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COVER PICTURE

The cover picture shows the insertion of a Pt°
complex fragment into the S—S bond of a 1,2,4-tri-
thiolane 1-S-oxide. Reactions of Pt® complexes with
small sulfur-containing heterocycles have become
more and more popular in order to generate and
stabilize reactive sulfur-containing species. The
reaction presented leads to three- and four-mem-
bered platinacycles by ring contraction with expul-
sion of the reactive thiocarbonyl derivatives. The
postulated mechanism for the fragmentation of
1,2,4-trithiolane 1-S-oxide, as well as the molecu-
lar structures, give a reasonable explanation for
the observed selectivity. Details are discussed in
the article by W. Weigand, G. Mloston et al. on

p- 5627ff. We thank Dr. Jaroslaw Romanski for
decorating our Christmas tree (background) for
this year and designing the cover picture.
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Quite long, but no polymers yet! Coordi-
nation oligomers [Agy(bipy)s]** and [Ag-
(bipy)s]>" were trapped in the same salt. A
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change in the counteranion was sufficient
to induce polymerization.
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Insertion of a Pt” complex fragment into
the S—S bond of a 1,2,4-trithiolane as well
as into that of its 1-S and 4-S-oxide is pre-
sented. Subsequent ring contraction with
expulsion of reactive thiocarbonyl deriva-
tives leads to three- and four-membered

platinacycles that include thiolato and sul-
fenato structures. The postulated mecha-
nism and the molecular structures give a
reasonable explanation for the observed
selectivity.
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Synthesis, Characterization, and Sensitiz-
ing Properties of Heteroleptic Ru' Com-
plexes Based on 2,6-Bis(1-pyrazolyl)pyr-
idine and 2,2’-Bipyridine-4,4’-dicarboxylic
Acid Ligands

Keywords: 2,6-Bis(1-pyrazolyl)pyridine /
Heteroleptic Ru!! complexes / Dye-sensi-
tized solar cells / Ruthenium / Protonation

The synthesis and characterization of a
series of novel heteroleptic ruthenium(II)
complexes bearing the 2,6-bis(1-pyrazolyl)-
pyridine (bpp) and 2,2'-bipyridine-4,4’-di-
carboxylic acid (dcbpyH») ligands, as well
as their performance as dye sensitizers in
nanocrystalline solar cells for the con-
version of visible light into electricity, is
presented. These complexes efficiently
sensitize nanostructured TiO, films and the
resulting photoelectrodes incorporated in
solid-state DSSCs show enhanced overall
power conversion efficiency, which strongly
depends on their molecular structure and
their degree of protonation.
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[Bis(guanidine)]zinc Complexes and Their
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The first examples of aliphatic [bis(guanidi-
ne)jzinc  complexes [Zn(DMEG,e)Cl,],
[Zn(DMEG,e)(CH3COO),] and [Zn-
(DMEG-e),](CF5S05), containing N',N>-
bis(1,3-dimethylimidazolidin-2-ylidene)eth-
ane-1,2-diamine have been synthesised and
fully characterised. These compounds are
able to catalyse the polymerisation of D,L-
lactide. PLAs with molecular weights (M,,)
up to 59000 g/mol could be obtained.
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Increase of the steric bulk in the 2- and 7-
positions of the fluorenyl ligands in several
new organocalcium initiators led to a con-
siderable improvement in the stereoselectiv-
ity for styrene polymerization. Syntheses,
structures and polymerization results are
discussed.
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Ca-Mediated  Styrene  Polymerization:
Tacticity Control by Ligand Design
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A Dbasket-like mixed-valent polyoxoanion
[SrCPeMo4YMo,V1045]'°~ modified with
{Cu(phen)(H,0),} (x = 1-3) fragments
was hydrothermally synthesized and struc-

{Mo18} basket-shape

turally characterized. The compound
shows good electrocatalytic activity to
reduce hydrogen peroxide.
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A Basket-Like [SrCP¢MoY,MoV!,,0,3]'~
Polyoxoanion Modified with {Cu(phen)-
(H,0),} (x = 1-3) Fragments: Synthesis,
Structure, Magnetic, and Electrochemical
Properties

Keywords:  Polyoxometalate / Organic—
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Three end-on azido dinuclear Mn!' com-
plexes based on tripyridyl ligands show in-
tramolecular ferromagnetic superexchange.
Clearer magnetostructural correlation for
end-on azido-bridged Mn"' complexes was
obtained.
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Magnetostructural Correlation
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Synthesis and Magnetic Study of py ;-
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Complexes Based on Tripyridyl Ligands
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The gem-dithiolato-bridged dinuclear com-
pound [Rh,(p-S,Chxn)(cod),] was ob-
tained in a straightforward manner from
1,1-dimercaptocyclohexane and [Rh(u-
OH)(cod)],. This compound is an efficient
catalyst precursor in the presence of P-do-
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nor ligands for the hydroformylation of
oct-1-ene under mild conditions. The trans-
dinuclear species [Rh,(p-S,Chxn)(CO),-
(PPhs),] was isolated from the catalytic
solutions
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Novel gem-Dithiolato-Bridged Rhodium
Hydroformylation Catalysts: Bridging the
Gap in Dinuclear Rhodium Thiolate
Chemistry
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Metathetical fluoride/amide exchange has
been examined in pentafluoro(2-pyridyl)-
anilides of Sb, Bi, and In by synthetic and
X-ray studies and density functional calcu-
lations. The tendency for this rearrange-
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ment increases with an increase of the co-
valent radius and decreases with an in-
crease of the coordination number of the
central atom.
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duced and Thermally Quenched Meta-
stable States
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The light-induced and thermally induced
structural reorganization of the spin-cross-
over complex [Fe(btr),(NCS),]'H,O are
discussed together with photomagnetic and
optical reflectivity results.
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Hydrodesulfurization reactions with transi-
tion metals: the reaction of [(dppp).Pt,Hs]-
ClO,4 with thiophene achieves activation of
the C—S bond. The corresponding mechan-
ism has been interpreted on the basis of
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DFT calculations. The reactivity of the
complexes obtained in this reaction has led

to the characterization of new platinum
species.
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[Cu(pydx-en)] (1)
[Cu(pydx-en)] (1) and [Cu(pydx-1,3-pn)-

(MeOH)] (2) have been encapsulated in
the supercages of zeolite-Y and used as

N= ° =N
HO =N N= OH
N
ltl]i’ CH;
[Cu(pydx-1,3-pn)(MeOH)] (2)

catalysts for the oxidation of styrene, cyclo-
hexene and methyl phenyl sulfide.
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Luminescence of the red form of Pt(bpy)-
Cl, has been measured as a function of
hydrostatic pressure. The band maximum is
shifted by —147 cm™!'kbar~!. Strong dis-
continuities in the optical properties at
17.7 kbar were interpreted in terms of a
crystallographic phase transition from the
red to a denser yellow form of Pt(bpy)Cl,.
First-principles calculations based on den-
sity functional theory were used to study
this transformation.
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Phase Transition in Pt(bpy)Cl,
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Red-to-Yellow Pressure-Induced Phase
Transition in Pt(bpy)Cl: Spectroscopic
Study Supported by DFT Calculations
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Acidolysis of the complexes [Pt(CH;)(ter-
py]Y (Y = PF¢, CH3SO0;, CF;3S0;, ClO,,
BF,; terpy = 2,2":6',2"'-terpyridine) with
CH;SO; affords the corresponding meth-
anesulfonato derivatives [Pt(OSO,CHj5)-
(terpy)]Y. A mixture of the methanesulfon-
ato and nitrato complexes is obtained
when Y = NOs;, whereas the reaction of
[Pt(CHjs)(terpy)](CF3SO;) with triflic acid
gives the aqua species [Pt(terpy)(H,O)]-
(SO5CF3),. The new hydroxido-bridged di-
mers [Pt(-OH)(terpy),](X) [X = (ClOy)s,
(PF¢)»(CF3S03)] are isolated and their X-
ray crystal structures determined.

Platinum(IT) Complexes with O-Donors

G. Annibale,* P. Bergamini,

V. Bertolasi, M. Bortoluzzi, M. Cattabriga,
B. Pitteri ...c.cccoevveerereriunnnnnnns 5743—-5751
The Relative Coordinating Ability of Some
Weak O-Donor Anions and Water Towards
the [Pt(terpy)]?* (terpy = 2,2":6',2"'-terpyr-
idine) Center — X-ray Crystal Structures of
[Pt(terpy)(H:0)[(CFsS05), and  [Pts(-
OH)(terpy),](PF6)2(CF3505)
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The compounds L,SnR, [L = N-(3,5-
dichlorosalicylidene)aniline; R = CH; (1),
R = CH,Ph (2)] and L',SnR, [3: L' = N-(3-
tert-butylsalicylidene)aniline, R = CH,Ph]
have been synthesized and characterized.
The X-ray crystal structure of compound
2 showed an octahedral geometry with the
alkyl groups in a trans relationship. Cat-
ionic species generated therefrom pro-
moted ethylene oligomerization under mild
conditions.
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Complexes: Effect of Substituents on the
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Ethylene / Oligomerization
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