E. W. Plummer, Ismail, R. Matzdorf, A.V. Melechko, J. P.
Pierce, J. D. Zhang, Surf. Sci. 2002, 500, 1-27; c) P. Leclére, M.
Surin, P. Jonkheijm, O. Henze, A. P. H. J. Schenning, F. Biscarini,
A. C. Grimsdale, W.J. Feast, E. W. Meijer, K. Mullen, J. L.
Bredas, R. Lazzaroni, Eur. Polym. J. 2004, 40, 885-892; d) K.
Okuyama, M. Abdullah, I. W. Lenggoro, F. Iskandar, Adv.
Powder Technol. 2006, 17, 587-611; e) A. S. Arico, P. Bruce, B.
Scrosati, J. M. Tarascon, W. Van Schalkwijk, Nat. Mater. 2005, 4,
366-377; f)P. Leclere, M. Surin, P. Viville, R. Lazzaroni,
A.F.M. Kilbinger, O. Henze, W.J. Feast, M. Cavallini, F.
Biscarini, A.P.H.J. Schenning, E. W. Meijer, Chem. Mater.
2004, 16, 4452-4466; g) M. Schmittel, V. Kalsani, Top. Curr.
Chem. 2005, 245, 1-53; h) W.D. Zhou, Y.L. Li, D.B. Zhu,
Chem. Asian J. 2007, 2, 222 -229.

[3] a) P. M. Mendes, A. H. Flood, J. F. Stoddart, Appl. Phys. A 2005,

80, 1197-1209; b) F. Patolsky, G. Zheng, C. M. Lieber, Nano-

medicine 2006, 1, 51-65; c) A. Greiner, J. H. Wendorff, A. L.

Yarin, E. Zussman, Appl. Microbiol. Biotechnol. 2006, 71, 387 —

393.

a) Y. Lin, A. Boker, J. B. He, K. Sill, H. Q. Xiang, C. Abetz, X. F.

Li, J. Wang, T. Emrick, S. Long, Q. Wang, A. Balazs, T. P. Russell,

Nature 2005, 434, 55-59; b) FE. Lerouge, G. Cerveau, R.J. P.

Corriu, New J. Chem. 2006, 30, 1364 —1376.

a) S. Bhattacharya, A. Srivastava, A. Pal, Angew. Chem. 2006,

118, 3000-3003; Angew. Chem. Int. Ed. Engl. 2006, 45, 2934 —

2937; b) T. K. Hong, H. S. Yang, C. J. Choi, J. Appl. Phys. 2005,

[4

[}

5

[

www.angewandte.de

(6]

(7]

8

=

[9

—

(10

—_

(11]

(12]

© 2008 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

97, 064311; c) R. Elghanian, J.J. Storhoff, R. C. Mucic, R. L.
Letsinger, C. A. Mirkin, Science 1997, 277, 1078 —-1081.

a) C. A. Mirkin, R.L. Letsinger, R. C. Mucic, J.J. Storhoff,
Nature 1996, 382, 607-609; b) A. P. Alivisatos, K. P. Johnsson,
X. Peng, T. E. Wilson, C.J. Loweth, Jr., M. P. Bruchez, P. G.
Schultz, Nature 1996, 382, 609-611; c) R. C. Mucic, J. J. Storhoff,
C. A. Mirkin, R. L. Letsinger, J. Am. Chem. Soc. 1998, 120,
12674-12675.

a) E. R. Zubareyv, J. Xu, A. Sayyad, J. D. Gibson, J. Am. Chem.
Soc. 2006, 128, 15098-15099; b)J. van Herrikhuyzen, S.J.
George, M. R. J. Vos, N. A.J. M. Sommerdijk, A. Ajayaghosh,
S. C. J. Meskers, A. P. H. J. Schenning, Angew. Chem. 2007, 119,
1857-1860; Angew. Chem. Int. Ed. 2007, 46, 1825-1828.

a) M. Kimura, S. Kobayashi, T. Kuroda, K. Hanabusa, H. Shirai,
Adv. Mater. 2004, 16, 335-338; b) T. Hasobe, H. Imahori, P. V.
Kamat, T. K. Ahn, S. K. Kim, D. Kim, A. Fujimoto, T. Hirakawa,
S. Fukuzumi, J. Am. Chem. Soc. 2005, 127, 1216-1228; ¢) A. H.
Bae, M. Numata, T. Hasegawa, C. Li, K. Kaneko, K. Sakurai, S.
Shinkai, Angew. Chem. 2005, 117, 2066—-2069; Angew. Chem.
Int. Ed. Engl. 2005, 44, 2030-2033; d) R. Zhang, A. Barnes, Y.
Wang, B. Chambers, P. V. Wright, Adv. Funct. Mater. 2006, 16,
1161-1165; e) Y. Fujiki, N. Tokunaga, S. Shinkai, K. Sada,
Angew. Chem. 2006, 118, 4882—-4885; Angew. Chem. Int. Ed.
2006, 45, 4764 -4767; f) S. Kumar, S. Kumar-Pal, P. S. Kumar, V.
Lakshminarayanan, Soft Mater. 2007, 3, 896-900; g) P. Arumu-
gam, H. Xu, S. Srivastava, V. M. Rotello, Polym. Int. 2007, 56,
461-466; h) T. Hasobe, S. Fukuzumi, S. Hattori, P. V. Kamat,
Chem. Asian J. 2007, 2, 265-272.

V. Berl, 1. Huc, R. G. Khoury, J. M. Lehn, Chem. Eur. J. 2001, 7,
2810-2820.

a) F. S. Schoonbeek, J. H. van Esch, B. Wegewijs, D. B. A. Rep,
M. P. de Haas, T. M. Klapwijk, R. M. Kellogg, B. L. Feringa,
Angew. Chem. 1999, 111, 1486-1490; Angew. Chem. Int. Ed.
1999, 38, 1393-1397; b) T. Kitahara, M. Shirakawa, S.-i.
Kawano, U. Beginn, N. Fujita, S. Shinkai, J. Am. Chem. Soc.
2005, 127, 14980-14981; c) C. Wang, D. Zhang, D. Zhu, J. Am.
Chem. Soc. 2005, 127, 16372-16373; d) T. Akutagawa, K.
Kakiuchi, T. Hasegawa, S.-i. Noro, T. Nakamura, H. Hasegawa,
S. Mashiko, J. Becher, Angew. Chem. 2005, 117, 7449 -7453;
Angew. Chem. Int. Ed. 2005, 44, 7283 -7287.

T. Kitamura, S. Nakaso, N. Mizoshita, Y. Tochigi, T. Shimomura,
M. Moriyama, K. Ito, T. Kato, J. Am. Chem. Soc. 2005, 127,
14769 -14775.

J. Puigmarti-Luis, V. Laukhin, A. Perezdel Pino, J. Vidal-
Gancedo, C. Rovira, E. Laukhina, D. B. Amabilino, Angew.
Chem. 2007, 119,242 -245; Angew. Chem. Int. Ed. 2007, 46,238 —
241.

The phase change was witnessed most clearly by EPR spectros-
copy, a very sensitive and proven tool for characterization of
phase changes in this kind of conducting material. See, for
example: a) L. Forrd, G. Sekretarczyk, M. Krupski, D. Schwe-
izer, H. Keller, Phys. Rev. B 1987, 35, 2501-2504; b) H. H.
Wang, J. A. Schlueter, U. Geiser, J. M. Williams, D. Naumann, T.
Roy, Inorg. Chem. 1995, 34, 55525557 ¢) T. Naito, T. Inabe, K.
Takeda, K. Awaga, T. Akutagawa, T. Hasegawa, T. Nakamura, T.
Kakiuchi, H. Sawa, T. Yamamoto, H. Tajima, J. Mater. Chem.
2001, 71, 2221-2227; d) J. A. Schlueter, B. H. Ward, U. Geiser,
H. H. Wang, A. M. Kini, J. Parakka, E. Morales, H. J. Koo, M. H.
Whangbo, R. W. Winter, J. Mohtasham, G. L. Gard, J. Mater.
Chem. 2001, 11, 2008-2013; e) E. Laukhina, V. Tkacheva, A.
Chekhlov, E. Yagubskii, R. Wojciechowski, J. Ulanski, J. Vidal-
Gancedo, J. Veciana, V. Laukhin, C. Rovira, Chem. Mater. 2004,
16, 2471-2479; f) H. Tto, Y. Yokochi, H. Tanaka, S. Kuroda, R.
Kanehama, M. Umemiya, H. Miyasaka, K.I. Sugiura, M.
Yamashita, H. Tajima, J. Yamaura, Phys. Rev. B 2005, 71, 085202.

Angew. Chem. 2008, 120, 1887 -1891


http://dx.doi.org/10.1002/(SICI)1521-4095(199905)11:7%3C541::AID-ADMA541%3E3.0.CO;2-Y
http://dx.doi.org/10.1021/jp0207937
http://dx.doi.org/10.1021/jp0207937
http://dx.doi.org/10.1002/1521-4095(20020116)14:2%3C99::AID-ADMA99%3E3.0.CO;2-9
http://dx.doi.org/10.1016/j.jssc.2004.01.019
http://dx.doi.org/10.1103/PhysRevLett.97.137801
http://dx.doi.org/10.1103/PhysRevLett.97.137801
http://dx.doi.org/10.1039/b700625j
http://dx.doi.org/10.1039/b700625j
http://dx.doi.org/10.1002/ange.200702263
http://dx.doi.org/10.1002/anie.200702263
http://dx.doi.org/10.1002/1521-3765(20011119)7:22%3C4894::AID-CHEM4894%3E3.0.CO;2-S
http://dx.doi.org/10.1016/S0039-6028(01)01565-5
http://dx.doi.org/10.1163/156855206778917733
http://dx.doi.org/10.1163/156855206778917733
http://dx.doi.org/10.1021/cm049673x
http://dx.doi.org/10.1021/cm049673x
http://dx.doi.org/10.1002/asia.200600218
http://dx.doi.org/10.1007/s00339-004-3172-2
http://dx.doi.org/10.1007/s00339-004-3172-2
http://dx.doi.org/10.2217/17435889.1.1.51
http://dx.doi.org/10.2217/17435889.1.1.51
http://dx.doi.org/10.1007/s00253-006-0356-z
http://dx.doi.org/10.1007/s00253-006-0356-z
http://dx.doi.org/10.1038/nature03310
http://dx.doi.org/10.1039/b603655d
http://dx.doi.org/10.1002/ange.200504461
http://dx.doi.org/10.1002/ange.200504461
http://dx.doi.org/10.1002/anie.200504461
http://dx.doi.org/10.1002/anie.200504461
http://dx.doi.org/10.1063/1.1861145
http://dx.doi.org/10.1063/1.1861145
http://dx.doi.org/10.1126/science.277.5329.1078
http://dx.doi.org/10.1038/382607a0
http://dx.doi.org/10.1038/382609a0
http://dx.doi.org/10.1021/ja982721s
http://dx.doi.org/10.1021/ja982721s
http://dx.doi.org/10.1021/ja066708g
http://dx.doi.org/10.1021/ja066708g
http://dx.doi.org/10.1002/adma.200305804
http://dx.doi.org/10.1021/ja047768u
http://dx.doi.org/10.1002/ange.200462810
http://dx.doi.org/10.1002/anie.200462810
http://dx.doi.org/10.1002/anie.200462810
http://dx.doi.org/10.1002/adfm.200500745
http://dx.doi.org/10.1002/adfm.200500745
http://dx.doi.org/10.1002/ange.200601470
http://dx.doi.org/10.1002/anie.200601470
http://dx.doi.org/10.1002/anie.200601470
http://dx.doi.org/10.1039/b701380a
http://dx.doi.org/10.1002/pi.2210
http://dx.doi.org/10.1002/pi.2210
http://dx.doi.org/10.1002/asia.200600358
http://dx.doi.org/10.1002/1521-3765(20010702)7:13%3C2810::AID-CHEM2810%3E3.0.CO;2-5
http://dx.doi.org/10.1002/1521-3765(20010702)7:13%3C2810::AID-CHEM2810%3E3.0.CO;2-5
http://dx.doi.org/10.1002/(SICI)1521-3757(19990517)111:10%3C1486::AID-ANGE1486%3E3.0.CO;2-A
http://dx.doi.org/10.1002/(SICI)1521-3773(19990517)38:10%3C1393::AID-ANIE1393%3E3.0.CO;2-H
http://dx.doi.org/10.1002/(SICI)1521-3773(19990517)38:10%3C1393::AID-ANIE1393%3E3.0.CO;2-H
http://dx.doi.org/10.1021/ja0552038
http://dx.doi.org/10.1021/ja0552038
http://dx.doi.org/10.1021/ja055800u
http://dx.doi.org/10.1021/ja055800u
http://dx.doi.org/10.1002/ange.200502336
http://dx.doi.org/10.1002/anie.200502336
http://dx.doi.org/10.1021/ja053496z
http://dx.doi.org/10.1021/ja053496z
http://dx.doi.org/10.1021/ic00126a027
http://dx.doi.org/10.1039/b102786g
http://dx.doi.org/10.1039/b102786g
http://dx.doi.org/10.1039/b008735l
http://dx.doi.org/10.1039/b008735l
http://dx.doi.org/10.1021/cm034866q
http://dx.doi.org/10.1021/cm034866q
http://dx.doi.org/10.1103/PhysRevB.71.085202
http://www.angewandte.de

[14] E. Gomar-Nadal, G. K. Ramachandran, F. Chen, T. Burgin, C.
Rovira, D. B. Amabilino, S. M. Lindsay, J. Phys. Chem. B 2004,
108, 7213 -7218.

[15] M. Brust, M. Walker, D. Bethell, D. Schiffrin, R. Whyman, J.
Chem. Soc. Chem. Commun. 1994, 801 -802.

[16] E.E. Laukhina, V. A. Merzhanov, S.I. Pesotskii, A. G. Kho-
menko, E. B. Yagubskii, J. Ulanski, M. Kryszewski, J. K. Jeszka,
Synth. Met. 1995, 70, 797 - 800.

[17] E.Laukhina, J. Vidal-Gancedo, V. Laukhin, J. Veciana, I. Chueyv,
V. Tkacheva, K. Wurst, C. Rovira, J. Am. Chem. Soc. 2003, 125,
3948 -3953.

[18] Details of the calculation of the conductivity from CSAFM data
are given in the Supporting Information. For examples of similar
estimates, see: a) H. J. Lee, S. M. Park, J. Phys. Chem. B 2004,

(19]

Angewandte

108, 16365-16371; b) D. H. Han, H. J. Lee, S. M. Park, Electro-
chim. Acta 2005, 50, 3085-3092; c) S. Y. Hong, S. M. Park, J.
Phys. Chem. B 2005, 109, 9305-9310; d) S.-S. Chang, C.-G. Wu,
J. Phys. Chem. B 2005, 109, 18275-18282; e) J. Kitn, S. Cho, S.
Choi, S. Baek, D. Lee, O. Kim, S. M. Park, M. Ree, Langmuir
2007, 23, 9024-9030; f) K. D. O’Neil, B. Shaw, O. A. Semeni-
khin, J. Phys. Chem. B 2007, 111, 9253-9269; g) V. Palermo, A.
Liscio, M. Palma, M. Surin, R. Lazzaroni, P. Samori, Chem.
Commun. 2007, 3326-3337.

J. M. Williams, J. R. Ferraro, R.J. Thorn, K. D. Carlson, U.
Geiser, H. H. Wang, A.M. Kini, M.-H. Whangbo, Organic
Superconductors (Including Fullerenes): Synthesis Structure,
Properties, and Theory, Prentice Hall, New Jersey, 1992.

Angew. Chem. 2008, 120, 1887 -1891

© 2008 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

www.angewandte.de

Chemie

1891


http://dx.doi.org/10.1021/jp0495949
http://dx.doi.org/10.1021/jp0495949
http://dx.doi.org/10.1039/c39940000801
http://dx.doi.org/10.1039/c39940000801
http://dx.doi.org/10.1016/0379-6779(94)02656-J
http://dx.doi.org/10.1021/ja0280123
http://dx.doi.org/10.1021/ja0280123
http://dx.doi.org/10.1021/jp0472764
http://dx.doi.org/10.1021/jp0472764
http://dx.doi.org/10.1016/j.electacta.2004.10.085
http://dx.doi.org/10.1016/j.electacta.2004.10.085
http://dx.doi.org/10.1021/jp050173g
http://dx.doi.org/10.1021/jp050173g
http://dx.doi.org/10.1021/jp0531210
http://dx.doi.org/10.1021/jp071564t
http://dx.doi.org/10.1039/b701015j
http://dx.doi.org/10.1039/b701015j
http://www.angewandte.de

