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COVER PICTURE

The cover picture shows the formation of coinage me-
tal (copper, silver, gold) complexes of ethylene sup-
ported by scorpionate ligands on an X-ray diffrac-
tion background (because the article focuses on the
structurally characterized molecules). Thermally
stable molecules containing bonds between coinage
metal atoms and ethylene are still rare but have
grown in number significantly over the last few
years. Tris(pyrazolyl)borate (commonly known as
scorpionate) ligands have played a major role in
this chemistry. Indeed, they have served as the
supporting ligands in the isolation of the first
ethylene adduct of all three coinage metal ions.
Most of the resulting complexes feature rc>-
bonded scorpionate ligands, while a few others
show rare x?-coordination (as depicted here, a
gold atom held by a scorpion with the scor-
pion’s tail up). Details are presented in the Mi-
croreview by H. V. R. Dias and J. Wu on p.
S09ff. H. V. R. D. gratefully acknowledges the
Robert A. Welch Foundation (grant Y-1289)

for providing financial support for his
research.
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Thermally stable Cu', Ag', and Au' com-
plexes of ethylene are limited and get in-
creasingly sparse as one descends the group
11 triad towards gold. Recently, there have
been some notable developments in this
field, including the isolation of coinage-
metal adducts with more than one ethylene
molecule on a metal center. This article fo-
cuses on such adducts that have been syn-
thesized and characterized by X-ray crys-
tallography.
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Platinum-Salen Complexes

X. Lii, W.-Y. Wong,
W.-K. Wong* .....cccovvueieviirnnecnnnne 523-528

Self-Assembly of Luminescent Platinum-
Salen Schiff-Base Complexes

Keywords: Platinum / Schiff bases / Photo-
luminescence / Self assembly

The hydrogen-bonding interactions from
two different solvate forms of the plati-
num(Il) MeO-salen Schiff-base complex
together with various coordination bonds
were shown to induce the self-assembly of
such transition-metal Schiff base systems
and the formation of 3-D heterometallic
structures.
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P. Bergamini,* E. Marchesi, V. Bertolasi,
M. Fogagnolo, L. Scarpantonio,

S. Manfredini, S. Vertuani,
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New Coordination Modes of L-Ascorbic
Acid and Dehydro-L-ascorbic Acid as Di-
anionic Chelating Ligand for Platinum

Keywords: Ascorbic acid / Dehydroascorbic
acid / Platinum / Antitumour agents / Drug
delivery / Drug design

A variety of coordination modes of L-
ascorbic acid as an anionic bidentate ligand
to Pt'' are described, including the new
mode as a O5,06-diolate chelating ligand.
The first platinum complex containing de-
hydro-L-ascorbic acid and its X-ray crystal
structure are reported. Its antiproliferative
activity in vitro was found to be superior to
cisplatin on both a cisplatin-sensitive and a
cisplatin-resistant cell line.
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The Hg-substituted type-I clathrates
AgHg,Sny; (A = K, Rb or Cs) crystallize in
the cubic space group Pm3n and constitute
diamagnetic, charge-balanced Zintl phases
without homogeneity range. Differential
thermal analyses show that the stability of
the title compounds increases significantly
with increasing size of the encaged alkali-
metal atoms.
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T. F. Fassler® ....cocccovvivvnecnnncnnns 538—542

Synthesis and Crystal Structure of Mer-
cury-Substituted Type-1 Clathrates
AgHg4Sn4 (A = K, Rb, CS)
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tained by the reactions of methylhydrazine Me\\ l’[ / | _Me M. Steinmetz .......ccceevereereueennene 543—-551
with the trimethyl compounds of alumi- Me /I"\N/ I"\ Me
num, gallium, and indium: a simple adduct N—NH ‘ NH—N Different Reactivity Patterns in the Reac-
Me;Ga<N(H)(Me)—NH,, a sesqui com- H \ln/ \In/ H tions of the Homologous Trimethylelement
pound (Me,Al);[u-NH—N(H)Me]sAl to- Me// Jk \ Me Compounds EMe; (E = Al, Ga, In) with
gether with its dissociated dinuclear form, ¢ Me Methylhydrazine
and bicyclic compounds of the general
composition (EMe,),(HN—NMe)[N(H)— Keywords: Aluminum / Gallium / Indium /
N(H)—Me)], (E = Ga, In). Hydrazides / Heterocycles
Allenic Ligands
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R', R? = Me, $Bu, Ph
Allenic bipyridines are novel, axially chiral
ligands for transition metal catalysis. They
form 1:1- or 2:2 complexes with Cu™ and

M = Cu*, Ag*
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Ag™ ions that were characterized in solu-
tion and in the solid state.

Synthesis and Complexation Properties of {Q

Allenic Bipyridines, a New Class of Axially
Chiral Ligands for Transition Metal Ca-
talysis

Keywords: Allenes / Axial chirality /
Bipyridines / Catalysis / Transition metal
complexes

Strong intermolecular Cx,y;—H agostic in-
teractions have been observed for a steri-
cally engineered Yb!" amidopyridine com-
plex. The compound could only be stabi-
lized in a small steric and synthetic “win-

dow” because small variations of the li-
gand’s bulkiness and the synthetic pro-
cedure result in a drastically different
chemistry.

Agostic Interaction

S. Qayyum, K. Haberland, C. M. Forsyth,
P. C. Junk, G. B. Deacon,*

R. Kempe* 557-562

Small Steric Variations in Ligands with
Large Synthetic and Structural Conse-
quences

Keywords: Agostic interactions / Amido-
pyridine ligands / Aminopyridinato li-
gands / N ligands / Ytterbium
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Presence of Reducing Agent
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The synthesis, characterization and excep-
tional activity of Cu(TPMA)Br and
[Cu(TPMA)Br][Br] complexes in ATRA
reactions of polybrominated compounds to
alkenes in the presence of reducing agent
(AIBN) was reported.
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Suzuki Aryl Coupling Catalysed by
Palladi-um Bis(phosphane) Pincer Com-
plexes Based on Ferrocene; X-ray Struc-
ture  Determination of  {PdCI[{2,5-
(tBuPCH)CsH} Fe(CsHs)]}OTE
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Palladium P,C,P pincer complexes 1—3 cat-
alyse Suzuki aryl coupling under homo-
geneous conditions as well as in multiphase
systems (triphase system: organic/Aliquat

pa—Cl
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336/aqueous solvent); the X-ray structure
of complex 3, in which the iron atom is oxi-
dised, has been determined and compared
with that of its neutral precursor 2.
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M. R. Maurya,* U. Kumar, I. Correia,
P. Adao, J. Costa Pessoa ............ 577—587

A Polymer-Bound Oxidovanadium(IV)
Complex Prepared from an L-Cysteine-De-
rived Ligand for the Oxidative Amination
of Styrene
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The oxidovanadium(IV) complex, PS-[VO-
(sal-cys))DMF], has been prepared from
polystyrene-bound ligand PS-Hsal-cys,
characterized, and used for the oxidative

PS-[VO(sal-cys)-DMF]

amination of styrene, in mild basic con-
ditions, with secondary amines (diethyl-
amine, imidazole, and benzimidazole).
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Sr;MReOg (M = Ni, Co, Zn) Double Per- £ 554 symmetry. The magnetic structures of
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ent arrangements of the Ni** and Co*"
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The reactions of tris(4-methylpiperazin-1-
yl)phosphane, P(NC4HgNMe); (1) with
Group 10 and 11 metal derivatives are de-
scribed. The formation and crystal struc-
tures of tetranuclear CuyX4 cubane-type
complexes and a two-dimensional Ag'CN
polymeric sheet are reported. The catalytic
utility of 1 in Suzuki cross coupling reac-
tions of aryl bromides with phenylboronic
acid is also described.
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Tris(4-methylpiperazin-1-yl)phosphane, P-
(NC4HgNMe);: Synthesis, Structural Stud-
ies, Group 10 and 11 Metal Complexes and
Catalytic Investigations
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metal complexes / Cubane-like structure /
Homogeneous catalysis / C—C coupling

Five new zinc(II) halide coordination com-
pounds with 2-chloroprazine as ligand were
prepared and were structurally charac-
terized and investigated for their thermal
reactivity. It is shown that the same ligand-
deficient intermediates are independently
prepared if the pure 2-chloropyrazine com-
plexes or the mixed 2-chloropyrazine/water
complexes are decomposed.
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Thermal Behavior of Zn Complexes

G. Bhosekar, 1. JeB, N. Lehnert,
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Synthesis, Crystal Structure and Thermal
Reactivity of [ZnX(2-chloropyrazine)] (X =
Cl, Br, I) Coordination Compounds

Keywords: Coordination compounds / Syn-
thesis / Crystal structure / Thermal reacti-
vity / Zinc / Halides

DFT calculations have been carried out to
investigate the in vacuo structures of six
different Cu(3-Clip-Phen) complexes. It has
been found that the length of the bridge
connecting the two phenanthroline ligands
is crucial for the consequent copper ge-
ometry. In addition, the cleavage ability of
these complexes is associated with their co-
ordination environment.
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P. de Hoog, M. J. Louwerse, P. Gamez,
M. Piti¢, E. J. Baerends, B. Meunier,
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Influence of the Copper Coordination Ge-
ometry on the DNA Cleavage Activity of
Clip-Phen Complexes Studied by DFT

Keywords: 3-Clip-Phen / DNA cleavage /
Design / DFT / Reorganization energy

The new compounds, [Cp*Ir(PTA)CL,] (1)
and [Cp*Ir(PTA),CI|CI (2), have been syn-
thesised and characterised in solution and
the solid state. Complex 2 operates as a
pre-catalyst in the hydrogenation of hydro-
gen carbonate in aqueous solution, the
catalytically active [Cp*Ir(PTA),H]* has
been identified.
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(Pentamethylcyclopentadienyl)iridium-PTA
(PTA = 1,3,5-Triaza-7-phosphaadaman-
tane) Complexes and Their Application in
Catalytic Water Phase Carbon Dioxide
Hydrogenation
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The syntheses and structures of two novel
manganese—organic compounds, [Mn(2-
atp)(bipy-eta)o 5], and {[Mn(tp)(bipy-eta), s}
2H,0},, are described. The experimental
results indicate that variations in the mo-
lecular self-assembly are influenced by the
substituted group in the bridging ligands.
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