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than in solution. In all the cases, E -config-

ured enones were obtained, which was con-

firmed by X-ray crystallographic studies of
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(Z )-a-silylvinyl Grignard reagents 2, which

undergo palladium-catalyzed cross-coupling

reactions with alkenyl halides 3 to afford

stereoselectively 1,3-dienylsilanes 4 in good

yields.
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a range of complexes [Pt2(m-S)2(PPh3)4-

ML]2� (M�/Ru, L�/p -cymene, C6H6,

C6Me6; M�/Os, L�/p -cymene; M�/Rh, Ir,

L�/C5Me5) by reaction with the appropri-

ate [LMCl2]2 complexes. The compound

[Pt2(m-S)2(PPh3)4Ru(p -cymene)][BPh4]2 was

characterised by an X-ray diffraction study.
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SiX(CH2CH3)(CH3)[2 - (CH3)2NCH2C6H4]

[X�/Cl (1); OMe (2); H (3); F (4); OSiMe3
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order to investigate the electronic effect of

vinyl group on silicon atom having an in-

tramolecular coordination arm. The differ-

ences of 29Si chemical shifts between vinylsi-

lanes and ethylsilanes increased in the

following order: X�/Me, NMe2B/HB/

OSiMe3B/OMeB/FB/Cl.
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(R3P)4Ni(H)� products, treatment of (dfe-
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The mixed-ligand complexes (h5-

C5H5)2LnX �/OC4H8 (h5-C5H5�/Cp; Ln�/

La�/Lu; X�/halide; OC4H8�/THF) were

investigated by density functional calcula-

tion. The lanthanide contraction and the

metal�/ligand interaction energy follow the

sequence of Ln�/X�/Ln�/Cp�/Ln�/O. The

vector dipole moment didn’t take the axial

direction of Ln-X bond and the dipole mo-

ment magnitudes of complex molecules de-

creased ion the order of I�/Br�/Cl�/F.
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tion were also discussed.
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diene in Rh(I) and cationic Pd(II) complexes

Relevant stereochemical and coordination
features of 1,3,5,7-tetramethyl-2,6,9-trioxo-
bicyclo[3,3,1]nona-3,7-diene (TOND), a
chiral molecule of C2 symmetry, are de-
scribed. The X-ray crystal structure of
[RhCl{(S)-CHMePhNH2}{(�/)-TOND}]
has ascertained that the absolute configura-
tion of (�/)-TOND is R ,R . The ability of
this ligand to afford stereoselective coordi-
nation of prochiral ligands has been as-
sessed by preparing complexes of formula
[Pd(h3-allyl)(TOND)][BF4] and [Rh(chela-
te)(TOND)][BF4]. The molecular structure
of the representative compound [Pd(h3-cro-
tyl)(TOND)][BF4] has also been deter-
mined.
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PC6H4-2-S)2] with metal complexes of the

Group 10

Stereoselective synthesis of cis -

[M(Ph2PC6H4-2-S)2] (M�/Ni, Pd, Pt)

The stereoselective synthesis of cis -

[M(Ph2PC6H4-2-S)2] M�/Ni, Pd, Pt has

been achieved by transmetallation reactions

of [M(Cl)2(NCC6H5)2] M�/Pd, Pt or

NiCl2 �/6H2O with [Sn(R)2(Ph2PC6H4-2-S)2]

R�/Ph, n Bu or t Bu and the crystal struc-

tures of the Pd and Pt derivatives deter-

mined. The single crystal X-ray diffraction

studies show both structures to have metal

centers into a slightly distorted square pla-

nar environment, the main distortion being

due to the steric hindrance caused by the

aromatic rings in the phosphine moiety.
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a result of P�/N bond hydrolysis.

Yunjie Luo, Yingming Yao, Wenjing Li,

Jinglei Chen, Zhenqin Zhang, Yong Zhang,

Qi Shen

J. Organomet. Chem. 679 (2003) 125

Synthesis, crystal structure of bis(arylami-

do)lanthanide methyl complexes and their

catalytic behavior for the polymerization of

methyl methacrylate

Reactions of [N(C6H3�/i -Pr2-2,6)(Si-

Me3)]2LnCl(THF) (Ln�/Nd, Yb) with two

equivalents of MeLi in a mixture solution

of toluene and Et2O gave [N(C6H3�/i -Pr2-

2,6)(SiMe3)]2LnCH3(m-CH3)Li(THF)3 �/
PhCH3 (Ln�/Nd (1), Yb (2)) in good iso-

lated yields as crystalline solids. The single-

crystal structural analysis of 2 revealed that

the coordination geometry of ytterbium ion

is best described as a distorted pseudo-tetra-

hedron. Both 1 and 2 are active for the

polymerization of methyl methacrylate to

give syndiotactic-rich and high molecular

weight polymers (Mn�/104) with relatively

narrow molecular weight distributions (Mw/

MnB/2).
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Ferrocenylketimines [(h5-C5H4CCH3�/

NAr)Fe(h5-C5H5)] reacted with methyl-io-

dide in CH2Cl2 followed by reduction with

sodium borohydride in abs. C2H5OH led to

corresponding 1-[(N -methyl-N -aryl)amino]-

ethylferrocenes [(h5-C5H4CH(CH3)N(CH3)-

Ar)Fe(h5-C5H5)].
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sterically demanding pyrrolylaldiminate li-
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them MLCl2(m-Cl)2Li(OEt2)2 (M�/Zr, Hf)

and AlLX2 (X�/Cl, Me) have been structu-

rally characterized by X-ray crystallogra-

phy.
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Benzene ring assembly promoted by a cam-

phor derived palladium complex

The camphorimine derived complex trans -

[PdCl2L2] (L�/3-NNMe2C10H14O) is an ef-

fective catalyst for the cyclic trimerization

of alkynes. The activity is higher for inter-

nal than for terminal alkynes. The best re-

sults were obtained for PhC�/CMe (TON�/

7.4, for a maximum of 10). Furthermore,

the process is high selective for PhC�/CMe

and t BuC�/CH (ca. 99%).
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