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COVER PICTURE

The cover picture shows the multilayer spin arrange-
ment in [Mn(Cp*),][Ni(o-tpdt),] (o-tpdt = 2,3-thio-
phenedithiolate). The crystal structures of the salts
[M(Cp*),][Ni(o-tpdt),] M = Fe, Mn and Cr)
consist of alternating layers that are composed of
arrangements of parallel mixed chains. The chains
in neighboring layers are perpendicular. The ar-
rangement between the chains and the magnetic
anisotropy of the cations in case of the salt
[Mn(Cp*),][Ni(o-tpdt),] lead to a degenerate
ground state and to a frustrated magnetic be-
havior, which can be associated with the absence
of long-range order between the ferromagnetic
layers. Details are discussed in the article by
M. Almeida, V. Gama et al. on p. 53271f.
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In this microreview an account of both the
synthetic methodologies to prepare chiral
heteroscorpionate ligands as well as their
different classes of complexes from early to
late transition metals is shown.
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[M(Cp*),][Ni(o-tpdt),] [M = Fe (1), Mn
(2), Cr (3)] show similar multilayer struc-
tural arrangements, but at low tempera-
tures, 1 is a metamagnet, 2 is a frustrated
magnet, and 3 is a paramagnet. The un-
usual behavior of 2 is due to a degenerate
ground state resulting from interlayer chain
arrangements and magnetic anisotropy.
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Computational studies on the binding of = Michaelis-type complex. The calculated en-
substrates to some functional models of ni- ergy profile of this type of reaction shows
trate reductase support the experimental the necessity of axial thiolate coordination
findings concerning the formation of a in contrast to halide coordination.
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The energetic properties of picrate salts
with azolium cations were studied. The
compounds combine the high thermal sta-
bilities of classical nitroaromatic energetic
materials with relatively high perform-
ances. All compounds also proved to be in-
sensitive and higher performing than TNT
or picric acid and were predicted to yield
less decomposition residue, with potential
for energetic applications.
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Dialkyn-1-yl(divinyl)silanes react with 9-
borabicyclo[3.3.1]nonane (9-BBN) by 1,2-
hydroboration followed by intramolecular
1,1-organoboration to give 5-silaspiro[4.4]-
nona-1,6-diene derivatives. Protodeboryl-
ation with excess acetic acid affords the re-
spective spirosilanes bearing substituents
only in 1,6-positions. Multinuclear NMR
spectroscopy (‘H, "B, '3C, 2°Si NMR) and
X-ray structural analysis served for the
characterization of the new spirosilanes.
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Heteronuclear NMR experiments, in par- oxovanadates in hydrophilic ionic liquids, P
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Thermal spin transition and Light-Induced complexes. The relationship between
Excited Spin State Trapping (LIESST) T(LIESST) and dilution by zinc(I) on
studies have been undertaken on a series of  these systems is discussed.

zinc-diluted  polymeric  chain  iron(II)
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Using pyrazolate ligands with appended
bulky imine donor side arms, novel hexa-
nuclear Cu'' complexes with an unusual
{Cug(p4-O),}-bitetrahedral core were ob-
tained, and their structures determined by
X-ray crystallography. Magnetic and high-
field EPR data reveal an overall S = 0
ground state with the first excited triplet at
AE = 95cm™ L.
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The anilido—imine ligand has proved to be
particularly effective in the stabilization of
divalent group 14 compounds into their
monomeric form. NMR spectroscopy and
X-ray analysis highlight the perfect chel-
ation of the ligands and the formation of
a three-coordinate metal. These complexes
preserve their specific reactivity of low-co-
ordinate group 14 species.
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His/Cys “Compound " Ris/Cys
Fe''-0zH- formally Fe" Fe'-0x-
ferric-hydroperoxo "Compound X?"

DFT results on models of the Fe''—0OX
and Fe'"-HOX (X = halogen) adducts of
chloroperoxidase and myeloperoxidase are
reported. The O—X bonds are very weak,
and a ‘caged’ adduct, with a Fe''' species

close to the oxidized halide, is a likely
alternative for the intermediate in CPO and
MPO. The presence of a trans axial thiolate
or imidazole ligand appears to have an
effect on halide activation.
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Several gold(l), gold(111) and silver(I) com-
plexes with pyrazole or pyrazolate ligands
have been synthesized and structurally
characterized.
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Iridium and rhodium complexes with sym-
metrically and unsymmetrically substituted
benzimidazolin-2-ylidene ligands like 3a
were prepared and studied in the catalytic
transfer hydrogenation of acetophenone
and cyclohexanone by using isopropyl al-
cohol as the hydrogen source.
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