Eur|IC

European Journal
of Inorgariic Chemistry

The EUChemSoc Societies
have taken the significant
step into the future by merg-

s fc
* V\ S ing their traditional journals,
V* <= to form two leading chemistry

¥ FRANCE

HUNGARY ITALY GERMANY GREECE

BELGIUM journals, the European Jour-
Wy ' 7 g nal of Inorganic Chemistry and
E L EUChemSoc the European Journal of Or-
% 0 ganic Chemistry. Three further
 SWEDEN czech Repuslic EUChemSoc Societies (Austria,

Czech Republic and Sweden) are

{% & . _
- Ry Q KN:V Associates of the two journals.

S Bt M

COVER PICTURE

The cover picture shows a water pipe (wire-frame
representation in blue), constructed solely from sol-
vent water molecules that are present in the crystal
lattice of an organic—inorganic hybrid compound
[Cu,(phen),(CH;COO)(CH3;COOH)(H,0),][Al-
(OH)¢Mo04g015]-28H,0. The supramolecular inter-
actions of the water pipe with its surrounding
(that includes a heteropolyanion, [Al(OH)e¢-
Mo¢Os]*~, shown as red polyhedra and a cop-
per dimeric complex, shown as magenta ball-
and-stick models) stabilise the compound so
that it can be observed crystallographically. The
background depicts the unit-cell packing of the
water pipes in the relevant crystal. Details are
described in the Short Communication by

S. K. Das et al. on p. 231{f. The artwork was
designed by Ms. Sabbani Supriya.
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Paramagnetic (Alkene)Rh and (Alkene)lr
Complexes: Metal or Ligand Radicals?
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Paramagnetic alkene rhodium and iridium
complexes reveal features of both metallo-
radicals and ligand radicals. This dual-
mode behavior is reflected by their high
and diverse reactivity, as discussed in this
review.
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A Water Pipe Held Up by a Polyoxometal-
ate Supported Transition Metal Complex:
Synthesis and Characterization of [Cu,-
(phen),(CH;COO)-(CH;COOH)(H,0),][Al-
(OH)sMo40,5]-28H,0O
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ate dimer / Crystal structure / Lattice
waters / Hydrogen bonds / Supramolecu-
lar chemistry

A water pipe, shown in wire-frame represen-
tation, is constructed by hydrogen-bonding
interactions solely from solvent water mol-
ecules that are present in the crystal lattice
of an inorganic—organic hybrid compound,

[Cus(phen),(CH;COO)(CH3;COOH)(H,0),]-
[AI(OH)sMo06O5]:28H,0. This is a unique
example of a water tube, observed crystal-
lographically in a polyoxometalate-based
hybrid material.
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Formation of a Dative Bond Between Pt’
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Complexes, Mo',Pt%(pyphos)4(PR3),, and
Unique 1,4-Oxidative Addition Reaction of
Diaryl Disulfides Giving Mo',Pt!,(py-
phos),(SAr), (pyphos = 6-Diphenylphos-
phanyl-2-pyridonato)
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1.4-Oxidative Addition Product

The addition of diaryl disulfides to the
Pt%--Mo!' datively bonded Pt°—Mo''—
Mo!'—Pt® complex 4a afforded dithiolate
Pt! complexes Mo,Pt,(SAr),(pyphos), (5)
by 1,4-oxidative addition.
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Oxidative coupling of the 1,2-diselenolato-
1,2-dicarba-closo-dodecaborane(12) dianion
gives the cyclic eight-membered bis(diselane)
with annellated carborane moieties. This
tetraselenide reacts with ethenebis(triphenyl-
phosphane)platinum(0) by oxidative ad-
dition to give the platinum(Il) complex,

which contains the chelating 1,2-diselenol-
ato-1,2-dicarba-closo-dodecaborane(12)  li-
gand. The molecular structures of the tetra-
selenide and the Pt'' complex were deter-
mined by X-ray analysis, and by 'H, 13C, 3'P,
77Se and '>>Pt NMR spectroscopy in solu-
tion.

Tetraselenide Oxidative Coupling

B. Wrackmeyer,* Z. Garcia Hernandez,
R. Kempe, M. Herberhold ......... 239—-246

Novel 1,2-Dicarba-closo-dodecaborane(12)
Derivatives of Selenium

Keywords: Carboranes / Selenium / Plati-
num / Oxidative addition / NMR spec-
troscopy
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The construction of multimetallic systems

achieved by using a simple building-block

Multimetallic Systems

S. D. Robertson, A. M. Z. Slawin,
J. D. Woollins .....ccevveeeeeeeeruenenne 247-253

Constructing Multimetallic Systems with
the Naphthalene-1,8-bis(thiolato) Ligand

Keywords: Sulfur ligand / Multimetallic
systems / Gold / Bridging ligands / X-ray
structure

from sulfur donor ligands can be approach.
Dissociation of P=C Ylidec Bonds
PPh,R
- e _
Mes—C—N=C(CF3), Mes—C—N=C(CF3), + PP;ZR 1. Shevchenko,* A. Rogalyov,
1 2 A. B. Rozhenko,
Phosphorus  ylides 1 [R = Ph, give carbene 2 and phosphanes 3. Carbene G.-V. Roschenthaler ..........ccoc. 254-258

Ph,P(O)CH,] in solutution undergo revers-
ible dissociation of the P=C ylidic bond to

2 can be trapped as carbene or as meso-
meric nitrile ylide.

Dissociation of the P=C Ylidic Bond

Keywords: Ylides / Carbenes / Phos-
phanes / Density functional calculations
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Oxidation of Phosphanes with Orthoqui-
nones: An Unusual Decomposition of an
Unexpectedly Stable Zwitterion

Keywords: Ylides / Phosphanes / Zwit-
terions / Carbodiphosphorane

_ NC—CH,
(CFy),CH

Oxidation of the appropriate phosphane
with tetrachlororthobenzoquinone gives
unexpectedly stable zwitterion 1 which un-
dergoes an unusual decomposition into
symmetrical carbodiphosphorane 2 and
hexafluoroisovaleronitrile.

Sarcophagines

J. M. Harrowfield, G. A. Koutsantonis,*
H.-B. Kraatz, G. L. Nealon,

G. A. Orlowski, B. W. Skelton,
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Cages on Surfaces: Thiol Functionalisation
of Co"" Sarcophagine Complexes

Keywords: Sarcophagine / Amino acids /
Disulfides / Cobalt / Self-assembled mono-
layers / Electrodeposition

New cage cobalt complexes with oligopep-
tide tethers have been immobilised on Au
surfaces via terminal mercaptoethylamide
units. Their electrochemistry on the surface
and of the untethered complexes in solu-
tion have been investigated.

Ionic Liquids

D. Zhao, Z. Fei, W. H. Ang, R. Scopelliti,
P. J. Dyson® ......ceiiiiineiiiiiineenns 279-284

Thiocyanate Functionalised Ionic Liquids:
Synthesis, Characterisation and Reactivity

Keywords: Ionic liquids / Thiocyanate /
Palladium complexes / Imidazolium salts

A series of novel thiocyanate functionalised
ionic liquids based on the 1-thiocyanometh-
yl-3-methylimidazolium cation was prepa-
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b

red. Their solid-state structures were investi-
gated, including their reactivity with pal-
ladium(II) chloride under acidic conditions.

Lithium Rare Earth Polyphosphates

J. Zhu, W.-D. Cheng,* D.-S. Wu, H. Zhang,
Y.-J. Gong, H.-N. Tong,

D. Zhao 285-290

A Series of Lithium Rare Earth Polyphos-
phates [LiLn(PO3)4] (Ln = La, Eu, Gd) and
Their Structural, Optical, and Electronic
Properties

Keywords: Density functional calculations /
UV/Vis spectroscopy / Rare earths / Phos-
phates

A series of lithium rare earth polyphos-
phates LiLn(PO,), (Ln = La, Eu, Gd) crys-
tallizes in the monoclinic space group C2/c¢
with Z = 4. Their unit-cell parameters de-
crease as the ionic radius of Ln3" decreases
(La’>™ > Eu’* > Gd*"). In the structure,
both (PO4)’~ zig-zag chains and infinite
chains formed by the alternative connection
of LnOg polyhedra and LiO, tetrahedra run
parallel to the b-axis.
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The synthesis and structural and spectro-
scopic charaterisation of some lanthanoid p-
aminobenzoates and their bipyridine, 1,10-
phenanthroline or terpyridine adducts are
presented. Incorporation of the lanthanoid
p-aminibenzoates into polyurethane com-
posites and the luminescence properties of
these materials are also reported.
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T. Fiedler, M. Hilder, P. C. Junk,*
U. H. Kynast, M. M. Lezhnina,*
M. Warzala ......cccceevvvveinvicnnnenes 291-301

Synthesis, Structural and Spectroscopic
Studies on the Lanthanoid p-Aminoben-
zoates and Derived Optically Functional
Polyurethane Composites

Keywords: Luminescence / Lanthanoids /
Polyurethane composites / Carboxylates

Water-soluble, stable and easily synthesiz-
able 1:4 complexes of rare-earth ions with 8-
hydroxy-5-nitroquinolinate  ligands have
been prepared. These complexes can be sen-
sitized by visible light with wavelengths up
to 480 nm and show near-infrared emission
in aqueous solution.

Near-Infrared Emitters

R. Van Deun,* P. Fias, P. Nockemann,
K. Van Hecke, L. Van Meervelt,
K. Binnemans .......ccccceevevierinnnens 302—-305

Rare-Earth  Nitroquinolinates:  Visible-
Light-Sensitizable Near-Infrared Emitters in
Aqueous Solution

Keywords: Rare earth metals / Lumi-
nescence / Chelates / N,O ligands / Sensing

Phosphane oxide complexes of dioxidotung-
sten(VI), [WO,X,(OPR3),] (X = Cl or Br),
have been prepared under anhydrous con-
ditions from WX4 and (MesSi),O in
CH,Cl,, followed by addition of OPR;. The
difluorido-dioxido  complexes [MO,F,-
(OPRj3),] (M = Mo or W) have been pre-
pared by fluorination of the corresponding
chlorido complexes with Me;SnF in
CH,Cl,.

Tungsten Chemistry

M. F. Davis, W. Levason,* R. Ratnani,*
G. Reid,* T. Rose, M. Webster .. 306—313

Synthesis and Characterisation of WV!
Complexes of Phosphane Oxide Ligands,
[WO,X,(OPR3),] (X = F, Clor Br; R = Me
or Ph), and of the [MoO,F,(OPR3),]

Keywords: Tungsten / Molybdenum / Phos-
phane oxide / Crystal structures / Fluoride

DFT-supported experimental results sug-
gest that the valence formulation of [Ru-
(trpy)(CI)(LY?)]" (17/2%) can be best inter-
preted as spin-coupled Ru'™—Lg, with a
minority contribution from the diamagnetic
Ru'~L, state and the involvement of
d(Ru)- and (L)-based frontier orbitals,
respectively, in the successive oxidation pro-
cesses and preferential involvement of Ru-
based orbitals in the first reduction step.
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Valence-State Distribution in the Ru-
thenium o-Quinonoid Systems [Ru(trpy)-
(CD(LH]" and [Ru(trpy)CH(LI]* (L! = o-
Iminobenzoquinone, L? = o-Diiminobenzo-
quinone; trpy = 2,2":6',2"'-Terpyrid-
ine)
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Bonding Properties Related with Chiral
Discrimination in Dinuclear Metal Com-
plexes of Group 10

Keywords: Ab initio calculations / Coordi-
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Homo- and heterochiral complexes formed
by hydrazine, a metal atom of group 10,
and halogen atoms have been studied by
means of DFT, NBO and QTAIM meth-
ods.

Bis(phosphonate) Complexes

V. Kubicek,* J. Kotek, P. Hermann,
I. Luke$ 333—-344

Aminoalkylbis(phosphonates): Their Com-
plexation Properties in Solution and in the
Solid State
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Acid—base and complexation properties of
(aminoalkyl)bis(phosphonates) were stud-
ied by potentiometry. The crystal structures
of the ligands, determined by X-ray diffrac-
tion analysis, show a different degree of
protonation. Dimeric units of the Cu’"
complex of pamidronate in the solid state
form a coordination polymer with a short
metal —metal distance.
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Three Novel Functional Cd" Dicar-
boxylates with Nanometer Channels:

Hydrothermal Synthesis, Crystal Struc-
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Keywords: Carboxylate / Supramolecular
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Three novel functional cadmium(II) dicar-
boxylates were obtained by the skilful com-
bination of carboxylate, the other coligands
and cadmium nitrate. Their luminescent
properties were also changed by the coordi-
nation modes.
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