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Polysiloxanol condensation and dispro-
portionation in the presence of a superacid

Condensation ~ of  hydroxyl-terminated
oligosiloxanes catalysed by tetrakis(penta-
fluorophenyl)borate is accompanied by
disproportionation (intermolecular exchange
of the dimethylsiloxane unit). Both processes
show similar kinetic laws and values of ac-
tivation parameters. The kinetics are ex-
plained by the formation of a reactive
complex of silanol with borate being in fast
preequilibrium with an unreactive complex.
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Studies of metal exchange reactions: the
synthesis and structures of heteronuclear
metal clusters containing the indenyl ligand
(13-CR)Co,M(CO)g(n’-Ind)(R = H, CH,
C¢Hs, COOC,Hs; M = Mo, W)

The novel tetrahedral clusters (-
CR)Co,M(CO)g(n*-Ind) containing the in-

denyl ligand were isolated from reactions of

tricobalt clusters (p;-CR)Co3(CO)y and
K(n’-Ind)M(CO); under mild conditions.
The crystal structures of cluster compounds
containing indenyl ligand were established
by single crystal X-ray diffraction methods
and show structural evidence for “‘slippage”
of the indenyl ring.
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Group 1 and 13 complexes of aryl-
substituted bis(phosphinimino)methyls

A series of mesityl-substituted bis(pho-
sphinimino)methyl complexes of lithium,
aluminium and gallium have been synthe-
sised either by direct metallation of the me-
thane ligand II or by metathesis of a lithium
derivative with the appropriate group 13
metal trihalide.
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Tetraphenylantimony carboxylates in the
cascade Pd-catalyzed C-phenylation rea-
ction of methyl acrylate in the presence of
peroxide

A system including tetraphenylantimony(V)
derivative and peroxide has been studied in
the Pd-catalyzed C-phenylation reaction of
methyl acrylate. Three phenyl groups of the
initial organoantimony compounds are in-
volved in the C-phenylation under mild
conditions. Organoantimony intermediates
have been isolated from the reaction.
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One- or two-dimensional organometallic
arrays containing PdIr,(p;-S), mixed-metal
sulfido cluster units connected via the
nicotinamide or isonicotinamide ligands on
their Pd sites through hydrogen-bonding
interactions

Cationic  mixed-metal sulfido clusters
[(PAL,){(CsMes)Ir}»(13-S),][BF4], were ob-
tained as purple crystals, in which the
PdIr,S; cores are self-assembled to form one-
dimensional chains for L = nicotinamide or
two-dimensional sheets for L = isonicotin-
amide through hydrogen-bonding interac-
tions.
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Controlled vinyl-addition-type polymeriza-
tion of norbornene initiated by several cobalt
complexes having substituted terpyridine
ligands

A series of cobalt(Il) complexes having ter-
pyridine derivatives such as terpyridine (1),
4,4,4"-"Bus-terpyridine (2), 5,5"-Mes-terpyr-
idine (3), 6,6”"-Me,-terpyridine (4) and
6,6"-(3,5-Me,CgHs),-terpyridine  (5)  was
synthesized. Upon activation with d-MAO
(dried-methylaluminoxane), these complexes
catalyzed vinyl-addition-type polymerization
of norbornene to give polymers with con-
trolled molecular weights and relatively
narrow molecular weight distributions.
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Rhodium complexes with chiral counterions:
achiral catalysts in chiral matrices

The synthesis and characterization of highly
charged achiral rhodium complexes in asso-
ciation with chiral counterions, such as
compound 17, are presented. Furthermore,
such complexes were tested as catalyst pre-
cursors for the hydrogenation of prochiral
dehydro-aminoacids under homogeneous
and heterogeneous silica-supported and self-
supported conditions.
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Five-coordinate organoaluminum acetylides

and crystal structure of the hydrosylate,
[Salophen('Bu)Al],O

Reactions of LIC=CPh with L(Bu)AICI
(where L = Salen (1), Salpen (2), Salophen
(3), Salomphen (4)) give five coordinate alu-
minum acetylides (5-8). In the presence of
trace amounts of water, aluminum hydro-
xides are formed, which further condense to
form hydrosylates. The crystal structure of
the hydrosylate, [Salophen(‘Bu)Al],O (9) is
shown.
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Synthesis and characterisation of a new class

of phosphine-phosphonite ferrocenediyl di-
nuclear rhodium complexes

The easy access to mixed ferrocenediyl li-
gands allows to synthesise a new enantiopure
phosphine-menthylphosphonite  ferrocene-
diyl and novel dinuclear rhodium complexes.
One example of this new class of un-
symmetrical “A frame” dinuclear rhodium
complexes, characterised by multinuclear C,
SIP and  '™Rh NMR is presented.
Preliminary tests have shown an activity
improvement in the hydroformylation of
oct-1-ene using the phosphine-menthyl-
phosphonite ferrocenediyl auxiliary com-
pared to known phosphine-phosphonite
ligands.
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Silicon containing ferrocenyl phosphane
ligands

New ferrocenyl phosphane ligands in-
corporating Si-P  linkages, [(n-CsH,Si-
Me,PR,),Fe], where R = Ph and Me, and
their corresponding metal complexes are de-
scribed.
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Stephen Barlow
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1,1/-(1-Propene-1,3-diyl)-ferr0cene: modified

synthesis, crystal structure, and polymeri-
sation behaviour

Two dehydro[3](1,1)ferrocenophanes, 1,1-
(1-propene-1,3-diyl)-ferrocene and 1,1-(3-
phenyl-1-propene-1,3-diyl)-ferrocene, were
synthesised under Shapiro conditions from
the tosylhydrazones of the corresponding o-
oxo-[3](1,1")ferrocenophanes. The structure
of 1,1'-(1-propene-1,3-diyl)-ferrocene shows
a ring tilt of 11.3° reaction with a
molybdenum-based ROMP initiator led to
a mixture of insoluble material and a mixture
of soluble apparently cyclic oligomers.
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9-Triptycenyl complexes of group 13 and 15
halides and hydrides

The reactions of O9-lithiotriptycene with
group 13 (Al, Ga and In) and group 15 (P,
As, Sb and Bi) trihalides have been in-
vestigated. These have given rise to a variety
of mono-triptycenyl element dihalide com-
plexes, two of which, [(tript)ECL], E = As or
Sb, tript = 9-triptycenyl, can be reduced to
the corresponding primary pnictanes, [(tript)-
EH,]. The X-ray crystal structures of six of the
prepared complexes are discussed.

Simon G. Bott, Kaiyuan Yang,
Michael G. Richmond
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Unusual chemical reactivity in the reactions
of Re5(CO)g(u-H)(u-1',n?>-CH=CHBu) with
2,3-bis(diphenylphosphino)maleic anhydride
(bma) and Re,(CO)g(bma) with Ni(cod),: X-
ray diffraction structures of Re,(CO)g(bma),
zwitterionic Re(CO)4[Re(CO)4(bma)], and
the phosphido-bridged complex Rey(CO)g

[1-n'.n'-C=C(PPh,)C(0)OC(O)](1-PPhy)

The reaction between the activated dirhenium
compound  Rey(CO)g(p-H)(p-n',n*-CH=CHBu)
and the diphosphine ligand 2,3-bis(diphenylpho-
sphino)maleic anhydride (bma) furnishes the dir-
henium complexes Re,(CO)g(bma) (2) and
Re(CO)4[Re(CO)y(bma)] (3). The former com-
pound was found to react with added Ni(cod), to
produce the phosphido-bridged species Re,
(CO)lu-n',n'-C=C(PPh,)C(0)OC(O)](1-PPh;) (4).
Compounds 2-4 have been fully characterized in
solution and the molecular structures of all three
dirhenium complexes have been established by
X-ray crystallography.

Piotr Jaunky, Helmut W. Schmalle,
Montserrat Alfonso, Thomas Fox,
Heinz Berke

J. Organomet. Chem. 689 (2004) 801

The ruthenium and iron dicarbonyl com-
plexes 1-3 bearing strong donor tridentate
phosphine ligands were prepared and fully
characterised and their structures have been
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J. Organomet. Chem. 689 (2004) 811

New boronates prepared from 24-
pentanedione derived ligands of the NO,
and N,O, type — comparison to the
complexes obtained from the corresponding
salicylaldehyde derivatives

corresponding  salicylaldehyde derivatives
showed that the general pattern of reactivity
is identical, but that there may be differences
with respect to the molecular composition
and structure.
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Synthesis and reactivity of substituted

cyclopentadienyl rhodium(I) and (III)
complexes

New cyclopentadienyl derivatives of rhodium
COD complexes [Cp* = CsH4,COOCH,CH=
CH, (1); CsH4CH,CH,CH=CH, (2); CsH
(i-C3H7)s  (3)] and  carbonyl  complex
[Cp* = CsH(i-C3H7)4 (4)] were synthesized. 1, 2
and 3 were oxidized by iodine to give iodine
bridged dimers 5, 6 and 7, respectively. Tri-
phenyl phosphine, carbon monoxide and car-
bon disulfide molecules could break dawn the
iodine bridged structure easily and produced
monomer products of Cp*RhLL,L [Cp* =
CsH4COOCH,CH =CH,, L=CS, (8); L =
PPh; (9). Cp* = CsH(i-C3H5)4, L = CO (10)].

Isabel Albers, Eleuterio Alvarez,
Juan Campora, Celia M. Maya,
Pilar Palma, Luis J. Sanchez, Elisa Passaglia

J. Organomet. Chem. 689 (2004) 833

Cationic n3-benzyl nickel compounds with
diphosphine ligands as catalyst precursors
for ethylene oligomerization/polymerization:
influence of the diphosphine bite angle

The activity of the cationic benzylnickel
complexes [Ni(n?-CH,C¢Hy-p-CF3) (Pr,P-
(CH,),-P'Pr,)]"BPh,~ (n =1-3) as ethylene
oligomerization or polymerization catalysts
is controlled by the length of the diphosphine
backbone.

Nazia Chawdhury, Nicholas J. Long,
Mary F. Mahon, Li-ling Ooi,

Paul R. Raithby, Stephanie Rooke,
Andrew J.P. White, David J. Williams,
Muhammad Younus

J. Organomet. Chem. 689 (2004) 840

Synthesis and characterisation of aromatic
ethynyl-bridged ferrocenes

A series of aromatic ethynyl-bridged ferro-
cenes with the general formula Fc-C=C-R-
C=C-Fc (Fc = ferrocenyl, R = CgHy(-p-
CH;),, C¢Hy-p-CsHy, CsH3N, 9,10-C4Hg,
C4st, (C4H2$)2 and (C4st)3) has been
synthesised by the reaction of ethynyl ferro-
cene with appropriate dibromo-arenes. The
structures of 3 and 7 have been determined
via X-ray crystallography, and the electronic
properties of the compounds have been stu-
died via optical spectroscopy and cyclic vol-
tammetry.
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Synthesis and reactions of cycloheptadienyl
and cyclooctadienyl tungsten complexes: X-
ray crystal structure of [W(CO),(PPhs),(n’-
C7Ho)|[BF,]

Synthetic routes to tungsten complexes of
edge-bridged dienyl ligands (n-C;Hy, 1-
3:5,6n-CgH;; and 1-5-n-CgH;,) are de-
scribed; examples of 1’ and nm® bonding
modes are reported for each case. The solid-
state structure of trans-[W(CO)>(PPh3)>(1’-
C7Hy)][BF,] reveals that the metal group is
orientated to place a PPh; ligand beneath the
edge bridge.
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A structural, spectroscopic and theoretical
study of the triphenylphosphine chalco-
genide complexes of tungsten carbonyl,
[W(XPPh3)(CO)s], X = O, S, Se

The W-X-P angles for X =0, S, Se in
[W(XPPh3)(CO)s] have been measured using
X-ray crystal structure determinations, and
analysed by EHMO methods. More acute
angles are associated with increased relative
importance of ¢ bonding.
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Synthesis and reactivity of bis(heptamethyl-
indenyl) yttrium (Ind*,Y) complexes
containing alkyl and hydride ligands:
crystal structure of Ind*,YCI(THF)

Alkyl and hydride complexes of bis(hepta-
methylindenyl) yttrium (Ind*,Y) are re-
ported. The THF-stabilized methyl complex
Ind*,YMe(THF) (3) reacted with PhSiH; to
give Ind*,YH(THF) (4) and PhMeSiH,.
Treatment of the base-free alkyl complex
Ind*,YCH(SiMes), (6) with PhSiH; yielded
CH,(SiMe3), and a mixture of yttrium-con-
taining products. In the presence of THF,
compound 6 reacted with H, to give 4.

Note

Manoj Trivedi, Manish Chandra,
Daya Shankar Pandey, M. Carmen Puerta,
Pedro Valerga

J. Organomet. Chem. 689 (2004) 879
Mononuclear hydridocarbonyl ruthenium

complexes incorporating N,O, bis-chelating
ligands

The reactions of Ru(II) complex was carried
out with N, O donor bis-chelating ligands,
led in the formation of neutral mononuclear
complexes. Molecular structure of the
representative complex [RuH(CO)(PPh;),
(Hbsh)] has been determined by single crystal
X-ray analysis.
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