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Recent progress in the immobilization of catalysts for
selective oxidation in the liquid phase

oxidant

\/
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Luc Alaerts, Joos Wahlen, Pierre A. Jacobs and
Dirk E. De Vos*

Different types of immobilized oxidation catalysts are
presented such as covalently bound, supported ionic
liquid-phase and electrostatically withheld catalysts,
coordination polymers and metal-organic frameworks.
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Phase-transfer dynamic combinatorial chemistry

Ruth Pérez-Fernandez, Michael Pittelkow,
Ana M. Belenguer and Jeremy K. M. Sanders*

The diversity accessible in dynamic combinatorial libraries
can be expanded by creating them in two phases under
phase-transfer conditions.
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Layer-by-layer assembly of single-charged ions with a
rigid polyampholyte

Guang Chen, Guojun Wu, Liming Wang, Suobo Zhang*
and Zhaohui Su*

Single-charged ions are incorporated into multilayer films via
direct electrostatic assembly with a rigid polyampholyte with
unbalanced charges. The surface charges are generated via
metathesis of an inner salt in the last assembled polyampholyte
layer by the incoming ion, so that the subsequent
polyampholyte chains can assemble.
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An unusually stable octanuclear o-mesityl-bridged
Hq-0x0-copper(1) complex encapsulated by a
pyrazolate-based compartmental ligand scaffold

Michael Stollenz, Christian Grofle and Franc Meyer*

A new pyrazole-derived chelating ligand, mesitylcopper and
dioxygen combine to form a remarkably stable organometallic
framework that can be described as a heteroleptic O-centered
cuprate anion [(MesCu'),(u4-O)]* ~ linked via o-mesityl-bridges
to two binuclear Cu'-pyrazolate clamps.

+4/5 CusMess / 1/4 O

Synthesis and structural characterisation of an
yttrium—-alkyl-alkylidene

Stephen T. Liddle,* Jonathan McMaster, Jennifer C. Green
and Polly L. Arnold

The first structurally authenticated yttrium-alkyl-alkylidene is
reported; structural, spectroscopic, and theoretical analyses
show that whilst the yttrium—alkylidene bond is short, it
possesses a bond order less than one and is comparable to the
Y—Ciikyi single bond within the same molecule.

This journal is © The Royal Society of Chemistry 2008
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In situ and real-time visualisation of oxygen distribution in
DMFC using a porphyrin dye compound

Junji Inukai, Kenji Miyatake, Yuta Ishigami, Masahiro
Watanabe,* Tsuyoshi Hyakutake, Hiroyuki Nishide,
Yuzo Nagumo, Masayuki Watanabe and Akira Tanaka

Oxygen distribution in an operating direct methanol fuel cell
(DMFC) is visualised by applying a luminescent porphyrin dye
film onto a transparent cathode separator, revealing oxygen
consumption via electrochemical reaction and combustion of
crossed-over methanol.

Pressure effects and Mossbauer spectroscopic studies
on a 3D mixed-valence iron spin-crossover complex with
NiAs topology

Yue-Ling Bai, Jun Tao,* Rong-Bin Huang,

Lan-Sun Zheng, Shao-Liang Zheng,* Kazuyoshi Oshida
and Yasuaki Einaga*

[(Fe™;0)Fe"(TA)o(H,0)] - (C104),(NO5)(EtOH)(H,0),

(1, HTA = tetrazole-1H-acetic acid), shows spin-crossover
behavior that was characterized via VT crystal structures,
Moéssbauer spectra, magnetic susceptibility and pressure studies.
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A new enantiopure unsaturated dicarboxylate as a
4-connected unit in a flexible homochiral
PtS-type framework

Jian Zhang and Xianhui Bu*

Metal cation mediated chiral ligand transformation of
(S)-camphanic acid leads to a new enantiopure unsaturated
dicarboxylate that links tetrahedral Zn>" sites into 3-D
homochiral 4-connected PtS-type framework structures,
Zn(tced) (1, Hytced = 1,2,2-trimethylcyclopent-3-ene-1,3-
dicarboxylic acid) and Zny(tced)4(4,4'-bipy) (2).

Accelerating charge transfer in a
triphenylamine—subphthalocyanine donor—acceptor system

Anais Medina, Christian G. Claessens,
G. M. Aminur Rahman, Al Mokhtar Lamsabhi, Otilia Mo,
Manuel Yaiez,* Dirk M. Guldi* and Tomas Torres*

A donor—acceptor dyad incorporating a dodecafluoro-
subphthalocyaninato boron(ii) unit covalently linked in its
axial position to a triphenylamine moiety was synthesized and
its photophysical and electrochemical properties studied.

This journal is © The Royal Society of Chemistry 2008
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Sulfate ion encapsulation in caged supramolecular
structures assembled by second-sphere coordination

Biao Wu,* Jianjun Liang, Jin Yang, Chuandong Jia,
Xiao-Juan Yang, Hongrui Zhang, Ning Tang and
Christoph Janiak

Sulfate anion is encapsulated in a caged structure formed by a
tripodal tris(3-pyridylurea) receptor with [M(H,O)¢]>" cations
via second-sphere coordination.

Crystal structure and silica condensing activities of
silicatein a—cathepsin L chimeras

Michael Fairhead, Kenneth A. Johnson, Thomas Kowatz,
Stephen A. McMahon, Lester G. Carter, Muse Oke,
Huanting Liu, James H. Naismith* and

Christopher F. van der Walle*

The chemical mechanism proposed to operate for the
polymerisation of silicic acid by silicatein a—cathepsin
L chimeras.
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Synthesis and properties of oxadiazole based V-shaped,
shape persistent nematogens

Matthias Lehmann,* Christiane K6hn, Horst Kresse and
Zinaida Vakhovskaya

A series of biaxial V-shaped, shape persistent molecules has
been synthesised by stepwise coupling of phenylene ethynylene
arms to an oxadiazole bending unit. Studies of their
thermotropic nematic phases point to phase biaxiality.

Remote substituent effects on the photooxygenation
of 9,10-diarylanthracenes: strong evidence for
polar intermediates

Werner Fudickar and Torsten Linker*

From polar intermediates to radicals. This mechanistic change
was supported by remote substituent effects during the reaction
of singlet oxygen with 9,10-diarylanthracenes 1 and thermolysis
of the corresponding endoperoxides 2. Thus, the principle of
microreversibility is not fulfilled for such photooxygenations.
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This journal is © The Royal Society of Chemistry 2008
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A highly efficient and selective turn-on fluorescent sensor
for Cu”" ion based on calix[4]arene bearing four
iminoquinoline subunits on the upper rim

Guang-Ke Li, Zhen-Xiang Xu, Chuan-Feng Chen* and
Zhi-Tang Huang*

A new fluorescent chemosensor based on calix[4]arene bearing
four iminoquinoline subunits on the upper rim showed a
remarkable enhanced fluorescent intensity in the presence of
Cu’”" ion and a high selectivity toward Cu®" ion over a wide
range of tested metal ions in acetonitrile.

M = H,, Zn, Cu

Unidirectional self-assembly by N--I halogen bonds

Rational design of supramolecular chirality in porphyrin
assemblies: the halogen bond case

Sankar Muniappan, Sophia Lipstman and Israel Goldberg*

The rational design of tetraarylporphyrin-based non-
centrosymmetric supramolecular structures requires asymmetric
substitution of the porphyrin scaffold with molecular
recognition functions that can be involved in intermolecular
directional non-covalent bonds, such as halogen bonds.
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A design concept of long-wavelength fluorescent analogs of
rhodamine dyes: replacement of oxygen with silicon atom

Meiyan Fu, Yi Xiao,* Xuhong Qian,* Defeng Zhao and
Yufang Xu

Replacement of the oxygen with a silicon atom on the
rhodamine framework produces a strong red-emission
fluorophore which has a high molar extinction coefficient and
90 nm red shift relative to rhodamine dye PY.

Fe'l/Fe/ HCI

Synthesis of iron oxide nanoparticles in a microfluidic
device: preliminary results in a coaxial flow millichannel

Ali Abou Hassan,* Olivier Sandre, Valérie Cabuil and
Patrick Tabeling

The synthesis of stable and magnetic colloidal iron oxide
nanoparticles by coprecipitation of Fe(i1) and Fe(in) by
TMAOH in a millichannel is described.

1722 | Chem. Commun., 2008, 1715-1726

This journal is © The Royal Society of Chemistry 2008
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Functionalized polyesters from organocatalyzed ROP
of gluOCA, the O-carboxyanhydride derived from
glutamic acid

Olivier Thillaye du Boullay, Colin Bonduelle,
Blanca Martin-Vaca* and Didier Bourissou*

Well-controlled poly(a-hydroxyacids) featuring pendant
carboxylic acid groups were prepared under mild conditions
via DMAP-catalyzed ROP of the O-carboxyanhydrides derived
from glutamic and lactic acids

BnO2

o L
H ROP sl
m g ,0 +n 0 R RO th(\oime
N wo(" *ﬁ\r

@)

L-gluOCA L-lacOCA
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Use of ionic liquids (ILs) for the IL-anion size-dependent
formation of Cr, Mo and W nanoparticles from metal
carbonyl M(CQ)¢ precursors

Engelbert Redel, Ralf Thomann and Christoph Janiak*

Stable metal nanoparticles are obtained reproducibly without
stabilizers from metal carbonyl precursors in ILs with a very
small and uniform size of ~1.5 nm for BMim "BF,~
(characterization by TEM, TED and dynamic light scattering).

ionic liquid (IL)
M({CO >
(€O A) 90-230 °C, 6-12 h

or
M = Cr, Mo, W B) UV-hv, 15 min M nanoparticle

1792
Nucleophilicities and carbon basicities of DBU and DBN

M. Baidya and Herbert Mayr*

A combination of rate and equilibrium studies shows

that the order of nucleophilicities (DMAP < DBU < DBN
< DABCO) deviates dramatically from the order of Lewis
basicities towards C,: centers (DABCO < DMAP

< DBU < DBN).

N
“ m
— n N O
K
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n =1 for DBN MELEN
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Synthesis of metallic magnesium nanoparticles by
sonoelectrochemistry
Iris Haas and Aharon Gedanken*

4 nm sized particles of metallic magnesium were synthesized
using the sonoelectrochemical method.

[*)
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This journal is © The Royal Society of Chemistry 2008
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Photoinduced CO release, cellular uptake and
cytotoxicity of a tris(pyrazolyl)methane (tpm) manganese
tricarbonyl complex

Johanna Niesel, Antonio Pinto,
Harmel W. Peindy N’Dongo, Klaus Merz, Ingo Ott,
Ronald Gust and Ulrich Schatzschneider*

The manganese tricarbonyl complex [Mn(tpm)(CO);]PF; is
efficiently internalized in HT-29 human colon cancer cells and
shows a photoinduced cytotoxicity comparable to
S-fluorouracil (5-FU).

Angle-controlled arrangement of single-walled carbon
nanotubes solubilised by 8-quinolinol metal chelate
derivatives on mica

Kazuyuki Nobusawa, Atsushi Ikeda,* Yasunori Tanaka,
Mineo Hashizume, Jun-ichi Kikuchi, Michihiro Shirakawa,
Tatsuya Kitahara, Norifumi Fujita and Seiji Shinkai

The solubilised complexes between short length SWNTs and
chelates formed a network structure on mica.

Mechanistic evidence for remote m-aryl participation in
acid-catalyzed ring opening of homobenzoquinone epoxides

Takumi Oshima,* Haruyasu Asahara, Takuya Koizumi and
Saki Miyamoto

The acid-induced reaction of bis(p-chlorophenyl)-
homobenzoquinone epoxide gave the dual ipso/ortho
intramolecular Sg2-Ar products associated with m-aryl
participated regioselective oxirane ring-opening.

Template-controlled topochemical photodimerization based
on “organometallic macrocycles” through single-crystal to
single-crystal transformation

Ying-Feng Han, Yue-Jian Lin, Wei-Guo Jia,
Guo-Liang Wang and Guo-Xin Jin*

Organometallic macrocycle 2a undergoes [2 + 2]
photochemical cycloaddition to form 3a in quantitative yield,
accompanied by a single-crystal to single-crystal
transformation. (Ir or Rh: green, N: blue, O: red, C: black).

1724 | Chem. Commun., 2008, 1715-1726
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Chiral dinuclear vanadium(v) catalysts for oxidative
coupling of 2-naphthols

Shinobu Takizawa, Tomomi Katayama, Chiaki
Kameyama, Kiyotaka Onitsuka, Takeyuki Suzuki,
Takeshi Yanagida, Tomoji Kawai and Hiroaki Sasai*

Preparation and structural analysis of chiral dinuclear
vanadium(v) catalysts with high catalytic activity for the
oxidative coupling of 2-naphthols are described.

Sub-micromolar affinity of Escherichia coli NikR
for Ni()

Rutger E. M. Diederix,* Caroline Fauquant,
Agnés Rodrigue, Marie-Andrée Mandrand-Berthelot and
Isabelle Michaud-Soret*

Equilibrium and time-dependent binding studies of Ni(ir)
binding by Escherichia coli NikR indicate sub-micromolar
affinity, five orders of magnitude higher than

previously thought.
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Solution-phase oligosaccharide synthesis in a
cycloalkane-based thermomorphic system

Shokaku Kim, Ai Tsuruyama, Akihiro Ohmori and
Kazuhiro Chiba*

The cycloalkane-based thermomorphic (CBT) system is a

convenient and practical method for oligosaccharide synthesis,

and hydrophobically modified oligosaccharides have a
remarkable affinity for CBT solutions composed of
methylcyclohexane and propionitrile.

Glycosyl donor Hydrophobic acceptor

RO (n=1-3) CBT system

M H I a) Glycosylation

C17H35OCO R=H
OMe

(b) Deprotection R=TBDPS

This journal is © The Royal Society of Chemistry 2008
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