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Adaptable coordination modes of conju-

gated 1,3-diene: uniqueness of s-trans coor-
dination

In this contribution, we briefly review the
general aspects of the mononuclear s-trans
diene complexes including the recent results.

@ @7
Mo~
\H Q/ \/\l %
M_Zr,Hf M=Nb, Ta
atmimal
0O-Ru-0 HaN—RU—NHgz
(o 0/ HsN" NHg

Regular Papers

Zhenfeng Xi, Guohua Gao, Martin Kotora,
Tamotsu Takahashi

J. of Organomet. Chem. 663 (2002) 13

Zirconocene mediated cyclization and iso-
merization of 1,3,6-heptatriene

Cyclization of  1,3,6-heptatrienes  with
Cp,ZrBu, at room temperature for 1 h af-
forded predominantly trans-dimethylcyclo-
pentenes after hydrolyis. When the mixture
was stirred for 48 h, cis-dimethylcyclopen-
tenes were obtained with high selectivity
after hydrolysis.
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Miguel Yus, Diego J. Ramon,
Inmaculada Gomez
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Lithiophenylalkyllithiums: new dilithium re-
agents having both sp> and sp’>-hybridised
remote carbanionic centres

The use of a naphthalene-catalysed lithia-
tion process let us to obtain dilithiated spe-
cies, bearing the carbanionic centre on re-
mote sp> and sp>-hybridisation carbon
atoms, which were trapped by reaction with

different carbonyl compounds to afford the
expected diols. The whole process may be
seen as a double homologation of the ap-
propriate alcohols through the preparation
of dihalogenated material, lithiation of di-
halogenated system, reaction of organo-
lithium intermediate with carbonyl com-
pounds and final hydrolysis. The
homologation can be a sequential or simul-
taneous two-directional process depending
on the starting halogenated material used,
as well as the lithiation methodology cho-
sen.
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Victorio Cadierno, Pascale Crochet,
Joaquin Garcia-Alvarez,
Sergio E. Garcia-Garrido, José Gimen

J. of Organomet. Chem. 663 (2002) 32

Neutral and cationic (n°-arene)-rutheniu-
m(II) complexes containing the imi-
nophosphorane—phosphine ligand Ph,P-
CH,P(=N-p-CsF4N)Ph,: influence of the
arene ring in catalytic transfer hydrogenation
of cyclohexanone

The synthesis and catalytic activity in trans-
fer hydrogenation of cyclohexanone by pro-
pan-2-ol  of  ruthenium(Il) complexes
[Ru(n®-arene)Cl, {k '-P-Ph,PCH,P(=N-p -
CsF4;N)Ph,}] and [Ru(n®-arene)Cl{k>-P,N-
Ph,PCH,P(=N-p-CsF4N)Ph,}][SbF¢] (are-
ne = C6H6, l-iPr-4-C5H4Me, 1,3,5-C6H3-
Meg, 1,2,3,4-C5H2MC4, 1,2,4,5-C(,H2Me4,
C¢Meg) is reported.
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J. of Organomet. Chem. 663 (2002) 40

The first anionic arenediethynylgold(I) com-
plexes

Synthetic methods for the preparation of
mono-, di-, tri- and polyanionic alkynylgol-
d(I) complexes derived from diethynylarenes
are reported.
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Cross-coupling reactions with boronic acids

in water catalysed by oxime-derived pallada-
cycles

Oxime-derived palladacycles are a robust
source of palladium for the Suzuki coupling
of aryl chlorides and bromides with aryl-
and alkylboronic acids under aerobic condi-
tions in refluxing water or in aqueous
methanol at room temperature. These pre-
catalysts are also efficient in the cross-cou-
pling of benzylic and allylic chlorides or
acetates with arylboronic acids in aqueous
acetone at room temperature.
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Mario Hiittenhofer, Armin Weeber,
Hans-Herbert Brintzinger
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Mechanisms of Sn-to-Zr cyclopentadienyl
transfer in the formation of Me,Si-bridged
zirconocenes from sila-stanna-tetrahydro-s-
indacenes

Cyclopentadienyl rings are transferred from
Sn(IV) to Zr(IV) centers predominantly un-
der inversion but partly also under reten-
tion at both of their metal-bound C atoms.
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Agustin Lara-Sanchez, Antonio Rodriguez,
David L. Hughes, Mark Schormann,
Manfred Bochmann

J. of Organomet. Chem. 663 (2002) 63
Synthesis, structure and catalytic activity of

new iminophenolato complexes of scandium
and yttrium

2-Iminophenols  react with  M(CH,Si-
Mes)3(THF); (M =Sc or Y) to give five-co-
ordinate M(CH,SiMes),(THF)(L). While
the scandium compounds are stable, the yt-
trium derivatives undergo slow ligand rear-
rangement, depending on the nature of the
nitrogen substituents. The scandium com-
plexes are efficient catalysts for the ring-
opening polymerisation of e-caprolactone.

H—
S
N_
T
o
g 3

@)

\ \ \\\CstiMe3
SC.M\ W\

| \CH28|M63

Timothy J. Davis, Patrick J. Carroll,
Patrick J. Walsh
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Synthesis and X-ray structures of (biphenox-
ide)Ti species: four and five coordinate com-
plexes that crystallize as mixtures of
diastereomers

A set of novel Ti(IV) crystal structures is
described, where two diastereomers crystal-
lize in a 1:1 ratio in the unit cell. The achir-
al ligand 4,4",6,6'-tetra-tert -butyl-2,2’-biphe-
nol reacted with chiral Ti(IV) complexes
Ti(Oi-Pr),(OR*), to give (biphenoxi-
de)Ti(OR*), as a mixture of diasteriomers.
These diastereomers were crystallized to
give four and five coordinate titanium com-
plexes as a 1:1 mixture of diasteriomers.

Carlos C. Romio, Beatriz Royo
J. of Organomet. Chem. 663 (2002) 78
Mono-indenyl and cyclopentadienyl deriva-

tives of molybdenum(IV) with a 16 valence-
electron configuration

A series of half-sandwich molybdenum (IV)
complexes of the type (ringdMoCLX
[ring = cyclopentadienyl, n°-CsHs (Cp) or
indenyl n°-CoH; (Ind) and X =S,CNEt,,
S,P(OEt),, CH(NPh),, O,CCH; and acac]
have been synthesised and characterised by
elemental analysis, IR and '"H-NMR spec-
troscopy and magnetic susceptibility.
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Diego del Rio, Gabor Schubert, Imre Papai,
Agustin Galindo

J. of Organomet. Chem. 663 (2002) 83

Theoretical analysis of bis(ethylene) com-
plexes of molybdenum and tungsten

DFT calculations on trans-[M(CyHy)s-
(PH3)4] model complexes and the actual
trans-[IM(C,H,)>,(PMes))] (M =Mo, W)
compounds were performed. Experimental
structures were properly reproduced only
when the PMe; ligands were used. The low
PMe; dissociation energies calculated are in
agreement with the experimental results.
The comparison of PH; and PMe; data
corroborate the hypothesis that phosphine
dissociation has a steric origin.
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Charles P. Casey, Jon A. Tunge,
Maureen A. Fagan

J. of Organomet. Chem. 663 (2002) 91

Why propene is not polymerized by
(Cp*,YH),: reactions of yttrium alkyl com-
plexes with alkenes produce allyl and vinyl
yttrium complexes

Yttrium alkyl complexes react with C—H
bonds of alkenes to form either yttrium al-
lyl complexes or yttrium vinyl complexes.
The selectivity of the reaction of Cp*,YR
with C—H bonds is allylic CH3 > vinyl C—
H > allylic CH,. Propene is metallated by
Cp*,YR to give an n*allyl complex 2
which does not react further with propene.
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Miguel A. Usén, Jesas M. Llanos
J. of Organomet. Chem. 663 (2002) 98

Synthesis of Group 10 polyfluorothiolate
mono- and bi-nuclear complexes. Crystal
structures of [Ni(SC¢HF,),(dppe)], [(dppe)-
Ni(u-SCeHF4),Pd(CgF's)>] and [(dppe)Ni(p-
SCeF3),Pd(CFs)s]

Homologous complexes containing the pen-
tafluorothiophenolate or p-tetrafluorothio-
phenolate ligands show very different inter-
facial m—m interactions between aromatic
rings.

Raquel de la Cruz, Pablo Espinet,
Ana M. Gallego, Jose M. Martin-Alvarez,
Jesiis M. Martinez-Ilarduya

J. of Organomet. Chem. 663 (2002) 108
Structural and dynamic studies in solution of

anionic dinuclear azolato-bridged palladiu-
m(II) complexes

Detailed analysis of the "F-NMR spectra
of the boat-shaped complexes (NBuy),[Pd,-
(u-azolate),Ry4] (R = 3,5-C(Cl,F3) and a sin-
gle-crystal X-ray structure of HT-(NBuy),-
[Pd>(p-indz),R,4] afford valuable structural
information. The substituents of the azolate
ligands, which reduce the dihedral angle be-
tween the coordination planes of the two
metals, place the endo F,., of different
PdR, fragments at short distances. The
study of the dynamic processes for these
complexes reveals the involvement of differ-
ent mechanisms.

Agustin Caballero, Félix A. Jalon,
Blanca R. Manzano, Mathieu Sauthier,
Loic Toupet, Régis Réau

J. of Organomet. Chem. 663 (2002) 118

A study of the coordination ability of 2,5-
di(2-pyridyl)phospholes on Ru centres

A series of ruthenium complexes bearing 1-
phenyl-2,5-di(2-pyridyl)phosphole were pre-
pared. The phosphole ligand acts as an 1,4-
P,N chelate ligand in all cases and in sev-
eral examples only one of the possible dia-
stereomers was formed. The structural de-
pendence in the formation of a weak
dihydrogen bridge was demonstrated for
one of the complexes.

X=Cl;R= ne-p-cymene, nG-CGMes, n=1
n3-CsHs, n°-CsMes.
X = -2 3-cycloocten-1-yl; R = n®-CgMes, n=0
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J. Roman Torres-Lubian,
M. Esther Sanchez-Castro,
Patricia Juarez-Saavedra,
Javier Hernandez-Martinez,
Barbara Gordillo-Roman,
M. Angeles Paz-Sandoval

J. of Organomet. Chem. 663 (2002) 127

Reaction of Cp*RuCl(PPhs), with dioxygen
and formation of a neutral complex Cp*Ru-
CI(O,)(PPh;)

Reaction of Cp*RuCl(PPh;), (1) with atmo-
spheric oxygen leads to neutral Cp*Ru-
CI(O,)(PPh3) (2). The activated oxygen mo-
lecule, afforded fulvene compound [{n®-
C5MC4CH2)RUC12}2] (4), along with OPPh';,
or oxidation of the phosphite L = MeO-
P[(OCHMe),CH,] to the corresponding
phosphate, along with formation of the
mono- and disubstituted Cp*RuCl(PPh;)(L)
(5), Cp*RuCl(L), (6) and [Cp*Ru(PPhj)-
(L),]CI (7) complexes. Structural informa-
tion of 5 and 6 derivatives has been ob-
tained by X-ray diffraction.

Lenka LukeSova, Michal Horacek,
Petr étépniéka, Karla Fejfarova,
Robert Gyepes, Ivana Cisafova,
JiFi Kubista, Karel Mach

J. of Organomet. Chem. 663 (2002) 134

Synthesis and crystal structures of thermally
stable titanocenes

Reduction  of  titanocene  dichlorides
[TiCly(n’-CsMesR),], where R =Si-
Me,CH,CH,Ph (3), SiMe,Ph (4), and Si-
MePh, (5) with magnesium in THF pro-
ceeds via the respective titanocene
monochlorides [TiCl(n’-CsMe4R),] (6-8) to
afford finally the thermally stable titano-
cenes, [Ti(n*-CsMe4R)5] (9-11). As revealed
by X-ray crystallography, titanocenes 9 and
11 possess bent metallocene structures with
the cyclopentadienyl rings tilted at an angle
of 9.8(1) and 14.4(2)°, respectively.

R = SiMe2CH2CH2Ph (9)
Ti SiMe2Ph (10)

SiMePhg (11)
R

cyclopentadienyl-ring tilt: 9, 9.8(1); 11, 14.4(2)°.

Aurora Castro, Peter M. Maitlis,
Michael L. Turner, Brian E. Mann,
Harry Adams

J. of Organomet. Chem. 663 (2002) 145
Proton induced coupling reactions in dinuc-

lear o-alkynyl-p-methylene-rhodium com-
plexes

Complexes [(CsMesRh),(n-CHy)x(CoCeHy-
X),] react with acids to give the unexpected
products syn- and anti-[(CsMes),Rh,{p-
n°.n% - {XC¢H4CH(CH,)CC(CH,)CHC4H,-
X}[BF4l2, (X =H and p-Me). An X-ray de-
termination of the syn-p-tolyl complex
showed it to contain a hydrocarbon skele-
ton of two linked n>-allylbenzenes; spectro-
scopy showed that similar hydrocarbon ske-
letons were in the other complexes.

Halikhedkar Aneetha,
Manuel Jiménez Tenorio,
M. Carmen Puerta, Pedro Valerga

J. of Organomet. Chem. 663 (2002) 151

Ruthenium hydrides bearing SbPh; and
AsPhj ligands: characterization of the bis(di-
hydrogen) complexes [Cp*Ru(H,),(EPh3)] ™
(Cp* = CsMes; E =Sb, As)

The protonation of the trihydrides [Cp*Ru-
H;(EPh;)] (E =Sb, As) with HBF,-OEt, in
CD,Cl, at —80 °C afforded the corre-
sponding bis(dihydrogen) complexes
[Cp*Ru(H,),(EPh3)][BF4], which were char-
acterized in solution by 7 and ! Jup mea-
surements. Protonation of the monohydride
[Cp*RuH(SbPhs),] at —80 °C yields the di-
hydrogen complex [Cp*Ru(H,)(SbPh;),]-
[BF4], which rearranges to its dihydride tau-
tomer [Cp*RuH,(SbPhs),][BF4] when the
temperature is raised.

_

CH,Cly, -80°C Ruith
PheE / 2 H

PhsE™ H
H
H

E=Sb, As

2y
<

Eay]

sy




xii

Contents

Stefan Fokken, Frank Reichwald,
Thomas P. Spaniol, Jun Okuda
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Dialkyl titanium complexes that contain a
sulfur-linked bis(phenolato) ligand:

The structure of an olefin polymerization
catalyst precursor

Reaction of the dichloro complex [Ti-
(tbmp)Cly],  (tbmp = 2,2'-thiobis(2-zert -bu-
tyl-4-methylphenoxy) with methyllithium at
low temperature gave the unexpectedly ther-
mally robust, yellow dimethyl complex
[Ti(tbmp)Me,]. The reaction of the dichloro
complex with benzyl Grignard reagent in
pentane afforded the crystallographically
characterized dibenzyl complex [Ti(tbmp)-
(CH,Ph),] as a 1,4-dioxane adduct.
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José Vicente, Aurelia Arcas, Delia Bautista,
M. Carmen Ramirez de Arellano

J. of Organomet. Chem. 663 (2002) 164

Mono- and di-nuclear complexes of ortho-

Palladium and platinum complexes contain-
ing k*-C,N'-C¢H3(N=NC¢H,—Me-4')-2-Me-
5, x'-dppm, p-dppm, and/or k*-dppm have
been prepared. The new species include
mono- and di-, homo- and hetero-nuclear

palladated and -platinated 4,4’-dimethylazo- complexes.

benzene  with  bis(diphenylphosphino)-

methane. More data on transphobia

Vanessa Tabernero, Tomas Cuenca, Dicyclopentadienyl hydrazonide titanium R

Eberhardt Herdtweck
J. of Organomet. Chem. 663 (2002) 173

Hydrazonide titanium derivatives

Synthesis, characterization and catalytic ac-
tivity in olefin polymerization. Molecular
structure  of  [Ti(n’-CsH,4SiMe;)Cl(u-
N,CPhy)],

derivatives are prepared by reaction of
Monocyclopentadienyl hydrazonide tita-
nium complexes have also been synthesized
by the Ti—Cl bond aminolysis reaction of
Ti(CpR)Cl; with hydrazone [H,N-N=
CPh,] in the presence of amine. When an
excess of amine is used, the dinuclear com-
plex [Ti(CsH4SiMe3)Cl(n-N,CPh,)], or the
cyclopentadienyl-amido ~ derivative  Ti[n’-
CsH4(SiMe,—n'-NNCPh,)]Cl, could be pre-
pared, depending on the nature of the cy-
clopentadienyl substituent.
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Santiago Ciruelos, Angelino Doppiu,
Ulli Englert, Albrecht Salzer

J. of Organomet. Chem. 663 (2002) 183
New optically active ‘constrained-geometry’

cyclopentadienyl-phosphine ligands and their
metal complexes

Bidentate Cp-PR, ligands with a chiral lin-
ker induce high stereoselectivity at rhodium
on oxidative addition reactions with methyl
iodide.
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Martin Niehues, Gerald Kehr,
Gerhard Erker, Birgit Wibbeling,
Roland Frohlich, Olivier Blacque,
Heinz Berke

J. of Organomet. Chem. 663 (2002) 192

Structural characterization of Group 4 tran-
sition metal halide bis-Arduengo carbene
complexes MClyL,:

X-ray crystal structure analyses and DFT
calculations

Treatment of a series of ‘Arduengo car-
benes’ with the Group 4 metal halides ZrCl,
or HfCl, gave the trans-bis(carbene li-
gand)MCl, adducts that were characterized
by X-ray diffraction and a theoretical ana-
lysis (DFT). The carbene adducts form
moderately active ethene polymerization
catalysts when treated with methylalumox-
ane.

José Gimeno, Elena Lastra, César Madrigal,
Claudia Graiff, Antonio Tiripicchio

J. of Organomet. Chem. 663 (2002) 204

New ruthenium(II) complexes containing the
chiral ligand (4S)-2-[(S),)-2-(diphenylpho-
sphino)ferrocenyl]-4-(methylethyl)oxazoline
(FcPN). X-ray structures of mer —trans-
[RuCly,(dppm)(FcPN)]  (dppm = bis(diphe-
nylphosphino)methane) and cis-[RuCl,(CO)-
(py)(EcPN)]

Fac-mer isomerizations of octahedral ruthe-
nium (II) complexes [RuCly(dppm)(FcPN)]
are described to occur through a five-coor-
dinate intermediate [RuCl(dppm)(FcPN)]-
[C]] which is isolated as its hexafluorophos-
phate salt. Synthesis of carbonyl complex
[RuCl,(CO)(L)(FcPN)] (L=PPh;, py) and
[RuCI(CO)(dppm)(FcPN)][PF¢] are also de-
scribed. X-ray crystal structures of com-
plexes mer —trans-[RuCly(dppm)(FcPN)] (1)
and cis-[RuCly(CO)(Py)(FcPN)] (8) are re-
ported.

Eva Royo, Hans-Herbert Brintzinger
J. of Organomet. Chem. 663 (2002) 213
Mass spectrometry of polystyrene and poly-

propene ruthenium complexes. A new tool
for polymer characterization

Formation of organometallic ruthenium
allows observation of polystyrene ions with
M, =1430-135000 and of polypropene
ions with M, =2700-6100 by MALDI-
TOF-MS.

Gemma Barbera, Clara Viiias,
Francesc Teixidor, Georgina M. Rosair,
Alan J. Welch

J. of Organomet. Chem. 663 (2002) 221

Synthesis and characterisation of the exo-
nido molybdacarborane complex Mo(n-
C;3H;)(CO)y(7,8-u-SCH,CH,S-7,8-nido -
C,B9H (). Strong B-H-Mo 3-centre bond-
ing

Reaction of [7,8-u-SCH,CH,S-7,8-nido -
CoBoHyo]”  and  MoBr(n-C;Hs)(CO)x-
(MeCN), in THF affords the zwitterionic
exo-nido molybdacarborane complex Mo(n-
C;H5)(CO),(7,8-u-SCH,CH,S-7,8-nido -
C,ByH (), characterised by 'H- and ''B-
NMR spectroscopy and by a crystallo-
graphic study. Deprotonation of [7,8-p-
SCH,CH,S-7,8-nido-C,ByH ;0] ~ with Li-
N'Pr, followed by reaction with MoBr(n-
C;3;H;5)(CO),»(MeCN), affords Li[l,2-p-
SCH,CH,S-3-(n-C5Hs)-3,3-(CO),-3,1,2-clo-
$0-MoC,ByH,] for which 'H- and ''B-
NMR data are reported.
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Javier A. Cabeza, Ignacio del Rio,
Santiago Garcia-Granda,
Lorena Martinez-Méndez, Victor Riera

J. of Organomet. Chem. 663 (2002) 227

Carbonyl substitution chemistry of neutral
and cationic triruthenium cluster complexes
derived from 1,1-dimethylhydrazine.
Incorporation of two and three phosphane
ligands

The carbonyl substitution chemistry of the
hydrazido-bridged cluster compounds 1 and
2 with excess PPh; and dppm is described.
Di- and trisubstituted derivatives have been
isolated and characterized. The regiochemis-
try of the reactions is discussed and com-
pared with those of other related systems.
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Ricardo Castarlenas, David Sémeril,
Alfred F. Noels, Albert Demonceau,
Pierre H. Dixneuf

J. of Organomet. Chem. 663 (2002) 235
Allenylidene-ruthenium-arene precatalyst for

ring opening metathesis polymerisation
(ROMP)

The ruthenium allenylidene complex [RuCl-
(=C=C=CPh,)(PCy;)(p -cymene)][OTf] con-
stitutes an excellent precatalyst for the ring
opening metathesis polymerisation of nor-
bornene and cyclooctene. The activation of
the precatalyst by initial heating at 60 °C
generates a catalytic species that operates at
room temperature to polymerise cycloctene
in 90% yield.
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José M. Vila, Teresa Pereira,

Juan M. Ortigueira, Adriana Amoedo,
Maria Graiia, Gemma Alberdi,

Margarita Lopez-Torres, Alberto Fernandez

J. of Organomet. Chem. 663 (2002) 239

C-Br versus C—H bond activation in palla-
dium(II) cyclopalladated compounds.
Crystal and molecular structure of
[Pd{CsH4C(H)=NCy}(MeCOCHCOMe)]

Cyclometallation of 2-bromobenzylidenei-
mines with Pd(0) and Pd(II) salts proceeds
via activation of C—H or C-Br bonds, to
give mono-, di- or tetranuclear compounds.
The phosphine derivatives show trans N-—
Pd-P and C-Pd-P geometries.

Antoni Pietrzykowski, Piotr Buchalski,
Stanislaw Pasynkiewicz, Janusz Lipkowski

J. of Organomet. Chem. 663 (2002) 249

The activation of C—H bonds in internal
alkenes and dienes by {NiCp} species formed
in the reaction of nickelocene with alkali
metals

Nickelocene reacts with alkali metals and
internal alkenes or dienes forming variety
of organonickel products: m-allyl, alkene or
alkyne complexes and cyclopentadienylnick-
el clusters. Depending on the structure of
alkene different pathways of the reaction
occur: dehydrogenation of alkenes to al-
kynes, activation of C—H alkyl bond or in-
tramolecular stabilisation.
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Daniele Cauzzi, Claudia Graiff,
Marianna Marazzi, Giovanni Predieri,
Antonio Tiripicchio

J. of Organomet. Chem. 663 (2002) 256
Preparation of Ti(IV), Zr(IV) and Sn(IV)

metal alkyls containing the (Pr'0);SiCH,
fragment

By reaction of (Pr'0);SiCH,MgCl (RMgCl)
with Cp,TiCl,, Cp,ZrCl, and SnCly, the
stable metal alkyls Cp,TiCIR (1) Cp,TiR,,
Cp,ZrR, and SnRy, were obtained. The re-
activity of 1 versus Cl abstraction was in-
vestigated. The crystal structures of the new
compounds 1 and 2 (Cp,CITi—O-TiRCp,)
have been determined by X-ray diffraction.

Peter B. Hitchcock, Alexei V. Khvostov,
Michael F. Lappert

J. of Organomet. Chem. 663 (2002) 263
Synthesis and structures of crystalline bis(tri-

methylsilyl)methanido complexes of potas-
sium, calcium and ytterbium

Crystalline [K(p-R)(thf)]., (1) was obtained
from equivalent portions of n-butyllithium,
bis(trimethylsilyl)methane (=RH) and po-
tassium ¢-butoxide in thf. Desolvation of 1
in a vacuum led to KR. The first three-co-
ordinate metallate(II) alkyls of calcium and
ytterbium(1l) [K(MR3)],, [M =Ca (2), M =
Yb (3)] and [Li(thf)4][YbR;3] (4) were pre-
pared using KR and characterised by multi-
nuclear NMR and X-ray data.

Francois Stoffelbach, Rinaldo Poli,
Philippe Richard

J. of Organomet. Chem. 663 (2002) 269

Half-sandwich molybdenum(I1I) compounds
containing diazadiene ligands and their use
in the controlled radical polymerization of
styrene

A few members of the CpMoCl,(dad)
(dad =RN=CH-CH=NR) family have
been synthesized and characterized by ana-
lytical, spectroscopic, and electrochemical
methods, including an X-ray structure for
the R=C¢H,Pr, —2,6 member. They are
capable of controlling the radical polymeri-
zation of styrene by both ATRP and SFRP
mechanisms simultaneously.

Joan Albert, J. Magali Cadena,

New five- and six-membered palladacycles

Asensio Gonzalez, Jaume Granell,
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A luminescent Pt;Pb cluster with three
Pt(I1) - Pb(II) bonds

The structure of tetranuclear (NBuy)-
[Pb{Pt(u-Cl)(C¢F's),} 3], obtained by reaction
of (NBuy),[Pty(u-Cl)o(CsFs)4] and Pb(ClO4),
(1.5:1) reveals the presence of three Pt —Pb
metal—metal bonds. This complex shows lu-
minescence at low temperature.

Pt(2}

Aranzazu Mendia, Elena Cerrada,
Eduardo J. Fernandez, Antonio Laguna,
Mariano Laguna

J. of Organomet. Chem. 663 (2002) 289

Four- five- and six-co-ordinated pentafluor-
ophenylthallium(IIT) complexes.

Crystal structures of [TI(C¢Fs);(OPPhs)],
[TI(C6F's),CI(OPPh3)], and
[TI(C6F 5)2(OdppmO),][TI(CF5)>Clo]

An improved synthesis of [NBuy][TI(C¢Fs)4]
and [T1(C4Fs)3(diox)] is described by two or
one CgFs transfer reaction from [NBuy]-
[Ag(CgFs)a] or [Ag(CFs)] to [TI(CeFs)>Cl].
However, [Ag(C¢Fs)L] does not transfer the
pentafluorophenyl group and only [TI-
(C¢Fs),CIL], complexes are obtained. The
X-ray structures of [TI(C¢Fs);(OPPhs)]
[TCeF5),CI(OPPhy),  and  [TCgFs)-
(OdppmO),][TI(C¢F5),Cl,]  show  thalliu-
m(III) centres in a peculiar versatility of co-
ordination forms as tetrahedral, trigonal bi-
pyramidal or octahedral arrangements, re-
spectively.
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