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COVER PICTURE

The cover picture shows three types of nickel com-
plexes that are stabilized by 1,1’-bis(phosphanyl)-
ferrocene ligands, which can be considered as
model complexes for the hypothetical metal-
mediated reaction between CO, and ethylene to
form acrylic acid. The (acrylic acid)nickel(0)
complexes are of particular interest as they
represent the first stable combination between
Ni° and this strong acid as a ligand. These com-
plexes form hydrogen-bonded dimers in the
solid state and are surprisingly stable. Details of
their synthesis and reactivity along with
the description of the other complexes are
discussed in the article by D. Walther et al.

on p. 2257ff. The artwork was created by
UIf Walther.
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This microreview of transition metal
amidate complexes and their applications
in catalysis focuses on a new family of
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easily prepared, modular group 4 com-
plexes for use in alkyne, allene and alkene
hydroamination catalysis.
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Ni® complexes of the type [(L)Ni(n?>-CH,=
CH-COOH)] [L = 1,1'-bis(phosphanyl)-
ferrocenes] containing acrylic acid as ole-
finic ligand are hydrogen bonded dimers
in the solid state. Their isomers
[(L)Ni(CH,CH,COO)] can not be inter-
converted into the acrylic acid complexes,
but undergo reductive decoupling to form
complexes of the type (L)Ni(n>CH,=
CH,).
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The eggshell membrane (ESM) plays a
crucial role as the physical substrate and
functional macromolecule template in
achieving the synthesis of hierarchical
SnO, through an interfacial sol—gel
approach combined with calcination treat-
ment. The formation mechanism is attrib-
uted to a protein-directed sol—gel process.
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A novel (phosphanylalkyl)ferrocenecar-
boxylic acid with combined planar and
central chirality and its selected derivatives
modified at both the phosphane and car-
boxyl groups have been prepared and used
as ligands in palladium and rhodium com-
plexes. These complexes are applied in
enantioselective rhodium-catalysed hydro-
genation and in palladium-catalysed allylic
alkylation reactions.
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The synthesis of Ce'V calixarene complexes
is performed by two different synthetic ap-
proaches; the direct reaction of the Ce—f-
diketonate with the calix[4]arene ligand
and a complex modification of a bromina-
tion reaction. XPS studies revealed X-ray-
induced changes in the effective Ce oxida-
tion state of the two complexes in question.
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Transamination of di(pyrid-2-yl)amine with
B(NMe,); yields a cyclic B-bis(dimethyl-
amino)boratoheterocycle, which reacts
with CHCIl; to give the corresponding

boronium chloride. With AlCls, the first
diboronium salt is formed in a complex
reaction and is isolated as its bis(tetra-
chloro)aluminate.
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Three polymer-anchored oxidovanadium-
(IV) complexes were synthesized and their

catalytic applications for the oxidation of
styrene and cumene were studied.
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The phosphinoyl-substituted p-zert-butyl-
calix[8]arene BgbL® reacts with Ln'"" ions
to form predominantly 1:1 complexes, but
also 2:1 complexes. The final coordination

environment of the ligand depends on the
counterion. Optical electronegativity can
be used to predict the charge transfer
energies.
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The reaction of [n°-CsHs-(n?-
CsH,CMe,C¢H Me)Zr(CH,Ph),] with
B(CgFs); was studied by multinuclear
NMR spectroscopy and density functional
theory (DFT). Detailed DFT calculations
of the product explain the unusual chemi-
cal shift of the coordinated ortho atom of
the tolyl moiety; the coordination was
further elaborated by Bader and NBO
analysis.
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The tetradentate ligand H,L yields com-
plexes 1—4, which were characterized by
various physical techniques, including X-
ray diffraction, Mossbauer, electrochemical
and magnetic susceptibility (2—290 K)

[Fe L{acac)] 1

[L.Fe".(4-OCH,)(u-OH)] 2

ILFe,(1-C,00 3

measurements. Electrochemical oxidations
are ligand-centered, the formation of
phenoxyl radicals occurs from the coordi-
nated phenolates.

Partially Brominated Corroles

S. Nardis, F. Mandoj, R. Paolesse,*
F. R. Fronczek, K. M. Smith, L. Prodi,
M. Montalti, G. Battistini ..... 2345-2352

Synthesis and  Functionalization  of
Germanium Triphenylcorrolate: The First
Example of a Partially Brominated Corrole
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Ge complexes of 5,10,15-triphenylcorrole
were prepared using GeCl, as the metal
source. By reaction with Br, under a
variety of reaction conditions, the first
examples of partially brominated corroles
have been obtained.. Photophysical charac-
terization of Ge corrolates confirmed the
high fluorescence quantum yield of such
complexes, and also led to the first observa-
tion of phosphorescence emissions from
corrole complexes.
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Photochemistry of Ru'"" Complexes
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Photochemistry  of  trans- and  cis-
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[RuCl (dmso) (H,0), .. 17
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A

Photolabilization / Photoisomerization /
Antitumor agents The cis to trans isomerization and the sub-
stitution of the dmso ligand by solvent are
the two main photoreactions observed for

the [RuCl,(dmso),] complex in nonaqueous

solutions, whereas in aqueous solution,
additionally CI~ ligand dissociation takes
place in the secondary photochemical
processes.
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