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COVER PICTURE

The cover picture shows the synthesis of the mixed-
metal Dawson sandwich complexes [MCoz(H>0),-
(P,W5056)-]'®" by the addition of the transition
metal cation M?* to the “lacunary” sandwich
Complex [NaCO3(H20)2(P2W15056)2]177. This
“lacunary” species is a good precursor for the
preparation mixed-metal sandwich complexes,
with promising interesting catalytic, electocata-
lytic and magnetic properties. Details of the
synthesis and the structural characterization
in solution are discussed in the article by
L. Ruhlmann and R. Touvenot on p. 1493 ff.

f /
f/ 3 {MCo,P,W..}

{NaCo,P,W._}

F

P(1) P}  P@ P2} P(2) /
Wﬁ'«\-\,.yl‘-h_“o | /I
2700 2500 2300

P(1
L L. L
i - P(1)
£y

P(2) |

Eur: J. Inorg. Chem. 2007, 1465—1470 www.eurjic.org

© 2007 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim 1465



CONTENTS

MICROREVIEW

Molecular Electrochemistry
A. J. L. Pombeiro* ................ 1473—1482

Characterization of Coordination Com-
pounds by Electrochemical Parameters

Keywords:  Electrochemistry / Redox
potential / Additivity models / Ligand
parameters / Ligand effects

Ln

<—— Prediction

Attention is drawn to the interest shown in
the redox potential and derived electro-
chemical parameters that are used for the
caracterization and identification of coor-
dination compounds.
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Self-assembly of [Pts,(CO)s,]>~ (n = 5—38)
cluster dianions into infinite semicontin-
uous or continuous  {[Pt3,(CO);, (-
CO);,>"}.. conductor wires is obtained
upon crystallization. Pellets of these salts
exhibit conductor behavior that roughly
depends on the interdianion gap along the
wires.
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A novel B-cyclodextrin inclusion com-
pound of the cis-dioxovanadium(V) com-
plex derived from biphenyl-4-carboxylic
acid salicylidene hydrazide has been syn-
thesized. The isolated inclusion compound
K[VO,(salhybiph)@B-CD] has been cha-
racterized in solution by NMR spectros-
copy and in the solid state by X-ray crystal-
lography. The latter reveals a channel-type
packing of head-to-head p-cyclodextrin
dimers.
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Mixed-metal Dawson sandwich complexes oB-[NaCos(H,0),(PaW,5056)] 7. The

[MCo3(H,0),(P,W5056)2]'~ have been
synthesized by the reaction of M>* (where

{MCosP,W;} species were characterized
by IR spectroscopy, elemental analysis, 3'P
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M = Mn, Co, Ni, Zn and Cd) with NMR spectroscopy and electrochemistry.
the  “lacunary”  sandwich  complex
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methyl Groups

Keywords: Phosphorus / Fluorides / Si-
lanes / Pentacoordinate anions

cis- or trans-[Ru(C=N-rBu)4(CN),] and
photochemically active [bis(bipyridyl)bi-
benzimidazole-ruthenium(II)]  complexes
form supramolecular adducts via hydrogen

(PFg)y

bond association. Stoichiometry, molecular
structure, photophysical properties and as-
sociation constants of the adducts are re-
ported.
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The antiferromagnetic structure on the
olivine-type Mn,GeSe, is discussed as a
potentially canted structure.
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Olivine — Magnetic Structure

H. Mikus, H.-J. Deiseroth,*
K. Aleksandrov, C. Ritter,

R. K. Kremer 1515—-1518

The Magnetic Structure of Mn,GeSe,
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Studies on the reactivity of pyrrolidinyl-
and piperidinyl-functionalized indene com-
pounds with the lanthanide(IIl) amides
have led to synthesis and characterization
of a series of new organolanthanide(II)

complexes and a new neodymium(III) com-
plex. All complexes exhibited moderate
to good catalytic activities for the ring-
opening polymerization of g-caprolactone.

Microclusters

M. Srnec,* R. Zahradnik ...... 1529-1543 4 I-"'ll I MO
M
[ |

Small Group Ila—VIa Clusters and f |

Related Systems: A Theoretical Study of
Physical Properties, Reactivity, and Elec-
tronic Spectra

Keywords: Ab initio calculations / Cluster
compounds / Structural elucidation

_ calculated

log £
|
L) s \
% |
\ \
/\s
|Illll g
| B
!
f —

- ~—

0000 1]

wavenurbers [oi’)

The group Ila—VlIa diatomics exhibit elec-
tronic transitions in the visible region and
the longest wavelength bands are located in

the near-infrared region. MgO represents
an extreme.
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P. Hidalgo, A. Cremades,
J. M. Gonzalez-Calbet,

High-resolution images of sintered SnO,
samples annealed under an oxygen atmos-
phere show structural defects that seem

J. Piqueras® .......cccceeveerennnnne 1544—1548 to be related to changes in both the catho-
doluminescence spectra and electrical

Study of the Defects in Sintered SnO, by resistivity.

High-Resolution Transmission Electron

Microscopy and Cathodoluminescence
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G. Molnar, A. Bousseksou* ... 1549—1555 Rb,Mn[Fe(CN)g],:zH,O  with  different
IV stoichiometries was synthesized; some of

Correlation between the Stoichiometry and '; e e e ] the samples exhibit a first-order phase

the Bistability of Electronic States in Va- ) Lt transition between the Mn!!'—Fe!'l and

lence-Tautomeric Rb,Mn[Fe(CN)q4],*zH,O -'%' o RN s . Mn'"'—Fe!! electronic states accompanied
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Pyrazole, quinoline, phenanthroline, picoli-
nate or dipicolinate complexes with
{Re(CO),} (x = 1, 2) sites were prepared
from a dinitrogen-complex precursor. The

redox behaviour of the complexes was
studied and the Lever electrochemical
ligand parameter E; was determined for
4,7-Ph,-phen.
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Thermolysis of [M(S,CPh),(tmeda)] gave
metal sulfide nanoparticles which were
characterized by XRD, EDAX and TEM.
Both hexagonal and cubic phases of metal
sulfide nanoparticles can be prepared by
changing experimental conditions.
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Coupling of geminal dihalides with
(Et;P)4Ni has been reinvestigated. Failure
to trap assumed nickel(0)-carbenes, detec-
tion and isolation of Wittig reagents and
the failed coupling of 5,5-dibromotetra-

Ft
+
Et;P Bt it
R, = Phy-butadienylene
Ph Ph
+ 2NiX, PH Ph

XRD structure

phenylcyclopentadiene led us to con-
clude that nickel(IT)-carbenes are involved.
The X-ray structure of PhyCp=PEt; is best
represented as having a zwitterionic C—P
bond.
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Nickel(II)-Carbene Intermediates in Reac-
tions of Geminal Dihaloalkanes with
Nickel(0) Reagents and the Corresponding
Carbene Capture as the Phosphonium
Ylide

Keywords: Nickel(0) reagents / Nickel(II)-
carbenes / Phosphonium ylides / o-Elimi-
nation / Carbon-carbon bond formation

The reaction of the dppm-bridged hetero-
nuclear  cluster  RuOs3(p-H)>(CO)q(p-
CO),(u-dppm) with alkynes afforded tetra-
hedral clusters in which the alkyne is ali-
gned parallel to an Os—Os bond (/Os-Os

[
< i}f
K

0
RCCR' :k
/
Qs
VAN

l/ e |-
] e, heat | o >Ru// e,
J /™ J
pit %PPh
Os,
RN

isomer). The clusters incorporating internal
alkynes underwent isomerization to the
/IRu-Os isomer by alkyne and hydride
migration.

Stereoselective Alkyne Binding
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The cyclopentadienylvanadium carbonyls
CpV(CO,, (n =4,3,2, 1), Cp,V,(CO),, and
Cp,V2(CO)¢ have been studied by density
functional theory using the B3LYP and
BP86 functionals. Thermodynamic infor-
mation from these calculations rationalize
why neither Cp,V,(CO); nor Cp,V,(CO)q
have yet been synthesized whereas
Cp,V,(CO)s is a known stable compound.

Thioantimonates

M. Zhang, T. L. Sheng, X. H. Huang,
R. B. Fu, X. Wang, S. M. Hu, S. C. Xiang,
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Solvothermal Synthesis, Crystal Struc-
ture, and Thermal Stability of Three-
Layered Thioantimonate(III) Complexes:
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H,O0, and [C¢H 5N,]Sb0S6H,O
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In the compound [Ni(C3HoN>);]SbsS;, a
rectangle-like SbS;¢ heteroring with di-
mensions of about 8.1 X 14.7 A is ob-
served. This is the largest reported pore in
layered thioantimonates to date. Further
condensation of the SbisS;s heterorings
resulted in an unprecedented framework
of the five-atom-thick Sb,S,”~ layer.
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