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H. Tanaka,* A. Yoshizawa, S. Chijiwa, J.-y. Ueda, M. Takagi,
K. Shin-ya, T. Takahashi*

Efficient Synthesis of the Deoxysugar Part of Versipelostatin by
Direct and Stereoselective Glycosylation and Revision of the
Structure of the Trisaccharide Unit

Sweets for my sweet! Efficient synthesis of the deoxysugar part
of versipelostatin (VST) was achieved by direct and stereoselec-
tive glycosidation of the reduced VST aglycon. Comparison of
the synthetic and natural VST products using NMR indicate that
VST has a (3-d-digitoxose-(1,4)-a-1-oleandrose-(1,4)-p-d-digitox-
ose trisaccharide. A biological assay indicates that the deoxyo-
ligosaccharide unit of the synthetic glycoside is important for
biological activity.
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P. Sommer, V. S. Fluxa, T. Darbre, J.-L. Reymond*

Proteolysis of Peptide Dendrimers

Happy tree-like friends. Using trypsin and a-chymotrypsin cleav-
age sites as models, we show that the protease reactivity of pep-
tide dendrimers, such as the structure illustrated in the figure,
can be controlled by the degree of branching. Such a control pro-
vides a novel possibility to tune the biological properties of pep-
tide dendrimers, and should be generally useful for their employ-
ment as functional biomolecule analogues, for example, in drug
delivery applications.
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I. Alessandri,* M. Ferroni, L. E. Depero

In Situ Plasmon-Heating-Induced Generation of Au/TiO, “Hot
Spots” on Colloidal Crystals

SERS you right: The plasmon heating of gold nanoshells is ex-
ploited to yield the local conversion of amorphous TiO, into ana-
tase on the surface of polymeric colloidal crystals (see scheme).
The resulting Au/TiO, spots are active substrates for surface-en-
hanced Raman spectroscopy and allow surface reactions and
processes to be followed directly on-site.
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W. P. Lippert, C. Burschka, K. Gotz, M. Kaupp, D. Ivanova,
C. Gaudon, Y. Sato, P. Antony, N. Rochel, D. Moras,
H. Gronemeyer, R. Tacke*

Silicon Analogues of the RXR-Selective Retinoid Agonist
SR11237 (BMS649): Chemistry and Biology

CI/Si switch: Twofold sila-substitution (C/Si exchange) in the
RXR-selective retinoids 4a (SR11237) and 5a leads to 4b (disila-
SR11237) and 5b, respectively. Chemistry and biology of the C/Si
pairs are reported.
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D. C. Leitch, J. D. Beard, R. K. Thomson, V. A. Wright,
B. O. Patrick, L. L. Schafer*

N,O-Chelates of Group 4 Metals: Contrasting the Use of
Amidates and Ureates in the Synthesis of Metal Dichlorides

Group 4 dichloride complexes with amidate or ureate ancillary li-
gands, while potentially useful as starting materials or precata-
lysts, have been largely been overlooked in the literature. Here,
several examples of these compounds have been prepared. A
modified salt metathesis procedure is used to synthesize amidate
dichlorides, while protonolysis is effective with electron-rich
ureate ligands.
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M. Ersoz, H. H. Girault*

Hydrogen Evolution at Liquid-Liquid Interfaces

Blowing bubbles: Hydrogen evolution by proton reduction with
[(CsMes),Fe] occurs at a soft interface between water and 1,2-di-
chloroethane (DCE). The reaction proceeds by proton transfer
assisted by [(CsMes),Fe] across the water—-DCE interface with
subsequent proton reduction in DCE. The interface essentially werven
acts as a proton pump, allowing hydrogen evolution by directly
using the aqueous proton.
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Z. H. Fard, L. Xiong, C. Miiller, M. Hotynska, S. Dehnen*

Synthesis and Reactivity of Functionalized Binary and Ternary
Thiometallate Complexes [(RT),Sq], [(RSn),;S,]*,
[(RT),(CuPPh;)Sc], and [(RSn)(OMe)Cu,S]*
(R=C,H,COOH, CMe,CH,COMe; T =Ge, Sn)

Caged chalcogens: A series of novel, functionalized T,S,, cages
(T=Ge, Sn; n/m=4:6, 3:4) with terminal COO(H) or COMe
groups were synthesized and show further reactivity toward Cu'
complexes (an example of which is shown here) and to hydra-
zines. This led to the generation of functionalized Cu/T/S clusters
or the formation of Schiff bases at the C=O groups, respectively,
with or without further fragmentation of the T/E core.
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Water Splitting on Semiconductor Catalysts under Visible-Light
Irradiation

Splitting image: Sustainable hydrogen production is a key target
for the development of alternative, future energy systems that
will provide a clean and affordable energy supply. This Minire-
view focuses on the development of semiconductor catalysts that
enable hydrogen production via water splitting upon visible-light
irradiation.
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