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COVER PICTURE

The cover picture shows how palladium-catalyzed
cross coupling reactions can be carried out in
a clean and green way by attaching either the
reagents (bottom) or the catalyst (upper right)
to polymers, here represented as branches of
a blooming tree. This is the topic of the
Microreview by A.C. Albéniz and N. Carrera on
p. 2347ff., where examples of polymer-supported
palladium catalysts or polymer-attached reagents
(specially organotin derivatives in the Stille
reaction) are discussed. The water in the back-
ground of the picture suggests that this solvent
can also be used in couplings where the catalyst

is supported on a polymeric scaffold.
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Palladium-catalyzed cross-coupling reac-
tions can be made greener and easier to
work up by using polymers as supports for
reagents and catalysts. Polymeric byprod-
ucts or the catalyst are easier to separate
from the target products and can be reco-
vered and reused. An overview of the meth-
ods used to attach palladium catalysts onto
polymers and the use of polymeric tin re-
agents to avoid the generation of byprod-
ucts in the Stille reaction is given.
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A series of supramolecular assemblies
based on POMs modified by organic li-
gands were synthesized by a one-step
hydrothermal method. They are active
catalysts for the epoxidation of olefins

with tert-butyl hydroperoxide as the oxi-
dant. Most interestingly, one of them exhi-
bits very high catalytic activity and sta-
bility; it is a truly efficient heterogeneous
catalyst for olefin epoxidation.
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ATRP activity changes
with guanidine moiety

New copper(I) complexes of the guanid-
ine—amine ligands TMGd’pae and DMEG-
dipae were structurally characterised and
theoretically investigated towards donor

competition. The ligands proved to be use-
ful in copper-mediated atom transfer rad-
ical polymerisation of styrene in bulk and
MeCN solution.
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Attempts to reduce organoantimony com-
pounds LSbCl, and L,SbCI that contain
the NC chelating ligand [0-C4Hs-
(CH=NC4H;iPr,-2,6)] by preparation
from unstable hydrido precursors is de-
scribed. The result of the reaction strongly
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depends on the structure of the precursor
and proceeds as the expected reduction
(LSbCl,) or as an addition across the C=
N double bond of the ligand backbone
(L,SbCl).
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On the Reduction of NC Chelated
Organoantimony(III) Chlorides
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Six lanthanide(III) coordination polymers
with 2-hydroxynicotinic acid were prepared
under hydrothermal conditions. The crystal
structures, luminescent properties, and
magnetic properties were studied. The dy-
namic magnetic susceptibility measure-
ments of the 2D Dy coordination poly-
mer show slow relaxation of the magneti-
zation.
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2. Pyridine

2-(Diformylmethylene)-3,3-dimethylindole
shows ambidentate coordination behavior
towards the selected metal ions, which re-
sults in a wide variety of mono-, di-, and

polynuclear architectures. In the presence
of pyridine-like ancillary ligands, aldehyde
C—H bond activation occurs to give the
acyl—palladium complexes.
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The phenoxo-bridged dinuclear Cul!
complex [Cu,L,(NCNCN),] (1) and the
novel molecular rectangle [CuyLs{p;s-
(NCNCN),}1+(Cl104),(H>0), (2) were syn-
thesized and characterized.
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Guilty or not! Copper and ruthenium com-
plexes are reported with a noninnocent li-
gand. An invariant copper oxidation state
is seen in the copper complex with electron
transfer occurring at the noninnocent li-
gand or the iron center of dppf. In contrast
to this, the ruthenium center participates
strongly in electron transfer and shows
mixed situations.
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High-quality, oil-soluble PbS quantum
dots (QDs) with tunable photoemission
throughout the near-infrared (NIR) region
(ca. 750—1000 nm) were synthesized by a
two-phase approach, with use of water-
soluble Na,S and thioacetamide, which dif-
fer in reactivity, as sulfur sources.
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are active catalysts for the hydroboration
of alkenes.
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The peak Rh' oxidation potential, E,,,, and
yr' + yr = the sum of the group electro-
negativities of the R’ and R groups of B-
diketonato ligand of [Rh(R'COCHCOR)-
(CO)(PPhjy)] relates to the rate of oxidative
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addition of CHsl to each complex with the
equations Ink, = —14.721 E,, + 0.195 =
—3.14(yr' + yr) + 10.0. R’ and R are dif-
ferent combinations of Fc, C¢Hs, CH; and
CF3; k, = second-order rate constant.
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Nickel(II) complexes bearing monodentate
N-heterocyclic carbene ligands with small
N-substituents were prepared and tested in
the catalytic hydrosilylation of internal alk-
ynes. The complexes are active catalysts
after treatment with diethylzinc. The cata-
Iytically active compound is shown to be a
homogeneous species.
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silylation of Internal Alkynes
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A series of dimeric aluminium derivatives
containing bidentate dianionic pyrrolyl li-
gands and different organic substituents
have been synthesized and then used in
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ring-opening polymerization of e-capro-
lactone. The Al atom possesses either tetra-
hedral or square-pyramidal geometry.
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