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COVER PICTURE

The cover picture shows the Aiguille du Midi, Mont
Blanc massif, France. The mechanism of the cop-
per-catalyzed hydrosilylation of ketones has been
determined by experimental mechanistic investi-
gations and computational studies. The insertion
of the ketone into the Cu—H bond was found to
have a lower activation barrier than the reaction
of the copper alkoxy intermediate with the silane
that regenerates the Cu—H bond along with the
silyl ether product, as shown in the picture.
Details are discussed in the article by A. Dedieu,

S. Bellemin-Laponnaz et al. on p. 529ff.
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Ammonia borane (NH3;BH;) is a potential
hydrogen carrier for transportation appli-
cations. This Microreview focuses on recent
results pertaining to its transition-metal-
catalyzed dehydrogenation and the regener-
ation of ammonia borane “spent fuels”.
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Polychromatic fingerprinting of simple
anions is achieved by employing neutral
and charged multicolor fluorescent probes
based on ferrocene-spaced dansyl and
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A detailed computational study (DFT/
B3LYP) of the copper(I)-catalyzed hydro-
silylation reaction is presented. The con-
clusions are supported by experimental
mechanistic investigations (kinetic studies,
kinetic isotope effect, isotope labeling).
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In MoV coordination compounds, pyrazine
acts either as a monodentate or a bidentate
bridging ligand. In the highly symmetrical,
rectangular  tetraanion  [(M0,04Xy)s-
(Pyz),]*~ (X = Cl, Br), two {Mo0,04}>"
building blocks are doubly bridged by bi-
dentate pyrazine ligands.
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Pyrazine-Assisted Dimerization of Molyb-
denum(V):  Synthesis and  Structural
Characterization of Novel Dinuclear and
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A structural and mechanistic study on the
binding of NO to mono- and dinuclear Fe!!
complexes of a biomimetic Sy4N ligand has
been performed. The results indicate that
steric and electronic effects control the rate
but not the nature of the substitution
mechanism by which NO coordinates to
the selected complexes.
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Mechanistic Information on the Reversible
Binding of NO to Mono- and Dinuclear
Fe!' Complexes of a Biomimetic S4N Li-
gand
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The outer-sphere redox reaction of [Co'!l-
XLJn* [L = (N)s ligand, X = Cl, OH, H,0]
with [Fe"(CN)s(pyrazine)]*~ has been stud-
ied from a kinetic and mechanistic perspec-
tive. The redox-triggered formal substi-
tution process parallels that observed for
the reaction already studied with the [Fe'l-
(CN)g]*~ reductant. A Class II mixed-
valence compound is produced when L is
an encapsulating pentadentate macrocycle.
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Using pyrazole-3,5-bis(benzimidazole)
(Hspzbzim) as the bridging ligand, physico-
chemical studies, including proton-coupled
electron-transfer reactions and spectroelec-
trochemistry, were carried for the Ru"Ru'l,
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Os''Os", and Ru"Os"" complexes [(bpy)--
M"(Hopzbaim)M'"(bpy),]** and [(bpy),-
M (pzbaim)M ' (bpy),] "obtained as their
homochiral and heterochiral diastereomers.
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Rapid formation of apatite-type silicate by
a topotactic acid—base reaction in the
course of milling is favored by the struc-
tural similarities of La,Os, La(OH)s3, and
apatite, whereas an appreciable amount of
water in the reaction space can result in a
dissociative mechanism of interaction. In-
corporation of a dopant into the apatite
during milling involves the intermediate
amorphous silicate formation.
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A mesostructured hybrid material (LP-
TEPPPO-Mo) prepared by anchoring
[M0oO,Cl,] to mesoporous silica func-
tionalised with phosphane oxide spacer lig-
ands: catalytic performance in the epoxid-
ation of olefins with tfBuOOH, at 55 °C, in
comparison with the complex [MoCl,(O),-
{OP(CH,CHj3;)(Ph),},] without a co-sol-
vent or dissolved in an ionic liquid.
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Yttrium-alkyl complexes that feature 6-aryl
or heteroaryl-substituted amidopyridinate
ligands quantitatively undergo intramolec-
ular sp> C—H bond activation. A selective
c-bond metathesis at the residual Y—C-
(alkyl) bond generates binuclear yttrium-
hydrido complexes.

Electronic Effects

S. K. Sharma, G. Hundal,

R. Gupta* 621—-636

The Effect of Ligand Architecture on the
Structure and Properties of Nickel and
Copper Complexes of Amide-Based
Macrocycles
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The present work demonstrates the in-
fluence of electron-donating and electron-
withdrawing substituents on the structural,
chemical and redox properties of nickel
and copper complexes in a set of 12-mem-
bered macrocyclic ligands. The well-charac-
terized Ni'! and Cu'' complexes undergo
one-electron oxidation to generate Ni'll
and Cu' species in a square-planar en-
vironment.

502 © 2010 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

www.eurjic.org

Eur. J. Inorg. Chem. 2010, 499—503



Eur/IC

European Journal
of Inorgariic Chemistry

Reactions of  N-[n-butyl-(3-nitrobenzyl-
imino)|phenyl selenide with sulfuryl chlo-
ride and bromine result in the formation
of selenenium cations with halide counter
anions. The ionization of the Se—halide
bond is mainly attributed to the high
charge on selenium and delocalization of
the p-electrons on selenium in the five-
membered heterocyclic ring. The high
GPx-like activities of selenenium cations
are due to the formation of corresponding
selenoxides.
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The novel complexes [(RCsH4)Ni(X)-

(NHCQ)], which contain NHC ligands bear-
ing two different N-substituents, are syn-
thesized and fully characterized. Com-
plexes with R = (CH,),CH=CH, (n = 1 or
2) undergo chemoselective cross-metathesis
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with o,B-unsaturated carbonyl compounds
in the presence of the second-generation
Grubbs catalyst. The new complexes ef-
ficiently polymerize styrene or phenylacet-
ylene.
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