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COVER PICTURE

The cover picture shows the electro-induced core in-
terconversions in three dinuclear manganese tris(2-
methylpyridyl)amine (tpa) complexes. The mono-
(u-0x0) mono-(p-acetato) [Mn,"11(0)(0,CCHj;)-

(tpa),’" and the

(tpa),]** complexes are selectively and quasi-
quantitatively generated by sequential exhaustive
electrochemical two-electron oxidations of the
bis-(u-acetato) [Mn,'""(O,CCHjs)s(tpa),]** com-
plex. At each step one acetato bridge is substi-
tuted by an oxo bridge coming from the depro-
tonation of one residual water molecule in the
solvent. The background picture shows some
cyclic voltammograms recorded during this
study. Details are discussed in the article by
M.-N. Collomb et al. on p. 3179 ff. We thank
Dr. Damien Jouvenot for the design of the

cover picture.
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Reactions of ytterbocenes with diimines are
found to be strongly influenced by the
steric crowding in the coordination sphere
of the metal atom and the coordination
capacities of m-aromatic ligands. The reac-
tions may occur with oxidation of the ytter-
bium atom as well as with retention of its
oxidation state. C—C bond formation,
C—H bond activation, C=N bond inser-
tion, and oxidative Yb—C bond cleavage
processes are documented.
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The charge density of [BgH,]™ has been
determined from high-resolution X-ray
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diffraction data. The electrostatic potential
provides information about its reactivity.
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The conformational flexibility of FLEXI-
phosO is demonstrated experimentally for
the first time. Variable bite angles can be
accessed using carbobicyclic backbone
structures for bidentate ligands.
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The electro-induced interconversion of the
bis(p-acetato) dinuclear manganese(ILII)
complex [Mn,(O,CCHjs),(tpa),]** into the
corresponding mono-(1t-0xo) mono-(p-
acetato) Mn,'""!" and bis(p-oxo) Mn,™V:1V
complexes has been investigated in
CH;CN. The isolation and characteriza-
tion of the Mn,"™™ complex is also
reported.
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Magnetic characterization of the azide
complex of iron(III) porphycene indicates
that this complex is in mixed S = 5/2, 3/2
states. The IR stretching band of the coord-
inating azide was found to split into the

v (om™)

2049- and 2066-cm ! bands, demonstrating
that the two spin isomers are not quantum-
mechanically admixed but in thermal
equilibrium. The minimum lifetime of the
spin isomers was estimated to be 0.3 ps.
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Photolysis of [CpMn(CO);] in the presence
of 1,3,4,5-tetramethylimidazoline-2-thione
produced a bridging thione complex,
[{CpMn(CO),},(1-SC3N->Mey)], which has
an unprecedented geometry featuring a
pyramidal sulfur atom and long Mn-Mn
distance. Photoreaction of [M(CO)¢] with
the thione yielded mononuclear complexes
[M(CO)s(SC3N,Mey)] (M = Mo, W).
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E. coli in the formation of urinary stones is
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A comparative study on palladium com-
plexes of bai ligands with different steric
hindrance revealed that different coordina-
tion modes (NNN vs. CNN coordination)
are possible in the system. The outcome of
the metallation reaction was found to de-
pend on a number of factors like solubility
of the products, stoichiometry of metal pre-
cursor and charge compensation.
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The ability of 4,4'-bipyrazolate type li-
gands to link dinuclear LNi, units has been
examined. The formation of the Niy com-
plexes depends critically on the steric bulki-
ness of the supporting ligand L and the
length of the organic spacer between the
connecting heterocycles. The ability of the
bipyrazolate moiety to transmit magnetic
exchange interactions has also been exam-
ined.
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Fifteen novel homodimetallic Rh! and Ir!
complexes containing cis,trans,cis-1,2,3,4-
tetrakis(diphenylphosphanyl)cyclobutane
ligands were prepared. The solid-state
structures of seven of these new com-
pounds were determined to study the influ-
ence of steric pressure. The onset of this
steric pressure also changes the quadrant
effect.
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Complexes containing ruthenium—thal-
lium bonds are reported. One containing a
linear Ru—TI—Ru vector was prepared by
halide abstraction from a ruthenium chlo-
ride complex using TIBF,. The bonding in
this monocation was rationalised using
AIM theroretical calculations which in-
ferred Ru’—TI'—Ru® as the best descrip-
tion.
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This work shows the design and synthesis
of four novel macrocyclic ligands and their
square-planar Ni'! complexes 1—4. The at-
tainable redox potential for Ni'' complexes
(>0.6 V vs. SCE) allowed us to oxidize
them electrochemically or chemically to

generate an unstable “green species” that
show distinct features in the absorption
spectrum and exhibit anisotropic EPR
spectrum. These findings strongly point out
that the unstable green species is a Ni'l!
species.
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New lanthanide borohydride complexes
supported by bulky guanidinate ligands
[(Me3Si),NC(N-Cy),],Ln(u-BH,),Li(THF),
(Ln = Nd, Sm, Yb) initiate the ring-
opening polymerization of racemic lactide,
providing atactic polymers with a good
degree of control, i.e. controlled molecular
weights and relatively narrow polydispersi-
ties (1.09 < M/M, < 1.77).
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A series of unsymmetrical (phthalocyan-
inato)copper(Il) complexes containing
different numbers of 15-crown-5 groups at
the peripheral positions have been
prepared. The effects of the substituent
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number and molecular symmetry on the
spectra and supramolecular structure for-
mation in solution have been systemati-
cally investigated.
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Pentadentate hydrazone-type ligands based
on semicarbazone or SAMP are prepared
and used for the coordination of lan-
thanide(III) salts. A series of achiral as well
as chiral coordination compounds is thus
obtained and characterized.
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