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The cover picture shows the reaction sequence of an
Ni'l-assisted regiospecific ortho-aromatic hydroxyl-
ation. Sequential events of orthonickelation, oxygen
insertion into the Ni—C bond induced by H,O, and
demetallation have been demonstrated to be in-
volved in the aromatic hydroxylation in 2-(aryl-
azo)aniline. The H,O,-induced O insertion into the
Ni—C bond led to the formation of metalloazo-
salophen analogues of metallosalophens for the first
time. Details are discussed in the article by S.
Chattopadhyay et al. on p. 4263f.
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The first metalloazosalophen complexes,
(OLgu)Ni, were prepared by a Nill-assisted
route. Ni—C bond formation and sub-

- Aqueous N:ﬁ/ sd
—

H,0,

sequent facile oxygen insertion induced by
peroxo reagents mCPBA, TBHP, or aqu-
eous H,0O, were exploited for this purpose.
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and Palladium(II): Cytotoxic Properties of
a Platinum Complex
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(HL'-NH)PH{DMSOCI

New Pt!! complexes incorporating delo-
calized diazoketimine ligands have been
prepared and their chemical, electrochemi-
cal, and cytotoxic properties studied. A

O

[HLTNH|PHDMSOHCT H

(HL-NH)Pt{acac)

strategy to prepare an electroactive model
Pt'-based antitumor drug has emerged as
a consequence.
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N-(2,4,6-Trimethylborazinyl)-Substituted
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N-Monolithio-B,B’,B’’-trimethylborazine
reacts with PX3, AsX3, or SbX;3 (X = Cl,
Br) to give the N-trimethylborazinyl-substi-
tuted phosphanes, arsanes, and stibanes
(Me3B3sN3;H,),EX5-n (E = P, As, Sb; n =
1, 2, 3). Treatment of (Me;B;N;3;H,),PCl
with LiAlH, in diethyl ether gives the
phosphane (Me3;B3;NsH,),PH, while
(Me3B3N;H,)PBr, yields the zwitterionic
compound [Me;B;(NH)N(N~-P*H,Et)].
Dehalogenation of (Me;B3N;H,),PBr with
Na yields the corresponding diphosphane,
and dehalogenation of (Me;B;N;H,)PBr,
the corresponding cyclotetraphosphane.
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The bis(amino)(phosphanyl)alumane,
tmp,AlIP(SiMe;),, undergoes selective in-

+  O=C=0)
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sertion in the Al—P bond, not the AI-N
bonds, with CO,, COS and CS,.
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Two related triangular tungsten clusters, 3-
electron [Cp*3W304(OH),>" and 2-elec-
tron [Cp*3W;0¢]" obtained by aqueous
reduction of [Cp*,W,Os], are described.
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DFT calculations suggest that the VIV/VY
mixed-valence alkoxo-polyoxovanadate
[4VY + 2VV] is valence-trapped and cha-
racterized by ferromagnetic interactions
between the vanadium(IV) centers.
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Ferromagnetic Coupling in a Mixed-
Valence Hexavanadate Core: Quantum-
Chemical Forecast
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1-N-R2-Imidazole-2-carboxaldehyde (R? =
H, Me) was used as a carbonyl synthon for
the synthesis of symmetrical and dissym-
metrical tetradentate Schiff bases. In the
symmetrical series the NCS™ moieties are
trans for R? = H and cis for R> = Me.
In the dissymmetrical series the electronic
behaviour evidences that the combination
of pyridyl and imidazolyl rings allows the
generation of an intermediate ligand field
suitable for spin crossover.
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Magnetic and Mdssbauer Properties of Fel!
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sessing 2-Pyridyl and 1-R-Imidazol-2-yl
Rings
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Spin crossover / Magnetic properties /
Maossbauer spectroscopy

Elemental palladium can be oxidized by
selenic acid at elevated temperatures to
form Pd(SeO;), Pd(SeO,), or Pd(Se,Os),
depending on the reaction conditions.
These compounds are the first oxoselenates
of a platinum-group metal.

Y

Oxoanionic Palladium Compounds

A. Arndt, M. S. Wickleder* ... 4335-4339

Pd(SeOs3), Pd(SeO,), and Pd(Se,Os): The
First Palladium Oxoselenates
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L = DOTA-(amide),

The stabilities of the lanthanide(III)
DOTA-(amide), complexes are several
orders of magnitude lower than the stabilit-
ies of the corresponding [Ln(DOTA)]™
complexes. The formation rates of the
[Ln{DOTA-(MeAm),}]>" complexes pro-
ved to be slow, following second-order

reaction kinetics. The rates of acid-cata-
lyzed  dissociation of  [Eu{DOTA-
(MeAm),4}]** complexes, however, are also
quite slow, which suggests that these com-
plexes may ultimately prove suitable for in
vivo applications.
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Synthesis and Characterisation of Semi-
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A variety of heterodinuclear borylene com-
plexes was obtained from the reaction of
[(OC)sMo=B=N(SiMes),] with [M(PCys3),]

(M = Pd, Pt). Structural studies and DFT
computations revealed that the borylene
ligand adopts a semi-bridging position.
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M. Debbabi* .......cccovveeviveeeneen 4357—4363
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Organosilyl Derivatives of Polyoxometal-
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R’ = Et, iPr, OtBu, Ph; R = fBuand R’ =
Me) — The X-ray Crystal Structure of
(nBuyN),[NbW;0,4SiPhj]

Keywords: Polyoxometalates / Organic—
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spectroscopy

The selective coordination of electrophilic
fragments {SiRR’,}* to the terminal
O(Nb) oxygen of the NbWs0,5°"
Lindqvist-type polyoxometalate leads to
the formation of organic—inorganic hy-
brids. These species are characterized by
multinuclear NMR, IR, and Raman spec-
troscopy. A single-crystal X-ray study of
(nBuyN),[NbW;0,9SiPh,] supports the
structure postulated on the basis of '3W
NMR study.
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The triply chlorido-bridged cation [{(R)-
binap},Ir,H,(u-Cl)s] " serves as a source of
mixed-ligand  compounds  [Ir(H)(Cl)-
(diamine){(R)-binap}]* that are otherwise
difficult to prepare. The use of such di-
amine/(R)-binap-containing Ir'"! complexes
as (pre)catalysts for the enantioselective
hydrogenation of acetophenone provides
optical yields close to those of established
Ru!! catalysts bearing identical ligands.
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Three ligand isomers, namely 2-amino-4,6-
bis(2-pyridyl)pyrimidine (L'), 2-amino-4-
(2-pyridyl)-6-(4-pyridyl)pyrimidine (L?), and
2-amino-4-(2-pyridyl)-6-(3-pyridyl)pyr-
imidine (L?), are synthesized and employed
in the copper(l) cyanide system. A novel
2D corrugated layer [Cu,(CN),L'], (1),
ID zigzag chains [CuCNL?], (2) and

20 sheet

[CuCNL3], (4), and a 2D sheet
[Cus(CN);L3], (3) are successfully synthe-
sized and their structures determined by
single-crystal X-ray diffraction. These com-
plexes demonstrate the tuning effect of the
ligand isomerism upon the dimensionalities
and motifs of the crystal structures.
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The Tuning Effect of 2-Amino-4,6-dipyrid-
ylpyrimidine Isomers on the Structural Di-
mensionalities and Motifs of Copper(I)
Cyanide Complexes
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The acceptor molecules SO,, S,0, S, and
SOCI, react with NH; and NMes to form
donor—acceptor complexes that are most
stable in a polar environment with a high
dielectric constant. The interaction en-
thalpy and the S—N bond length of the
complexes are inversely related to each
other.
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