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Ten Years of a Biomimetic Approach to the
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Galactose oxidase is an enzyme whose ac-
tive site exhibits several unusual features,
such as a coordinated tyrosyl radical, post-
translationally modified amino acids, and
n-stacked residues. The structural attri-
butes, reactivity, electronic properties, self-
processing, and many more of its properties
have been addressed successfully during the
last decade using model complexes.
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Preparation and Molecular Structures of
Stable Bis(germylenes) with Pincer To-

pology
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Stable benzannulated bis(germylenes) with
pincer topology have been prepared and
characterized by X-ray analysis.
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A Diferrous Single-Molecule Magnet

Keywords: Single-molecule studies / Clus-
ter compounds / Magnetic properties / Iron

016

—eo =250 Hz
—a—400 Hz
—+—600 Hz
—+— 800 Hz
—«— 1000 Hz
20 25 30 3.5 40
TIK

The dissymmetrical diferrous complex
[Fes(acpypentO)(NCO);] displays slowly
relaxing magnetization due to ferromag-
netic coupling and strong uniaxial aniso-
tropy as evidenced by 3Fe Mdssbauer
spectroscopy and dual-mode X-band EPR
spectroscopy.
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A novel macrocyclic ligand containing a
porphyrin moiety was prepared by a
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stepwise condensation and used in the
preparation of a rotaxane-like structure.

Porphyrinoid Rotaxanes
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A 1,10-Phenanthroline-Containing Ring
Connected to a Porphyrin by a Rigid Aro-
matic Spacer and Its Copper-Complexed
Pseudorotaxane
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Three pseudo-rotaxanes have been pre-
pared which incorporate the same two-
chelate ring and various threaded diimine
ligands. Using electrochemical techniques,
the pirouetting motions of the axle within
the ring have been studied, evidencing that
rigidity of the thread-contained chelate and
steric hindrance lead to slowly moving
molecular machines.
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Fe!' porphyrins, [Fe(OEPy,P)(B),]*", B =
Im or Py, were synthesized in three steps
from Zn-p-octaethylporphyrin and charac-
terized by mass spectrometry, UV/Vis spec-
troscopy, electrochemistry, and X-ray dif-
fraction (B = Py). They are stable in air,
show a highly distorted saddle-shape struc-
ture, and bear four positive charges close
to the metal.

[Fe(OEPy,P)(Im)],"

Iron Porphyrins

M. W. Renner, C. Bochot, A. Héroux,
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Structural, Electrochemical, and Spectros-
copic Properties of a Class of Dodecasub-
stituted Iron Porphyrins Bearing Four
Positive Charges Close to the Metal
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The heterodimetallic [TiHfCl,o]>~ ion
exists as a discrete species in solution, in
equilibrium with a mixture of the corre-
sponding homodimetallic ions, [Ti,Cl;o]*>~
and [Hf,Clo]>~. Its partial hydrolysis
affords a well-defined oxo-bridged hetero-
dimetallic complex, [TiHf(u-O)Clg]>~.
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late Complexes

Keywords: Titanium / Hafnium / Chloro-
metallate complexes / Mixed-metal com-
plexes

Eur. J. Inorg. Chem. 2007, 2372—2375

www.eurjic.org

© 2007 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

2373



IO

CONTENTS

NO Analogues

G. Balazs, J. C. Green,*
D. M. P. Mingos* ......cccceeueeee 2443-2453

Electronic Structure of Linearly Coordi-
nated EQ Complexes of the Type
[(N;N)W(EQ)] [N3;N = N(CH,CH,NSi-
Mes);; E = P, As, Sb, Bi; Q = O, S, Se, Te]:
A DFT Study

Keywords: Bonding / Pnicogens / Chalco-
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The electronic structure of the terminally
coordinated EQ complexes [(N;N)W(EQ)]
[NsN = N(CH,CH,NSiMe;);; E = P, As,
Sb, Bi; Q = O, S, Se, Te] was analysed by
DFT methods. The bonding in the
W—-E—Q unit and the general trends
moving from the lighter to the heavier
elements are discussed.

Vanadium Oxide Catalysts

M. Engeser, D. Schroder,*
H. Schwarz .......ccceeeieieeiiinnnnne 2454—2464

Dehydration and Dehydrogenation of
Alcohols with Mononuclear Cationic
Vanadium Oxides in the Gas Phase and
Energetics of VO,HY* (n = 2, 3)

Keywords: Alcohol oxidation / Dehydra-
tion / Mass spectrometry / Metal alk-
oxides / Vanadium
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The activation of alkanols by gaseous
VO, " cations (n = 1, 2) is probed by mass
spectrometric experiments, which reveal a
competition between dehydrogenation and
dehydration to afford the corresponding al-
kenes and oxidation to carbonyl com-
pounds.

Aqueous-Phase Oxidation
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On In Situ Prepared Cu—Phenanthroline
Complexes in Aqueous Alkaline Solutions
and Their Use in the Catalytic Oxidation
of Veratryl Alcohol
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Active species / Oxidation
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As ligand concentration and pH are inter-
dependent, under optimum reaction condi-
tions, the OH™ concentration needs to be
adequate for efficient alcohol oxidation,
and the phenanthroline concentration

NE _OH 2phen 0 N /
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needs to be high enough to preserve the
structure of the [Cu(phen)(OH),] species,
whose presence is essential for high cataly-
tic activity.

Group 13/15 Heterocycles

M. Matar, A. Kuczkowski, U. KeBler,
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Reactions of Bu,AlH and RE(SiMes),
(R = H, SiMe;) — Synthesis and X-ray
Crystal Structures of [tBu,AIP(H)SiMes],
and [rBu,AlE(SiMes),], (E = Sb, Bi)

Keywords: Main group elements / Hetero-
cycles / Solid state structures

tBu,AlH and E(SiMe;); react with elimina-
tion of Me;SiH and subsequent formation
of [1Bu,AlE(SiMe;),], (E = Sb, 1; Bi, 2)
whereas no reaction was observed with
P(SiMes);. In contrast, /Bu,AlH also reacts
with HP(SiMejs), with Me;SiH elimination
and formation of [tBu,AIP(H)SiMes], (3).
Complexes 1—3 were characterized by
various spectroscopic methods, elemental
analysis and single-crystal X-ray diffrac-
tion.
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Novel anionic and neutral ligands and their
iron, cobalt, and nickel complexes were
synthesized and characterized. These com-

M = Fe, Co, Ni
X=Cl, Br

plexes showed good catalytic activities for
ethylene oligomerization in the presence of
appropriate co-catalysts.
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Synthesis and Characterization of Iron,
Cobalt, and Nickel Complexes Bearing
Novel N,N-Chelate Ligands and Their
Catalytic Properties in Ethylene Oligo-
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The first series of phosphane oxide com-
plexes of germanium(IV) halides have been
prepared, including trans-[GeF,(R;PO),]
(R = Me, Et or Ph), trans-[GeCly(Et;PO),],
Jac-[GeCl;(Me;PO);)5[GeClg], and  cis-
[GeX,(Me;PO),JX, (X = Cl or Br).
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Synthesis, Spectroscopic and Structural
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gen Donor Ligands
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Colloidal CdS/SiO, nanocomposite parti-
cles were made directly from negatively
charged silica particles (d = 150 nm) and
positively charged ligand-stabilised CdS
particles (¢ = 3 nm).
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J. H. Wendorff, S. Schlecht* .... 2496—2499

Colloidal CdS/SiO, Nanocomposite Par-
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Two novel heteropolymolybdates have been
synthesized and characterized. The com-
plexes resemble a sandwich-type complex
and involve the coordination of two transi-
tion metals to two [AsYMo,Os55]’~ frag-
ments, which derive from the B-f-Keggin
structure.
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