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COVER PICTURE

The cover picture shows the photograph of Robert
Bunsen and the statue of Jons Jakob Berzelius in
the centre of Berzeli Park (Stockholm). Both
famous chemists investigated the chemistry of
tetramethyldiarsane As,Me, (kakodyl), one of the
first organometallic compounds that were initially
prepared by Claude-Louis Cadet de Gassicourt
(Cadet’s fuming liquid) in 1757. Distibanes Sb,R,,
the heavier congeners of diarsanes, exhibit much
weaker metal —metal bonds and can be used for
interesting bond-making and bond-breaking re-
actions with group 13 organometallic com-
pounds. Details are discussed in the article by

S. Schulz et al. on p. 931ff. The artwork was
designed by Dr. Edgar Luttmann.
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The anionic and bidentate bisoxazolinate
ligand may be seen as an nitrogenated
version of the acetylacetonate unit and as
closely related to the diketiminate bidentate
ligand; bisoxazolinate ligands exhibit a rich
and versatile coordination chemistry with
various metal centers. These excellent coor-
dination properties combined with their
ready accessibility in an enantiomerically
pure form has opened the way to various
applications in asymmetric catalysis invol-
ving this class of bidentate ligands.
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A Bis(di-n-butyltin)—Quinone Derivative
as a Simultaneous Chemo- and Bioactive
Corrosion Inhibitor
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A bis(di-n-butyltin)—quinone  derivative
was synthesized and characterized; it was
shown that the organometallic complex has
a discrete structure in solution. In the solid
state a coordination polymer is formed
through Sn---O intermolecular bonds. The
corrosion inhibition efficiency for steel and
the inhibitory effect on aerobic and anaero-
bic bacteria were evaluated, showing that
the title compound is a simultaneous
chemo- and bioactive anticorrosion agent.
Acute toxicity tests indicated a relatively
low toxicity level for the environment.
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Reactions of tetraalkyldistibanes Sb,Ry
with tBusM (M = Al, Ga) initially yield
Lewis acid—base adducts [tBusM],[Sb,R4]
[M = AL, R = nPr (1), iBu (2); M = Ga,
R = nPr (3), iPr (4)], which in the case of
the gallane adducts undergo Sb—Sb bond-
breakage reactions with the subsequent
formation of heterocyclic stibanylgallanes
[1Bu,GaSbR,], [R = nPr (5), iBu, (6)].
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Not the steric demand but the c-donor-n-
acceptor behavior of solely one ligand L
markedly determines the rate of the alkyne
rotation. The influence of L on the prepa-
ration and on the electronic properties of
n%-C,C’-(BnS)alkyne complexes with a ter-
minal sulfur atom has been investigated.
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Dynamic C—H activation prevents an
anticipated C—C single bond activation in

a biphenyl fragment.
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Investigation of the Thermal Decomposi-
tion of [biphen(QPiPr)Pt(alk),]: An Entry
to C—C Single Bond Activation?

Keywords: Platinum / Reaction mecha-
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Electron-transfer (E) and follow-up chemi-
cal reactions (EC) of organometallic nickel
complexes are studied in detail by various
electrochemical and spectroelectrochemical
(UV/Vis/NIR or EPR) methods. The metal
oxidation states are discussed on the basis
of the results of these experiments.
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The supramolecular complexes [HgeZ4]-
(MXe)Hg, (Z = As, Sb; M = Hg, Cd; X =
Cl, Br, I, y = 0, 0.5, 0.6) consist of discrete
anion guests and a perovskite-like, 3D
cationic framework composed of corner-
sharing distorted As,Hgs or Sb,Hge octa-
hedra that possesses two types of closed
cavities with different sizes. The octahedral
anion guests (MX¢)*~ are embedded in the
larger cavities, while the smaller cavities
trap the excess mercury atoms or remain
empty. The electronic band structures and
density of states (DOS) for these com-
pounds are calculated by density functio-
nal methods.
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Reactions proceeding by an associated
(metal-bound) mechanism are faster in
cases of decreased obstruction of the
zinc(II) ion by the macrocyclic ligand. This
effect overrides electronic and/or orbital
reaction control, as inferred from correla-
tion plots of kinetic data against structural
and electronic parameters obtained from
density functional calculations.
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Syntheses, Properties and Structures of
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Nb),NisTe;(Ph,PCH,PPh,),]: The Quest
for Tetratelluronickelate Clusters
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Two heterometallic telluride clusters have
been obtained from Ni(COD),,
Cp,NbTe,H, and Ph,PCH,PPh,. The for-
mation of a severely distorted NiTe, tetra-
hedron in [{(CsMes),Nb},NiTey] may be
assisted by Nb—Ni (intraannular) and
Te—Te (interannular) bonding interactions.
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Transition Metal-Assisted Hydrolysis of
Pyrazole-Appended Organooxotin Carbox-
ylates Accompanied by Ligand Transfer
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The reaction of [{#Bu,SnO,CL},}0], (1),
[{nBu,SnO,CL'},}0],, (2) [nBuSn(O)-
0,CLJs (3), and [#nBuSn(O)O,CL']s (4),
(L = (Pz),CH-); L' = (3,5-Me,Pz),CH-;
Pz = pyrazolyl) with hydrated metal salts
leads to the hydrolysis of the organotin
carboxylates and the formation of
[Cu(LCOO)2(NO;),(nBu,Sn((H,0),)],-
[Cu(LCOO),] (5), [Mg(L'COO),] (6),

[Cu(LCOO),] (7), and [{(Cu(L'COO),-
(Cu(MeOH));} {ClO4},], (8). The solid-
state structure of 5 reveals that two inde-
pendent molecules are present in the same
asymmetric unit. One of these is a heterobi-
metallic coordination polymer containing
inter-linked [#Bu,Sn(H,0),] and Cu-
(LCOO), sub-units.
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Tripyrrinatocadmium Complexes: Enforc-
ing Supramolecular Aggregation by a
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The employment of the large Cd" ion in an
open-chain tripyrrolic ligand environment
results in a simple, yet very effective ap-
proach for the construction of new supra-
molecular systems. The combination of
either pseudohalide or O,0-chelate anions
with cadmium(II)-tripyrrin complex frag-
ments proved very successful and resulted
in the formation of various 1D-chain struc-
tures.
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A truly functional model system for molyb-
denum oxotransferases provides evidence
for all biologically realistic intermediates,
namely mononuclear MoVY!, MoV and
MoV species. Dinucleation to EPR-silent
[MoVY,05] species prevailing in homogene-
ous solution is suppressed by immobilising
the active species to a polymeric support by
two-point attachment.
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Polymer-Supported Dioxido-MoV' Com-
plexes as Truly Functional Molybdenum
Oxotransferase Model Systems
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A systematic study of metal coordination
in the Keggin-type anions [PW,04]*",
[PW1,030]" ", [PW;;M(H,0)05]*", M =
Fe, Ru, and [XW;Mn""'(H,0)O5]"~, X =
P, Si, B, was performed by EXAFS spec-
troscopy using multiple- and single-scatter-
ing analysis. This study allowed for the
comparison of average inter-atomic distan-
ces in the different heteropolyanions of the
same family in tetrabutylammonium salts
and in acetonitrile solution.
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Structural Studies of Keggin-Type Polyoxo-
tungstates by Extended X-ray Absorption
Fine Structure Spectroscopy
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