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A union formed by chemi-
cal societies in Europe

ITaLy (ChemPubSoc Europe) has

taken the significant step

. into the future by merging

;\\&* chimique their traditional journals, to
ol deFR:;c“E“e form two leading chemistry
ChemPubSoc journals, the European Journal
Euro pe S of Inorganic Chemistry and the

European Journal of Organic
Chemistry. Three further mem-
BRERE CzecHRepuBlic  pers of ChemPubSoc Europe
. (Austria, Czech Republic and
G:Q_I ( i ) R‘f KNV Sweden) are Associates of the

R A OF two journals.

DE QUIMICA

COVER PICTURE

The cover picture shows two examples of electro-
induced formation and transformation of oxido-
bridged manganese complexes with polypyridyl li-
gands. The first example displays interconversion
between mononuclear, dinuclear and tetranuclear
cores accompanied by the concomitant formation
(by oxidation) or breaking (by reduction) of p-ox-
ido bridges. In the second example, core intercon-
version between p-oxido and p-acetato bridges in
dinuclear manganese complexes is depicted. The
background picture shows a schematic represen-
tation of the photoinduced formation of a di-
nuclear di-p-oxido-bridged manganese core from

a mononuclear one in a superstructured complex

of ruthenium and manganese. Details are pre-
sented in the Microreview by M.-N. Collomb
and A. Deronzier on p. 2025 ff. The authors
thank Dr. Damien Jouvenot for his help in
designing the cover picture.
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Oxido-Bridged Manganese Complexes

M.-N. Collomb,*
A. Deronzier® ........cceeeevueeeeennnne 2025—-2046

Electro- and Photoinduced Formation and
Transformation of Oxido-Bridged Multi-
nuclear Mn Complexes

Keywords: Manganese / Oxido ligands /
Carboxylato ligand / Electrochemistry /
Photochemistry
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This microreview focuses on literature stud-
ies dedicated to the formation and trans-
formation of p-oxido-bridged manganese
complexes that are induced by electro-
chemical or photochemical means. This
manganese chemistry is relevant to redox-
active manganese metalloenzymes such as
manganese catalases and the oxygen-evolv-
ing complex of photosystem II.

SHORT COMMUNICATIONS

Semiconducting Thin Films

T. Chen,* W. Hunks, P. S. Chen,

G. T. Stauf, T. M. Cameron, C. Xu,

A. G. DiPasquale,

A. L. Rheingold ........cccovuveeuneee 2047-2049

Insertion Reactions of an Aminogermylene
and Formation of a Single-Source Precur-
sor for GeTe Thin Films

Keywords: Main group elements / Ger-
manium / Tellurium / Metal-organic chemi-
cal vapor deposition / Semiconductors /
Thin films
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Insertion reactions between a liquid germ-
ylene 1, and either a carbodiimide or di-
alkyl telluride lead to the novel guanidinate
complex 2 or the terminal alkyl tellurolate
compound 3, respectively. The use of 3 as
a SSP for the MOCVD of stoichiometric
GeTe films was demonstrated.

Aluminum Nanoparticles

C. Mahendiran, R. Ganesan,
A. Gedanken™ ........cocceevvvreinne 2050—2053

Sonoelectrochemical Synthesis of Metallic
Aluminum Nanoparticles

Keywords: Electrochemistry / Aluminum /
Nanoparticles

This paper describes a simple and single-
step pulsed sonoelectrochemical process for
the synthesis of metallic aluminum nano-
particles, at room temperature by using an-
hydrous AICl3 (99.99%) and LiAlH, in
tetrahydrofuran.
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Monodisperse Ceg sZrgsO, mnanocrystals
were synthesized by the hydrothermal
method using a metal oleate precursor. The
results showed that the 3.0-nm-sized nano-
crystals possess a metastable CeO,-ZrO,
tetragonal phase with a well-designed
chemical composition and are nearly
monodisperse.

Oleate-Stabilized Nanocrystals

T. Taniguchi,* T. Watanabe, N. Matsushita,
M. Yoshimura ......c.ccceeeuveennene 2054—-2057

Hydrothermal Synthesis of Monodisperse
Ce( 5Zry 50, Metastable Solid Solution
Nanocrystals

Keywords: Nanostructures / Hydrothermal
synthesis / Solid solutions / Hetero-
geneous catalysis

The reactivity of a C,N-chelated stannylene L,Sn [L = 2-(Me,NCH,)C¢Hy4] with azoben-

zene has been studied.

Stannylene

Z.. Padélkova, M. S. Nechaev, A. Lycka,
J. Holubova, T. A. Zevaco,

A, RUZICKA® ..oeveererrenrenenannnen 2058—-2061
Reactivity of C,N-Chelated Stannylene
with Azobenzene

Keywords: Stannylene / Azobenzene / C-H
activation / N ligands
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Dichotomy of 2H-azaphosphirene com-
plexes was observed in acid-induced ring
enlargement reactions; whereas a P—N
bond-selective reaction was observed in the
case of an isocyanide, phenylacetylene was

selectively inserted into the P—C bond.
DFT calculations on structures, charges
and compliance constants of an N-pro-
tonated 2H-azaphosphirene complex pro-
vide first insight into this surprising result.

Acid-Induced Ring Enlargement

H. Helten, G. von Frantzius,
G. Schnakenburg, J. Daniels,

R. Streubel* 2062—2065

How To Tune Acid-Induced Ring Enlarge-
ment Reactions — The Strange Case of 2H-
Azaphosphirene Complexes and Its Sur-
prising Dichotomy

Keywords: 2H-Azaphosphirene complexes /
Tungsten / Bond activation / Ring expan-
sion / Compliance constant

FULL PAPERS

Iridum(I1I) terpyridine complexes with
three C1~ anions having intrinsic C5, sym-
metry are suitable for analyzing orbital in-
teractions. By introducing three C1~ anions
to the Ir3™ cation, it can be expected that
the absorption and emission properties of
the complexes change from n—n* to metal-
to-ligand charge transfer.
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Monoterpyridine Iridium Complexes

N. Yoshikawa,* S. Yamabe, N. Kanehisa,
T. Inoue, H. Takashima,

K. Tsukahara .......ccceeeueeennns 2067—-2073
Detailed Description of the Metal-to-Li-
gand Charge-Transfer State in Monoter-
pyridine Ir'™ Complexes

Keywords: Iridium / N ligands / Charge
transfer / Emission / Density functional
calculations
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Cyanido-Bridged Complexes

H. Xiang, S.-J. Wang, L. Jiang,
X.-L. Feng, T.-B. Lu* ............. 2074—-2082

Self-Assembly from Discrete Clusters to
2D Network Based on [Fe(phen)(CN)4]™
and [Fe(bipy)(CN)4]~: Synthesis, Structures
and Magnetic Properties

Keywords: Iron / Nickel / Macrocyclic li-
gands / Bridging ligands / Magnetic proper-
ties
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Eight cyanido-bridged complexes, from
clusters to 2D networks, were synthesized
with H[Fe(phen)(CN),]-2H,O and HJFe-
(bipy)(CN)4]:2H,O as precursors. Ferro-
magnetic couplings are found between the
low-spin Fe! jons and Ni'! ions through
the cyanido groups in the complexes and
a metamagnetic behavior and a frequency
dependence of the out-of-phase ac suscep-
tibility are observed in one complex.

Rhodium 4,5-Diazafluorene Chemistry

H. Jiang, E. Stepowska,

D. Song* 2083—2089

Syntheses, Structures and Reactivities of
Rhodium 4,5-Diazafluorene Derivatives
Keywords: Heterocycles / Rhodium /
Hydrogenation / Alkenes

We report the syntheses, structures and
reactivities of a series of rhodium 4,5-di-
azafluorene derivatives, including the inter-

olefin

conversion of these complexes and catalytic
olefin hydrogenation activities.

Ring Expansion by SET

R. Streubel,* M. Beckmann, C. Neumann,
S. Fankel, H. Helten, O. Feier-lova,
P. G. Jones, M. Nieger ........... 2090—-2095

Synthesis, Structure, and Ring-Expansion
Reactions of a 3-Ferrocenyl-Substituted
2 H-Azaphosphirene Tungsten Complex

Keywords: Carbenes / Heterocycles / Phos-
phorus / Ring expansion / Electron transfer
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Synthesis and reactions of the first C-ferro-
cenyl-substituted 2H-azaphosphirene com-
plex 3 are presented. Under oxidative
single-electron transfer conditions, and by
using ferrocenium hexafluorophosphate as
a mild oxidant, complex 3 reacted with
various nitrile derivatives 4 to give regio-
selectively 2H-1,4,2-diazaphosphole com-
plexes 5.

Tetrasubstituted Phthalocyanines

S. Saydam, E. Yilmaz, F. Bagc,
H. G. Yaghoglu, A. Elmali, B. Salih,
O. Bekaroglu® ........cceeevvrennene 2096—2103

Synthesis, Characterization, Electrochemi-
cal, and Optic Limiting Properties of Novel

Co'l, Cu', and Double-Decker Lu'!
Phthalocyanines
Keywords: Phthalocyanines / Sandwich

complexes / Electrochemistry / Nonlinear
optics / Rare earths

The synthesis and characterization of tetra-
substituted Co'!, Cu!', and double-decker
Lu'"" phthalocyanines are reported. Their

electrochemistry and nonlinear absorption
and optical limiting performance were
studied.
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Irradiation of the optically resolved mer-A
isomer of Ir(ppz); with 366-nm light in
CH;CN gave 59:41 ratio of fac-Alfac-A
(18%ee) at the end of geometrical iso-
merization. This photoisomerization pro-
ceeds through axial Ir—N" or Ir—N? bond
dissociation—rehybridization —recoordina-
tion; the mechanism is supported by DFT/
UB3LYP calculations.
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OLED Materials

K. Tsuchiya, E. Ito, S. Yagai, A. Kitamura,
T. Karatsu® .....cccceevvveeriennnnnnns 2104—-2109

Chirality in the Photochemical mer—fac
Geometrical Isomerization of Tris(1-phen-
ylpyrazolato,N,C?")iridium(I1T)

Keywords: Iridium / Isomerization / Chiral-
ity / Photochemistry
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New linear heptametal(Il) EMACs [M-(p-
L)4X5] [L = pzpz*~, M = Ni'l, X = CI~ (1),
NCS™ (2); M = Cr'l, X = CI™ (3), NCS™
4); L =tpz>", M = Cr'', X = CI” (5),
NCS™ (6)] of pyrazine-modulated tetrapyr-
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idyltriamine ligands (Hs;pzpz and Hstpz)
were successfully synthesized and their
structure, and magnetic and electrochemis-
try properties studied.

EMAC Complexes

R. H. Ismayilov, W.-Z. Wang, G.-H. Lee,
C.-H. Chien, C.-H. Jiang, C.-L. Chiu,
C.-Y. Yeh, S.-M. Peng* ......... 2110—-2120

Redox Modification of EMACs Through
the Tuning of Ligands: Heptametal(II)
Complexes of Pyrazine-Modulated Oligo-
o-pyridylamido Ligands

Keywords: Metal—metal interactions /
Nickel / Chromium / Magnetic properties
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Gas-phase experiments provide insight into
the microsolvation of cobalt and nickel ni-
trates and their decomposition into metal—
oxo species. Aqueous solutions of co-
balt(IT) and nickel(II) nitrate, respectively,
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were ionized to afford mono- and oligonu-
clear nitrato complexes. Thermal reactions
of the nitrato cations with nitrogen monox-
ide parallel the NO-assisted pyrolysis of
solid metal nitrates.

Metal Nitrates

D. Schroder,* K. P. de Jong,
J. ROIthOVA  ..cveeveeienenncnnnnnns 2121-2128

Gas-Phase Model Studies Relevant to the
Decomposition of Transition-Metal Ni-
trates M(NO3), (M = Co, Ni) into Metal—
Oxo Species

Keywords: Cleavage reactions / Cobalt /
Gas-phase reactions / Nickel / O ligands

The aluminum complexes bearing anilido-
oxazolinate ligands demonstrate efficient
activities in catalyzing the ring-opening
polymerization of L-lactide or e-caprolac-
tone in the presence of benzyl alcohol.

L Aluminium anilido-oxazolinate complexes PLA
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Ring-Opening Polymerization

C.-T. Chen,* H.-J. Weng, M.-T. Chen,
C.-A. Huang, K.-F. Peng ....... 2129-2135

Synthesis, Characterization, and Catalytic
Application of Aluminum Anilido-Oxazol-
inate Complexes

Keywords: Aluminum / Anilido-oxazolinate
ligands / Ring-opening polymerization /
Biodegradable polymers
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Spin Crossover

M. Haryono, F. W. Heinemann,
K. Petukhov, K. Gieb, P. Miiller,

A. Grohmann* 2136—2143

Parallel Crystallization of a “Static” and a
Spin-Crossover Polymorph of an Iron(II)
Complex from the Same Solution

Keywords: Iron / Spin crossover / Polymor-
phism / N ligands / Magnetic properties

The iron(Il) complex [Fe(L),](BF,), [L =
2,6-bis(1 H-pyrazol-1-yl)-4-(thiocyanatometh-
yl)pyridine] displays polymorphism in the
solid state: it can be obtained in two crys-
talline forms at room temperature, from the
same solution and side-by-side. One (yel-
low) has the molecules in a high-spin state
that is virtually independent of tempera-
ture, whereas the other (red-brown) shows
spin-crossover behaviour.

Organotin—Oxygen Clusters

Y.-P. Xie, J.-F. Ma,* J. Yang,* Y.-Y. Liu,
J.-C.Ma, M.-Z. Su ...cuueeeunenn 2144-2152
Penta-, Hexa-, and Heptanuclear Organo-
tin—Oxygen Arsonate Clusters Con-
structed from an Acetate Drum Cluster
Precursor and Different Arsonate Anions

Keywords: Arsenic / Cluster compounds /
Tin / Oxygen

Penta-, hexa-, and heptanuclear organotin—
oxygen arsonate clusters were obtained
from the acetate drum in displacement re-
actions with different arsonic acid ligands;
the structural interrelationship of these di-
verse organotin—oxygen clusters is also
discussed.

Hybrid Organic/Inorganic Assemblies

G. Prabusankar, Y. Molard,* S. Cordier,*
S. Golhen,* Y. Le Gal, C. Perrin,
L. Ouahab,* S. Kahlal,

J.-F. Halet* 2153-2161

Experimental and Theoretical Evidence of
n-d Interactions in Supramolecular As-
semblies Based on TTF-CH=CH-Py Li-
gands Tethered to MogX'y Octahedral
Molybdenum Halide Cluster Cores

Keywords: Molybdenum / Cluster com-
pounds / Early transition metals / Ligands /
Supramolecular chemistry / Charge trans-
fer

Synergetic -d interactions between the or-
ganic ligands and the inorganic cluster core
in [MogXis(TTF-CH=CH-Py)3s]*" supra-
molecular assemblies [TTF = tetrathiaful-
valene; Py = pyridine; X = CI (1), Br (2),
I (3)] were experimentally evidenced by
electrochemistry and absorption measure-
ments, and corroborated by DFT calcu-
lations.

Multifunctional Chromophores

J. Blumhoff, R. Beckert,* S. Rau,
S. Losse, M. Matschke, W. Giinther,
H. Gorls 2162—2169

Synthesis of Ligands Based on 4H-Imid-
azoles and Pyridine Subunits: Selective 3
Complexation and Bathochromically Ab-
sorbing Complexes

a

Keywords: N ligands / Imidazole / Bipyr- 00
idine / Palladium / Iridium
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New multifunctional ligands based on the
combination of 4H-imidazoles with pyr-
idine subunits have been synthesised. The
long wavelength absorptions can be shifted
towards the NIR region by introduction of
additional auxochromic groups. Due to dif-
ferent complexation spheres these hybrid-
ligands form the requirements for the con-
struction of heterobimetallic complexes.
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Reaction between [ZnEt(O,CNRy)]4 (R =
iPr or iBu) and several nitrogen bases af-
fords new carbamato-Zn complexes of dif-
ferent sizes, which can be used as building
blocks for the synthesis of other carbamato
complexes.

Molecular Zinc Carbamates

D. Domide, C. Neuhiuser, E. Kaifer,
H. Wadepohl,

H.-J. Himmel* 2170—-2178

Synthesis of Trinuclear, Dinuclear and
Mononuclear Carbamato-Zinc Complexes
from Tetranuclear Precursors: A Top-
Down Synthetic Approach to New Carb-
amates

Keywords: Zinc / Oligonuclear complexes /
Coordination compounds / Carbamates /
Amides / Guanidine

Two new monomeric PNA derivatives in-
corporating a redox and photoactive Ru'!
polypyridyl complex have been developed
which have different length spacers be-
tween the complex and the PNA unit. Both
derivatives are suitable for biosensor appli-
cations as they exhibit a reversible one-elec-
tron Ru"—Ru'"" electron-transfer process
and luminescent properties typical of Ru'l-
polypyridyl complexes.

Ruthenium PNA Derivatives

N. Nickita, G. Gasser, A. M. Bond,
L. Spiccia® ....occevveverincnnennens 2179-2186
Synthesis, Spectroscopic Properties and
Electrochemical Oxidation of Ru!'-Poly-
pyridyl Complexes Attached to a Peptide
Nucleic Acid Monomer Backbone

Keywords: Ruthenium / Peptide nucleic
acids / Synthesis / Electrochemistry / Elec-
tronic and emission spectroscopy

Keywords: Heterometallic complexes / Co-
operative effects / Bridging ligands / Metal-
—metal interactions

Heterobinuclear  s-Indacene  Rhodium
Complexes: Synthesis and Characterization

C. Adams, C. Morales-Verdejo,

V. Morales, D. MacLeod-Carey,

J. M. Manriquez, I. Chavez,*

A. Munoz-Castro, F. Delpech,* A. Castel,
H. Gornitzka, M. Riviére-Baudet,

P. Riviére, E. Molins
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