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COVER PICTURE

The cover picture shows the structures of two
novel water-soluble cyclometalated iridium(III)
complexes with good water solubility, high quan-
tum efficiency and biocompatibility. Preliminary
experiments of cell viability and sensing of lectin
show that iridium(IIT) complexes with appended
sugar groups provide advantages of reducing
the toxicity and of improving the solubility in
water, and open up the possibility of molecular
targeting of carbohydrate-binding domains in
cells and tissues. Details are discussed in the
Short Communication by M.-J. Li, G.-N. Chen
et al. on p. 197ff.
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Site-selective lacunary species of WV!
atoms in polyoxometalates (POMs) can be
utilized as a support for various metal ions
and cationic species. This microreview is fo-
cused on the syntheses, molecular struc-
tures and properties of Group IV metal
ion-containing POMSs, which were pre-
pared by the reactions of various lacunary
species of POMs with Ti'V, Zr!'V and Hf!Y
atoms.
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Glycoconjugated Iridium Complexes
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water-soluble, luminescent, bio-compatible

New water-soluble, highly efficient and bio-
compatible cyclometalated iridium(III) di-
imine complexes were synthesized and
characterized and their potential appli-
cation as lectin sensor was also studied.
The new iridium(III) complexes might
open up their application as bio- and
chemosensors.
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[M] = (n%-C5H5)(CO),Mn, (n5-CsHs)(CO),Re
PR3 = PPhyMe, PPhMe,, PMes

Protonation of Mn and Re Z-o-phos-
phoniostyryl complexes 3—7 with HBF,
OEt, leads to the E-n?-phosphonioalkene
derivatives 8 —12 rather than the phosphonio-
carbene complexes 13. According to DFT
calculations, protonation of Mn complex 5
proceeds at the metal atom followed by fast
conversion of the resulting cis-hydride 14
into the agostic intermediate 15 and the fi-
nal product 10. Quantitative formation of
the cis-hydride intermediates 16 and 17 was
evidenced by low-temperature protonation
of the rhenium Z-c-phosphoniostyryl
complexes 6 and 7 with triflic acid.
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The nitrilotrithioether 1 behaves like a chel-
ating ligand toward Cul, whilst the dithio-
ether 2 bridges Cuyly clusters. The redox
potentials of all the thioether ligands 1—3
are below those of the Cu?>"/Cu™ couples
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of their complexes, resulting in Cu>"-pro-
moted oxidation. Electrochemical oxi-
dation of the thioethers affords the same
decomposition products.

Copper—Thioether Complexes

P. R. Martinez-Alanis,
V. M. Ugalde-Saldivar,
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1-hexene

An ortho-metallated Rh! complex has been
immobilised on a functionalised 2D-hexa-
gonal mesoporous silica, and the resulting

n-heptanal

material showed very good catalytic ef-
ficiency in the hydroformylation reaction of
1-hexene to n-heptanal.
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A. Bhaumik® ......ccooviivivininennne 221-227

Highly Efficient Hydroformylation of 1-
Hexene over an ortho-Metallated Rho-
dium(I) Complex Anchored on a 2D-Hex-
agonal Mesoporous Material
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The first coordination polymer, in which
the three most common thiocyanato coor-
dination modes are combined, has been
prepared and investigated for its thermal
and magnetic properties. On heating, this
compound transforms quantitatively into a
new anhydrate, which transforms on rehy-
dration to a new polymorphic hemihydrate
modification.
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Germa-closo-dodecaborate  [GeB,;H,]*~
coordinated at iron or ruthenium triphos
fragments [(triphos)MJ?>* [triphos = MeC-
(CH,PPh,)3; M = Fe, Ru] shows a revers-
ible n'(Ge) to n*(B—H) rearrangement.

Coordinated through the three B—H units,
the germanium vertex is still nucleophilic
enough to react with [Mo(CO)sthf] under
complexation.

closo-Dodecaborate Clusters

J.-A. Dimmer, L. Wesemann* .... 235—240
Germa-closo-dodecaborate: An Ambident
and Flexible Coordinating Ligand
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A series of novel compounds [Ln,(N3)(nic),-
(OH);3(Hnic)(H,0)], (Ln = Y™ 1 and Gd'™
2; Hnic = nicotinic acid) and [Smy(N3),-
(nic)4(OH)¢(Hnic),(H,0),],, 3, have been
hydrothermally synthesized and structur-
ally characterized. The overall structures of
complexes 1, 2 and 3 are ribbon-like 1D
infinite chains. All the compounds exhibit
excellent catalytic performance in olefin
epoxidation reactions.
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Complexes
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Novel chiral (biscarbene)platinum(II) com-
plexes [Pt{bis(NHC)}X,] (X = Br, 1) have
been prepared and fully characterized.
They were successfully tested as catalysts
for hydrosilylation reactions. One of the
new complexes has also been characterised
by X-ray crystallography. These complexes
were shown to be efficient precatalysts for
the hydrosilylation of 1-octene.
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Syntheses, Characterization and Properties
of Open-Chain Copper(I) Complexes
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A mononuclear complex, [Cu(L')-
(CH3CN)]PF, is formed from the reaction
of a tridentate imine ligand (L') with
[Cu(CH3CN)4JPFg. In contrast, use of
[Cu(CH3CN)]CIO, led to the formation of
a dinuclear helical complex, [Cu,(L'),]-
(ClOy),, due to an anionic effect.
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M. Jansen* 268—272

In Situ Synthesis of Chlorinated Fullerenes
by the High-Frequency Furnace Method

High frequency
furnace

Chlorinated fullerenes have been synthe-
sized by the high-frequency furnace me-
thod in the presence of CCly. In particular,
several isomers of chlorinated higher fuller-
enes, namely C;,, C74 and Cog species, were

CCl/He obtained in high yields by using this ap-
Keywords: Chlorine / Fullerenes / Synthetic flow proach.
methods / Mass spectrometry Higher chlorinated
fullerenes
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Time-dependent NMR and UV/Vis spec-
troscopic studies revealed the chemical
species and reaction cascade involved in the
decomposition of a molecular species into

F21 1,0 +NH;

/ —

20 min,
room temp.

Au NPs

Size distribution ¥

gold clusters. The size and stability of the
naked AuNPs was modulated simply by
changing the precursor concentration.
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The reaction of phosphagermaallene
Tip(rBu)Ge=C=PMes* with one equiva-
lent of p-quinone leads to 1-oxa-2-germacy-
clobutane with an exocyclic —P=C< double
bond by [2 + 2] cycloaddition. Benzil and

Tip(tBu)Ge=C=PMes*

9,10-phenanthrenequinone react with 1 by
[2 + 4] cycloaddition, involving oxygen
atoms of the O=C—C=0 unit to afford 1,4-
dioxa-2-germacyclo-hex-5-ene.
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Reactivity of Quinones with Phosphager-
maallene Tip(rBu)Ge=C=PMes* Leading
to Four- and Six-Membered Heterocycles
with an Exocyclic P=C Double Bond
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