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Thermolysis  of  [(1°-CsHs)Co(PPhs)(n-
DMAD)], revisited: a solid state analysis
reveals the true structure of the
triphenylphosphine—alkyne coupling pro-
duct

Thermolysis of the m*-alkyne complex 1
leads to formation of the ortho-metalated
vinyl-phosphonium derivative, as revealed
by an X-ray crystallographic analysis.

Yosuke Kosaka, Yuichi Shinozaki,
Yoshihiro Tsutsumi, Yoshihiro Kaburagi,
Yasuhiro Yamamoto, Yusuke Sunada,
Kazuyuki Tatsumi

J. of Organomet. Chem. 671 (2003) 8

Stereochemistry of mono- and dinuclear
complexes of rhodium, iridium and ruthe-
nium bearing bis(diphenylphosphino-
methyl)phenylphosphine

[Cp*MCL], (M =Rh, Ir) or [(C¢Meg)Ru-
Cly], with Dbis(diphenylphosphinomethyl)-
phenylphosphine in the presence of KPFg
gave mono- and dinuclear complexes that
have four-membered ring coordinated by
terminal and central P atoms.

Regular Papers

Clementina Reyes, Alfred Prock,
Warren P. Giering

J. of Organomet. Chem. 671 (2003) 13

Analysis of the enantioselectivities and initial
rates of the hydrosilylation of acetophenone
catalyzed by [Rh(cod)Cl]y/(chiral dipho-
sphine). The quantitative analysis of ligand
effects

The effect of changing the size of the silanes
in [Rh(cod)Cl],/chiral diphosphine catalyzed
hydrosilylation of acetophenone is non-line-
ar. This is attributed to the turning on of
steric effects at different values of 0 in the
two stereo-differentiating transition states.
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o-Acetylide complexes of ruthenium and
osmium containing alkynylsilane ligands

The use of diethynyldiphenylsilane and 1,3-
diethynyltetramethyldisiloxane in the forma-
tion of new Group 8 metal oc-acetylide
mononuclear complexes is reported. The
spectroscopic, redox and structural proper-
ties of these silicon-bridged metal alkynyls
have been investigated.
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Disproportionation reactions of (methoxy/
hydroxy)diorganotin(IV) methanesulfonates
with carboxylic acids

Synthesis and structure of new diorganoti-
n(IV) carboxylates

New diorganotin compounds, R,Sn(O,CR’-
COOH), (R” = CHEt, CH=CH) and R4Sn;-
(O,CCsH4N-2)3(0SO,Me);  have  been
synthesized by reacting R,Sn(X)OSO,Me
(X =0OMe or OH) with the corresponding
carboxylic acid. Crystal structures of 3b, 4b
and 5b-2H,0-Et,0O are described.

Sandra Shotwell, Holly L. Ricks,
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Ken D. Shimizu, Hans-Conrad zur Loye,
Uwe H.F. Bunz
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Trans-spanning acetylenic bispyridine li-
gands: synthesis and structural characteriza-
tion of novel organic and organometallic
pseudodehydroannulenes

A ferrocene containing enediyne pincer li-
gand is trans-spanning and analogous to
1,2-bis(2-pyridinylethynyl)-4,5-dimethoxy-
benzene. A series of trans-coordinated 1:1
or 2:1 complexes that form from the ligands
and Cu(OTf), or (CH3;CN),PdCl, were ob-
tained. All of the trans-spanning complexes
were characterized by single crystal X-ray
diffraction. Their molecular and solid-state
structures are discussed.

Debasis Hazra, Dilip K. Sinha-Mahapatra,
Vedavati G. Puranik, Amitabha Sarkar
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Synthesis and structure of novel, air-stable
carbyne complexes of tungsten

New Fischer type carbyne complexes of
tungsten, L(CO),W=C-R/Ar, 1b—7b, where
R =CH;, Ar=substituted phenyl, and
LH = (2-hydroxyphenyl)-bis(3,5-dimethyl-
pyrazolyl)methane, with L™ being a triden-
tate, uninegative ligand, were synthesized
from W(CO)¢ via tetraethylammonium acyl-
metallate salt, as thermally stable and air-
stable solids. In another complex, 8b, the
aryl ring is complexed with tricarbonylchro-
mium. Crystal structure of a representative
complex was determined to confirm struc-
tural assignment.
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Karl Heinz Détz, Normen Szesni,
Martin Nieger, Kalle Nittinen
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Reaction of complex ligands: Part 95. Chro-
mium tricarbonyl complexes of polysubsti-
tuted naphthohydroquinones: regioselective
synthesis via [3+42+1]-benzannulation and
haptotropic rearrangement

Naphthohydroquinoide chromium tricarbo-
nyl complexes were prepared via [3+2+1]-
benzannulation of Fischer-type carbene
complexes with alkynes. Their haptotropic
n®n®-rearrangement was studied by in-situ
NMR spectroscopy and revealed a signifi-
cant effect of the substitution pattern on
the kinetics and thermodynamics of the re-
arrangement with activation barriers for the
metal migration ranging from 23 to 26 kcal
mol ~ .
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J. of Organomet. Chem. 671 (2003) 75
Mechanism of metal-catalyzed CC-coupling

reactions with titanocene vinylidene. A theo-
retical study

The mechanisms for the [242]-cycloaddi-
tion of titanocene vinylidene with different
reagents (a) have been investigated at the
B3LYP level of theory. Subsequently reac-
tions of the titanacyclobutanes and —bu-
tenes have been investigated as well: Cyclor-
eversion (b) occurs for titanacyclobutane,
and with a substantial higher activation
barrier for titanacyclobutene. Electrocyclic
ring opening (c) is proposed for azatitana-
cyclobutene. Metathesis (d) are possible for
titanaoxetanes.
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Antiferromagnetic complexes with metal—
metal bonds.

Part XXX. Synthesis and molecular struc-
tures of the antiferromagnetic adducts
[Cp’Cr(p-SPh)Ly(13-SeyML  (Cp’ =n’-CHs-
CsHy, ML = Fe3(u3-S)2(CO)s,  Mny(CO)o,
Mn,(CO)g), paramagnetic complexes Cp'-
Cr(p-SPh);Mn(CO); and [Cp’Cr(p-SPh)],Te,

diamagnetic cluster Cp;Cr(p-SPh)(us-S)(ps-
Te)Co(CO),

The chemical design and molecular struc-
tures of the mixed metal heteohalcogenige
derivatives of [rn-(CH3CsH4)Cr(u-SPh)]y(p-
X) (X =Se, Te) are reported. Correlations
between antiferromagnetic properties of
clusters and electronic features of the chal-
cogenide bridge atom are discussed.
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Origin of variation in polymerization activity

for Ziegler—Natta catalyst with chloride and
alkoxy ligands: a density functional study

The origin of variation in activity of
Ziegler—Natta catalysts having chloride and
alkoxy ligands for ethylene and propylene
polymerization has been investigated on ba-
sis of olefin insertion barriers in Ti—CHjy
bond and topological parameters of elec-
tron density (ED) of relevant bonds using
density functional calculations.
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General access to para-substituted styrenes

A simple and efficient procedure has been
developed for the synthesis of organogerma-
nium compounds and styrenes para-substi-
tuted with groups containing an atom of
the 14th group by one-pot reaction of halo-
genosilanes, germanes or stannanes, organic
halides and magnesium using ultrasound
methods.

//_Q_N&

R=Me, Et, Bu, Ph,
Me, THE | N §i. Ge, Sn
R3MCl | p= 0,1o0r3

/FQWR;

Xavier Sava, Louis Ricard, F. Mathey,
Pascal Le Floch

J. of Organomet. Chem. 671 (2003) 120

Oxidation of the octa-(ethyl)diphosphaferro-
cene

Oxidation of the octa-(ethyl)diphosphafer-
rocene with NOBF, yields a polymeric di-
phosphaferrocene [Fe(NO),] complex and
the  1-P-fluoro-2,3,4,5-tetracthylphosphole
oxide. The stable octa-(ethyl)diphosphafer-
rocenium cation was obtained through reac-
tion with iodine in dichloromethane. X-ray
crystal structures of the two complexes were
recorded.
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Synthesis, NMR spectroscopy, and confor-
mational analysis of a-dimethylsilyl esters

Treatment of esters successively with LiN(i-
Pr), and Me,SiHCI affords a-dimethylsilyl
esters in excellent yields. The conforma-
tional properties of esters explored by both
molecular mechanics calculations and a
variety of 'H- and ’Si-NMR spectroscopic
experiments demonstrate that these esters
exist as a mixture of conformations with
low interconversion barriers.
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Catalytic application of a Ru-alkylidene in
the nucleophilic addition of several car-
boxylic acids on terminal alkynes and the
homo-coupling of 1-alkynes

Thermal treatment of Ru-alkylidene (4)
bearing a triazol-5-ylidene (NHC) ligand at
110 °C and addition of a terminal alkyne
generates a ruthenium vinylidene. The ther-
molysed Ru-alkylidene catalyses the vinyla-
tion and dimerisation of 1-alkynes.
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Giuliana Gervasio, Domenica Marabello,
Philip J. King, Enrico Sappa, Andrea Secco
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Formation of an allylic cluster in the reac-
tions of [Ru3(CO),,] with diethylamino-pro-
pyne and trimethylsilyl propargyl alcohol.
Crystal structure of [(u-H)Rus(CO)o(p13-n°-
C3Hy)]

The (p-H)Rus(CO)o(u3-n>-C3H;) has been
obtained following two different reaction
pathways. One is the deamination of diethy-
laminopropyne, HC=CCH,NEt, in the pre-
sence of Ru;3(CO);, under thermal condi-
tions; the other is the reaction of
trimethylsilylpropargyl alcohol, (HO)H,C-
C=C(SiMe;) with Ru3(CO);,. Other reac-
tion products, formed by loss of alkyne
fragments, have been isolated.

Wen-Yann Yeh, Shie-Ming Peng,
Gene-Hsiang Lee

J. of Organomet. Chem. 671 (2003) 145

Synthesis and reactivity of ditungsten helical
complex W,(CO)s(1-Ph,PC=CPPh,);

A triply-bridged complex W,(CO)g(p-
Ph,PC=CPPh,); (1), containing a helical
M,L; framework with an idealized D3 sym-
metry, and a vinylidene complex W,(CO)s-
(n-Ph,PC=CPPh,)[u-C4H(PPh,);] (2) have
been prepared and structurally character-
ized. The vinylidene group of 2 is not line-
ar, with the W=C=C bond angle of
158.6(4)°.

P
P‘ o ‘ o
o H
o /P'\ 9~ = ;h\ e
p>P Ph P\/vr:fo i ('\%
o 1 5 p=! o¢ l/C Ph _p—=Ph
C\l/P %0 bn SSw
o< A

Humberto J.V. Barros, Maria L. Ospina,
Eduardo Arguello, William R. Rocha,
Elena V. Gusevskaya,

Eduardo N. dos Santos

J. of Organomet. Chem. 671 (2003) 150

Rhodium catalyzed hydroformylation of (-
pinene and camphene: effect of phosphorous
ligands and reaction conditions on diaster-
eoselectivity

The diastereoselectivity of the rhodium cat-
alyzed hydroformylation of B-pinene, differ-
ently from that of camphene, is largely in-
fluenced by the basicity of auxiliary ligands,
however, no effect of their steric character-
istics has been revealed. The systems with
more basic ligands show higher diastereos-
electivities for the cis aldehyde and usually
higher chemoselectivities.
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Facile introduction of bridging MPh, groups
(M=Ge, Sn, Pb) into platinum—pentaruthe-
nium and hexaruthenium carbido carbonyl
cluster complexes

Reactions of PtRus(CO);6(ps-C) (1) with
Ph;GeH and Ph;SnH afforded the trimetal-
lic cluster complexes PtRus(CO);s(p-
GePhy)(pe-C)  (4) and  PtRus(CO)ys(p-
SnPhy)(us-C) (5), respectively. The lead
compound PtRus(CO);s(n-PbPh,)(us-C) (6)
was obtained from the reaction of 1 with
szPhG. PtRuS(CO)]4(p—SnPh2)(PMezPh)—
(1-C) (1) and  Rug(CO)y3(p-SnPhy)(n’-
CeHe)(16-C) (8) were also prepared. All
products were characterized crystallographi-
cally.
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Richard A. Walton
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The synthesis of the triply bonded tetra-
methyl complex Re,(CHj)4(p-dppm), and
its reaction with carbon monoxide to afford
Rex(1-CH2)2(CO)4(p-dppm),

The triply-bonded complex Re;Cly(p-
dppm), reacts with CH;Li to afford the
structurally similar compound Re,(CH3)4(p-
dppm), (1), which in turn undergoes a non-
redox reaction with CO to form the edge-
sharing bioctahedral di-pu-methylene dirhe-
nium(II) complex  Rey(p-CH;)o(CO)4(p-
dppm); (2) in which a Re—Re single bond
is present.

Ana Belén Vazquez, Pascual Royo
J. of Organomet. Chem. 671 (2003) 172
Synthesis and characterization of n>-tetra-

methylcyclopentadienyl-hydrido-  and -
chloro-silyl-n'-amido zirconium complexes

The tetramethylcyclopentadienyl —silyl-n'-
amido zirconium derivative [Zr(n’-CsMe,4Si-
MeH-n'-N"Bu)Cl,] was isolated by reaction
of the dilithium salt Li,[CsMesSiMeH(N’-
Bu)] with ZrCl4(THF),, and its chlorination
with BCl; afforded the chlorosilyl com-
pound [Zr(n’-CsMesSiMeCl-n'-N’Bu)Cl,].
Alkylation and amidation of both zirco-
nium complexes provided a series of mono-
and di-substituted derivatives which were
characterized by NMR spectroscopy.
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Reductive elimination of C—-CN compounds
from nickel complexes as a reverse reaction
for oxidative addition of benzonitriles to
nickel

Reductive elimination of Ar—CN from
Ni(CN)(aryl)(bpy) is promoted by acryloni-
trile.
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Carol A. Quezada, Jered C. Garrison,
Claire A. Tessier, Wiley J. Youngs
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Synthesis and structural characterization of

two bis(imidazol-2-ylidene) complexes of
Pt(II)

The first synthesis of two Pt(II) complexes
of a chelating N-heterocyclic carbene in wet
solvent is described. These complexes are
novel because not many Pt(II) complexes
have been synthesized. Previous syntheses
of Pt N-heterocyclic carbene complexes
have involved using the free carbene, a
lengthy and difficult route. Here we de-
scribe the synthesis in aerobic conditions
using conventional solvent.
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