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COVER PICTURE

Positive and negative charges

The cover picture shows the zwitterionic cage
GeP,4C4(tBu), (bottom right) with separated positive
(red) and negative (blue) charges (see the electro-
static potential map, top right). The compound
forms in a smooth reaction from the neutral
n*-Ge complex and two {BuCP phosphaalkynes ; "

(bottom left). Details are discussed in the article in (:::; dish
by M. D. Francis et al. on p. 1761ft.
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[RuL;](PFg), complexes containing 4-alk-
oxycarbonyl-substituted unsymmetrical bi-
pyridine ligands (L) have been obtained ex-
clusively as the fac isomers by simple reac-
tion of L with ruthenium(III) chloride in
ethylene glycol under microwave irradia-
tion.
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The magnesium and calcium salts of
the tetrakis(trimethylsilyl)cyclobutadiene
dianion, [Mg(thf);]**[(Me;Si)4C4)*~ and
[Ca(thf),]>"[(Me;Si),C4]*>~, were synthe-
sized by the reduction of tetrakis(trimethyl-
silyl)cyclobutadiene with metallic mag-
nesium or calcium, respectively. X-ray
analysis of the magnesium salt shows a
planar four-membered ring, featuring a di-
agnostic n*-coordination to the magnesium
atom.
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A novel porous material constructed from
p-sulfonatocalix[4]arene molecules and a
Ag! coordination polymer has been struc-
turally characterized. It is sustained by
metal—ligand bonding, hydrogen bonding
and host—guest interactions.
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The zwitterionic cage compounds 7 and 8
have been synthesized from group-14 1,3-

P=C—1Bu
E—

Bu
Bu /?,
3pZp1 P2 M~ ~Bu
Bu
M =Ge, Sn

diphosphacyclobutadienyl complexes and
tBuCP.
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The nonplanar dipyridylamide ligand is
widely used to stabilize homonuclear
strings made of three M atoms in
M;j(dpa)yL, complexes. Heterometallic
frameworks such as Co'"Pd"Co'(dpa),Cl,
can also be obtained. The metal strings
presented here are heterometallic, nonsym-
metric and mixed-valent, and a [Ru,]>"
moiety was coupled with a Cu® or Ni*
atom.
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We report the synthesis, structural charac-
terisation and magnetic studies of hexanu-
clear heterometallic M,Cry, in which the
coordination hole is selective for Sr and Pb
ions, and trinuclear CaCr, clusters con-
structed from identical dinuclear chro-
mium(III) complexes creating a “tetraden-
tate compartmental ligand”.
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A range of mono- and bis(bidentate) 2,2'-
bipyridine-capped oligothiophene-bridged
Ru!' complexes based on the 6-(2-thienyl)-
2,2'-bipyridine motif and the 4-(2-thienyl)-
2,2'-bipyridine motif have been synthe-
sized, and the luminescence lifetimes and
electrochemical potentials have been meas-
ured.

fluorescence intensity [arh]
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The Role of Isomeric Effects on the Lumi-
nescence Lifetimes and Electrochemistry of
Oligothienyl-Bridged Dinuclear Tris(2,2’-
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The fluorochromates ACrF4 (A = Li—Cs),
ACrFs (A = K—Cs), Li,CrFg, A>CrF¢2HF
(A = Na, K), A,CrF¢4HF (A = Rb, Cs),

and K;Cr,F*2HF were prepared and
characterized by single-crystal X-ray dif-
fraction and Raman spectroscopy.
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In Ca-substituted LAMOX fast oxide-ion
conductors, a succession of phase trans-
formations involving metastability and
demixing/recombination phenomena has
been observed and studied in powder, ce-
ramic and single-crystal samples. These
phenomena are shown to depend upon
chemical composition, sample shaping and
thermal history.
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Platinum(II) Complexes with the Diethyl
Aminomethylphosphonate Ligand (amp):
Characterization, Properties, and Unusual
Solution Behavior

Keywords: Platinum / Diethyl aminomethyl-
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After the discovery that a platinum(Il)
complex with diethyl [(methylsulfinyl)-
methyl]phosphonate ligand can inhibit
matrix metalloproteinases (MMPs), which
play a key role in the progress of meta-
stasizing tumors, the investigation has been
extended to complexes with another phos-
phonate ligand: diethyl aminomethylphos-
phonate.

Lanthanide Complexes
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P. W. Roesky™ ....cccoverrevvruennes 1830—1833

Lithium and Ytterbium Aminotroponate
Complexes

Keywords: Lithium / N ligands / O ligands /
Rare earths / Ytterbium

The hexameric lithium 2-(isopropylamino)-
troponate complex [((PrAT)Li]s and the
dimeric ytterbium complex [({PrAT);-
Li,Cl,Yb],, in which the two [(iPrAT);Yb]

subunits are bridged by four LiCl units,
were prepared and structurally charac-
terized.
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Reactions of zinc acetate with organic
phosphates and phosphinic acids have been
investigated in the presence of 1,10-phen-
anthroline and found to yield structurally

diverse compounds. The presence of an un-
coordinated P=0O moiety in one of the
complexes leads to the formation of water
dimer aggregates.

Molecular Zinc Phosphates

R. Pothiraja, S. Shanmugan,
M. G. Walawalkar,*
M. Nethaji, R. J. Butcher,

R. Murugavel* 1834—1845

Structural Diversity in Zinc Phosphates
and Phosphinates: Observation of a Lattice
Water Dimer Sandwiched Between Phos-
phoryl Oxygen Atoms

Keywords: Molecular phosphates / Zinc
phosphinates / Polymers / Water clusters /
X-ray diffraction

Two second-order NLO complexes con-
taining Cu'! and Pd" were prepared and
grafted onto poly(4-vinylpyridine). The
values of uff range from (620 to 1600)
X 107* esu; a ds3 value of 12—21 pm/V at
1500 nm and of 93—167 pm/V at 1064 nm
(resonant) were measured for the grafted
polymers. A maximum loss of 30% initial
nonlinear response was found during ther-
mal treatment at 80 °C.
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NLO Polymers
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A. Barsella 1846—1853

Large Second-Order NLO Activity in
Poly(4-vinylpyridine) Grafted with Pd"
and Cu"" Chromophoric Complexes with
Tridentate Bent Ligands Containing
Heterocycles
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Reactions of pyridyl side chain func-
tionalized indenes with Rus(CO);, gave a
series of metal complexes with different
bonding modes of the indenyl ligand.
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Indenyl Ligand Coordination Modes

D. Chen, S. Xu, H. Song,

B. Wang* 1854—1864

Reactions of Pyridyl Side Chain Func-
tionalized Indenes with Ru3(CO);,

Keywords: Ruthenium / Carbonyl ligands /
C—H activation / Coordination modes /
Arene ligands / Cluster compounds

A new isophthalatomanganese(Il) coordi-
nation polymer has been prepared and
characterized by single-crystal X-ray
diffraction and magnetic measurements.
It contains unprecedented isophthalato-

bridged trimanganese cluster building units
linked by isophthalato ligands in a newly
observed binding mode, forming a one-di-
mensional, ladder-like network. The poly-
mer is antiferromagnetic.

A Manganese-Cluster-Based Polymer

C.-B. Ma, C.-N. Chen, Q.-T. Liu,*

D.-Z. Liao, L.-C. Li .............. 1865—1870
Synthesis and Characterization of a Lad-
der-Like Coordination Polymer Composed
of Trimanganese Clusters Formed and
Linked by Isophthalato Ligands

Keywords: Coordination polymers /
Manganese / Isophthalic acid / Magnetic
properties / Structure elucidation

Eur. J. Inorg. Chem. 2008, 1735—1741

www.eurjic.org

© 2008 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

1739

0



0

CONTENTS
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Iron and cobalt diiminopyridine complexes
displaying alkyl substituents at the central
heterocyclic ring were synthesized and
characterized. The alkyl substituent does
not perturb their catalytic performance in
the polymerization of ethylene, but the
presence of a pending allyl group (R =
CH=CH,) leads to a substantial increase
in the polymer molecular weights.

Palladacycle as Chiral Template

Y. Ding, Y. Li, Y. Zhang, S. A. Pullarkat,
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Design, Synthesis, and Stereochemical
Evaluation of a Novel Chiral Amine—Palla-
dacycle

Keywords: Asymmetric synthesis / Pallada-
cycles / Chiral resolution / Cycloaddition /
X-ray diffraction

A novel chiral palladacycle was synthe-
sized. The racemic cyclopalladated com-
plex could be efficiently resolved through
the formation of its (S)-prolinato and (S)-
alaninato derivatives. With the use of the
palladacycle as the chiral template, the
stereoselectivity of the Diels—Alder cyclo-
addition between dmpp and ethyl vinyl ke-
tone significantly improves.

Rh-Sn Complexes

M. Kilian, H. Wadepohl,
L. H. Gade* .....ccouveeeevrneenennne 1892—-1900

Synthesis and Structural Characterization
of New Rhodium-Tin Heterodimetallic
Complexes

Keywords: Rhodium / Tin / Triamidostan-
nates / Heterodimetallic complexes

Large cone angles and strong bonding to
transition metals make triamidostannates
suitable ancillary ligands for transition
metals as shown in the synthesis of a series
of 16- and 18-electron rhodium(I) com-
plexes.
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Structure Variation and Luminescence
Properties of Lanthanide Complexes In-
corporating a Naphthalene-Derived Chro-
mophore Featuring Salicylamide Pendant
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Keywords: Lanthanide coordination poly-
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gen bonds / Luminescence properties
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This work not only demonstrates that the
supramolecular structure of lanthanide
complexes with a naphthalene-derived
chromophore, featuring salicylamide pen-

dant arms, can be tuned by the nature of
metal ions, but also offers interesting per-
spectives for the development of efficient
luminescent stains.
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The preparation of vinyl chelate com-
plexes [M{n?-C(=CH,)CPh(R)OH(M—0)}-
P,BPh, (M = Ru, Os) and [Os{n?*-
CH=C(H)CPh(R)OH(Os—0)}P,]BPh, [P =
P(OEt);; R = Ph, Me] and their reactivity
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with terminal alkynes R'C=CH, which
yields enynyl derivatives [Ru(n3-R'C;-
CHR')P,]BPh, are reported. The prepara-
tion of the allenylidene complex
[Os(=C=C=CPh,)Ps](BPhy), is described.

Chelate Vinyl Complexes

G. Albertin,* S. Antoniutti, A. Bacchi,
G. Pelizzi, G. Zanardo ........... 1913—-1920

Reactions of Hydride Complexes of
Ruthenium and Osmium with Propargylic
Alcohols: Preparation of Chelate Vinyl
Derivatives
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The syntheses and molecular structures of
[2,6-Mes>CgH3Te(CR',)]* (2,6-Mes,CgHs.
TeCl,)~ (4) and [2,6-Mes,CqH;Te(CR )"
I~ (6) are reported. These compounds are
rare examples of a well-defined o-donor-
stabilized aryltellurenyl cation (CR', =
1,3,4,5-tetramethylimidazol-2-ylidene).

Aryltellurenyl Cation
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Aryltellurenyl Cation [RTe(CR’,)]* Stabil-
ized by an N-Heterocyclic Carbene
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A series of chiral triorganotin complexes
based on chiral (+)-(1R,3S)-camphoric acid
and meso-cis-4-cyclohexene-1,2-dicarboxylic
acid ligands have been synthesized. Both the
spectra and crystal structures show that when
(+)-(1R,3S)-camphoric acid and meso-cis-4-
cyclohexene-1,2-dicarboxylic acid react with
triorganotin compounds they can form dinu-
clear, 1D polymeric chain, and 2D network
polymers with metal—organic structures.
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carboxylic Acid Ligands
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