Eur/IC

European Journal
of Inorganic Chemistry

VAR

ITALY GERMANY GREECE

The EUChemSoc Societies

have taken the significant

AT SfC step into the future by merg-

* Q\ Bociers ing their traditional journals,

X 4o chimie to form two leading chemistry

BeLaium *V* fRAME journals, the European Jour-
BRG] +* ** E S nal of Inorganic Chemistry and
i 5 EU ChemSoc the European Journal of Or-
N ganic Chemistry. Three further
SWEDEN czecu Rerustic EUChemSoc Societies (Austria,

Czech Republic and Sweden) are

o @ Associates of the two journals.
QH & rQ kv '
spaioa deNgydumica

SOCIEDADE S i o
PORTUGUESA 0

DE QuiMICA

AUSTRIA PORTUGAL SPAIN NETHERLANDS

COVER PICTURE

The cover picture shows the solid-state structure and
magnetic susceptibility data of an iron(Il) spin-
transition complex, which was designed, synthesized
and characterized in the group of Mario Ruben at
the Institute of Nanotechnology in Karlsruhe. The
complex, which undergoes a near-room-tempera-
ture transition from a closed-shell spin singlet to
an open-shell high-spin state, holds promise for
the controlled manipulation and readout of the
magnetic states of single molecules. In order to
integrate and to implement such switchable
spin-transition units into electronic devices,
the molecule bears protected thiol linkers,
which allows its attachment to gold electrodes
(bottom). Details are discussed in the Short
Communication on p. 2649ff.
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The chemistry of tetradentate tripodal
ligands containing three (2-pyridyl)-alkyl
arms and an aliphatic N atom, and metal
complexes thereof, is outlined. Particular
emphasis is placed on tpa and its deriva-
tives, ligands which form homologous
series, and those which differ in the nature
and number of substituents on the pyridine
rings.
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A novel iron(Il) coordination complex
[Fe'(L),)(Cl04), [L = S-(4-{[2,6-(Dipyr-
azol-1-yl)pyrid-4-yl]ethynyl} phenyl) ethane-
thioate] carrying terminal acetyl-protected

thiol anchoring groups exhibits reversible
spin transition at 277 K with a ca. 8 K wide
hysteresis loop.

Artificial Amino Acids

L. Tebben, G. Kehr, R. Frohlich,
G. Erker® .....cccceveeevvecveecvennens 2654—2658

quart-Feproline: Synthesis of a Very Rigid
[3]Ferrocenophane-Derived Artificial Amino
Acid

Keywords: Artificial amino acids / Carb-
amates / Ferrocenes / Ferrocenophanes /
Proline

CH,
CHO ”—(
A Ph

The artificial amino acid “quart-Feproline”
(R,S,pS)-C was synthesized in good yield
starting from the enantiomerically pure
[3]ferrocenophanecarbaldehyde reagent A
via the dihydropyrrole-anellated intermedi-

ate B. The final C—H activation step was
carried out by carbamate-induced metall-
ation (sec-butyllithium) directed by the N-
Boc derivative of B.
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The catalytic behaviour of rhodium species
with phosphite ligands in the hydrofor-
mylation of 1-octene was greatly affected
by the presence of peracetylated B-cyclo-
dextrin in the reaction medium. These
results were explained by considering an
interaction between the peracetylated [-
cyclodextrin and the P-donor ligands.
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mechanism. The scope and limitations of

A simple method is presented to substitute
a CpCo unit by an alkyne unit using an Sy’

this approach are demonstrated.
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The synthesis, characterization, and X-ray
crystal structures of new water-soluble
nitrido- and  dioxido-rhenium(V)-PTA
complexes are described. The reactivity of
[ReNCIy(PTA)3], [ReO,CI(PTA);], with
sodium N,N-diethyldithiocarbamate is re-
ported.
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The square-planar nickel(II) complex [Ni-
(iPryIm),(F)(C¢Fs)] (1) [{ProIm = 1,3-bis-
(isopropyl)imidazol-2-ylidene] can be easily
obtained by a C—F activation reaction
starting from Ni(cod),, iPr,Im, and hexa-
fluorobenzene. Reactions of 1 with silylated
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reagents and organolithium compounds
give access to new (pentafluorophenyl)-
nickel(Il) complexes of the type [Ni-
(iPr,Im),(X)(CeFs)] (X = halide, triflate,
organyl, hydride).
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Square-Planar (Pentafluorophenyl)nickel(II)
Complexes by Derivatization of a C—F
Activation Product
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The reaction in water of Co'! sulfate with
1,10-phenanthroline and sodium pyro-
phosphate (Na,P,O,) in a 2:4:1 ratio re-
sulted in the crystallization of a neutral di-
nuclear complex, {[Co(phen),],(n-P,O5)}+
6MeOH, as revealed by a X-ray diffraction
study. The ability of the pyrophosphato li-
gand to mediate magnetic interactions be-
tween different first-row transition-metal
ions is analyzed and discussed in the light
of the small number of magneto-structural
reports on this type of compounds.
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Structural characterisation of oxo and
organoimido rhenium calix[4]arene com-
plexes using single-crystal X-ray diffraction
has revealed a number of intriguing struc-
tures, including the first examples of
rhenium—rhenium bonding supported by
calixarene ligands.
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The 2-hydroxybenzaldehyde [(1E)-1-pyr-
idin-2-ylethylidene]hydrazone (HL?) ligand
and its rhenium(l) complexes were ob-
tained, characterized by spectroscopic
methods, and the structures established by
X-ray diffraction. The free ligand shows
interesting luminescence properties; the ef-
fects of metal coordination on the photo-
physical behavior of the resulting com-
plexes were also studied.
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Nanostructured Titania—Diphosphonate
Hybrid Materials with a Porous Hierarchy
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The assembly of a hierarchically macro-
porous nanoarchitecture from meso-
structured titania—diphosphonate hybrid
nanorods is demonstrated by the use of
1-hydroxyethane-1,1-diphosphonic ~ acid
(HEDP). The nanostructure exhibited an
efficient photocatalytic performance and
metal ion adsorption behavior.
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A newly developed solid—gas chemical re-
action route has been used to produce
MgO nanotube arrays by using prefabri-
cated ZnO nanorod templates. Other types
of novel and complex hollow MgO archi-

tectures with different aspect ratios can be
further manipulated by this method, de-
pending on the morphologies of the ZnO
nanostructures used as templates.
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Cobalt flowerlike architectures composed
of hexagonal nanoplatelets and showing
ferromagnetic properties have been synthe-
sized from CoCl,, NaOH, and sodium do-
decyl benzenesulfonate (SDBS) by a simple
surfactant-assisted hydrothermal reduction
method. A mechanism for the formation of
the flowerlike structures is proposed.
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The synthesis of new N, N-bidentate ligands
and their corresponding palladium com-
plexes based on a m-deficient N-hetero-
cyclic benzhydrylamine core is described.
The effects of both electronic and steric
modulations at the benzhydrylamine core
on the catalytic activity are also reported.

Benzhydrylamine Ligands

V. Terrasson, D. Prim,*

J. Marrot 2739-2745

N-Heterocyclic Benzhydrylamines as New
N,N-Bidentate Ligands in Palladium Com-
plexes: Synthesis, Characterization and
Catalytic Activity

Keywords: Nitriles / Benzhydrylamines /
N,N-Ligands / Palladium

Double-pillared metal-organic frameworks
based on dinuclear cadmium-cluster build-
ing-blocks are described.
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Three cyanido-bridged Fe'''—=Mn'"" dimers
(1—3) and one WY—Mn!' dinuclear system
(4) were prepared by allowing the corre-
sponding molecular precursors to react.
Magnetic analyses of the Fe'''—Mn!' dinu-
clear systems (1—3) revealed that a shorter
Mn—N(cyanide) bond and a more linear
Mn—N-C(cyanide) angle allow for stronger
magnetic exchange coupling. Moreover,
3d—5d magnetic coupling in 4 is stronger
than the 3d—3d coupling in 1—3 under the
given structural environments.
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