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COVER PICTURE

The cover picture shows the porous mixed-metal
anionic MOF isolated from the self-assembly of
cyclic trinuclear vanadium-based anionic units
with aqua-based lanthanide complexes. The struc-
ture contains a three-dimensional channel system
filled with water molecules and charge-balancing
cations, in which the most prominent channels
run parallel to the ¢ axis. The material containing
V4™ and Eu’" permits the fine-tuning of the
photoluminescence emission from white to
purple-blue. Details are discussed in the article
by J. Rocha, F. A. Almeida Paz et al. on p.
4931ff.
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Pyrazole Complexes and Supramolecular
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Complexes of N—H pyrazoles have a rich
and varied supramolecular chemistry in
which the formation of intra- and inter-
molecular hydrogen bonds is a major
theme. These complexes can be used as pre-
cursors for polymetallic species, liquid crys-
tals, self-assembled structures, and recep-
tors for anions.
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Activation and Deactivation of Cp*
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Water
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[Cp*Ir(TsDPEN)]H,PO, has been found to
be an active hydrogenation catalyst for the
conversion of aromatic ketones to alcohols
in aqueous solution. The pathway for
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degradation involves protonation of the
tosylamide. The intermediate [Cp*Ir-
(NCMe)(HTsDPEN)]** has been structur-
ally characterized.
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thanide—Vanadium—Organic Frameworks
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Porous mixed-metal MOFs based on the
self-assembly of cyclic trinuclear va-
nadium-based anionic units with cationic
aqua-based lanthanide complexes are easily
isolated either by facile one-pot synthesis
or by slow evaporation. The co-existence of
V4* and Eu?* in the same material permits
the fine tuning of the photoluminescence
emission from white to the purplish-blue.
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A microporous metal—organic framework
based on infinite chains of Zn?* ions
bridged by 2,7-naphthalenedicarboxylate
shows unexpected gas sorption behavior
typical for mesoporous materials as a result
of the unique physical environment of the
pores.
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Hysteretic Gas Sorption in a Microporous
Metal—Organic Framework with Noninter-
secting 3D Channels
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Bis(oxazolinylmethyl) and related ligands
coordinate meridionally to transition met-
als. Intraligand rearrangements in bis(ox-
azolinylmethyl)pyrroles, which are proto-
lytically induced, lead to the formation of
stable planar complex structures.
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Bis(oxazolinylmethyl) ~ Derivatives  of
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Chiral Meridionally Coordinating Ligands
for Nickel and Chromium
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A series of novel 3,8-disubstituted phen-
anthroline ruthenium complexes is pre-
sented. A detailed spectroscopic investi-
gation of the absorption properties of the
3,8-dibromo-1,10-phenanthroline ruth-
enium complex by using resonance Raman
spectroscopy reveals that the lowest-energy
IMLCT state is predominantly located on
the substituted phenanthroline for low-
energy excitation.
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Synthesis and Photophysical Properties of
3,8-Disubstituted 1,10-Phenanthrolines
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The synthesis of melonates by reaction of
the polymer melon with KSCN melts was
advanced by variation of the melts and stud-
ied by using thermal analysis. We report the
first synthesis of melonates form cyanate
melts as well as a subsequent degradation re-
action leading to tricyanomelaminates. We
also describe facile access to sodium melon-
ate and potassium tricyanomelaminate.
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Carbon Nitride Precursors

A. Sattler, W. Schnick* 4972—4981

On the Formation and Decomposition of the
Melonate Ion in Cyanate and Thiocyanate
Melts and the Crystal Structure of Potassium
Melonate, K3[CsN7(NCN);]

Keywords: Nitrogen heterocycles / Thermal
analysis / Structure elucidation / Reactions
mechanisms
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Magnetic and Electrochemical Properties
of a Heterobridged p-Phenoxido—p, ;-
Azide Dinickel(I1) Compound: A Unique
Example Demonstrating the Bridge Dis-
tance Dependency of Exchange Integral
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J=50cm™ J=256cm™

A heterobridged p-phenoxido—p, j-azide
dinickel(II) compound [Ni",(HL)5(, ;-
N3)]'3H,O (1) derived from the tetraden-
tate Schiff base ligand N-(2-hydroxyethyl)-
3-methoxysalicylaldimine (H,L') was pre-
pared. A unique example of the depen-
dence of strength of magnetic exchange in-
teraction on the metal—ligand bridge dis-
tance was found.

Thiacalix[4]arene-Based Compounds

Y. Bi, W. Liao,* X. Wang, R. Deng,
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Self-Assembly  from  Two-Dimensional
Layered Networks to Tetranuclear Struc-
tures: Syntheses, Structures, and Properties
of Four Copper—Thiacalix[4]arene Com-
pounds

Keywords: Calixarenes / Copper / Cluster
chemistry / Solvothermal synthesis / Self-
assembly

Two 2D Cu'—thiacalix[4]arene compounds
were synthesized by the solvothermal
method and reassembled in air at room
temperature to form two tetranuclear struc-
tures of Cu'l. The thiacalix[4]arene ligands
in all these four compounds adopt the
cone conformation.
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V. A. Chudakova, G. K. Fukin,
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Magnesium(I) Complexes of the dpp-
BIAN Radical-Anion: Synthesis, Molecu-
lar Structure, and Catalytic Activity in
Lactide Polymerization

Keywords: Magnesium / Redox chemistry /
Structure elucidation / Polymerization
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The use of acenaphthene-1,2-diimine as an-
cillary ligand allowed preparation of
monomeric magnesium complexes with ter-
minal nitroxide, amide, and keteniminate

»  Polylactide

groups. The synthesized complexes proved
to be very active catalysts for the ring-
opening polymerization of lactides in solu-
tion as well as in the melt of monomer.
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An Unprecedented Trinuclear Dawson
Sandwich Complex with Internal Lacuna:
Synthesis and 3'P NMR Spectroscopic
Analysis of the Symmetrical [NaNis(H,-
0),(P;W,50s6),]'"~  and  [CoNis(H,-
0)5(P,W,5056)]'¢~ Anions

Keywords: Polyoxometalates / Sandwich
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The present work reports on the synthesis
and characterization of the Dawson sand-
wich  complexes [NaNi3(H>O),(P,W,s-
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Ose)o]'”~  and  [CoNiy(H,0),(P,Ws-
Os6),]'%"; their electrochemical behaviour
is also reported.
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Et;BHM (M = Li, Na, K) was treated with
polydentate donors (L) to give a variety of
ion-separated and ion-bonded dimers. For
M = Li, L = TMEDA ion separation and
the formation of [Et;BH] [Li-2TMEDA]"
is noted. In contrast, for M = Na, K and
L = TMEDA, PMDETA isostructural
(Et;BHM-L), dimers are formed based on
M,H, cores incorporating pyramidalized
bridging hydrides. Solution data point to
dimer retention in non-polar solvents.
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Bridging Hydrides

J. Haywood,
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Metal-Hydride Bonding in Higher Alkali
Metal Boron Monohydrides

Keywords: Alkali metals / Bridging ligands /
Hydrides / Reducing agents

A facile and reproducible route to nano-
structured colloidal ZnO nanoparticles
(6—10 nm) was developed by controlled hy-
drolysis and condensation of zinc acetyl-
acetonate in alkaline conditions.

ZnO Colloids
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E. Tondello, H. Bertagnolli,

S. Gross* 5017—-5028

Facile and Reproducible Synthesis of
Nanostructured Colloidal ZnO Nanoparti-
cles from Zinc Acetylacetonate: Effect of
Experimental Parameters and Mechanistic
Investigations
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Three new tmeda complexes of lithium, so-
dium and potassium diphenylamide have
been prepared and characterised in both,
solution and solid state. The sodium com-
plex is the first structurally characterised
homometallic diphenylamide complex of
this particular metal.

Alkali Metal Amides
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Structural Elucidation of tmeda-Solvated
Alkali Metal Diphenylamide Complexes
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Two novel 1,2,4-triazole-based copper(II)
complexes display efficient oxidative cleav-
age of supercoiled DNA. The rate con-

stants for the conversions of supercoiled to
nicked DNA are 4.38 X 10~*s~! (for 1) and
5.26x1074s7! (for 2).
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Synthesis, X-ray Crystal Structures, DNA
Binding and Nuclease Activities of Two
Novel 1,2,4-Triazole-Based Cu!' Com-
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