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Synthesis and structural features of [(CsHy—
CMe,;NMe,),TiCl], a bis(cyclopentadienyl)-
Ti(III) complex with internal dimethyl-
amino coordination

Treatment of the oligomeric reagent [CsHy
—CMe,—-NMe,]Li  (2) with TiCly(THF);
gives the titanium(III) complex (CsHy—
CMe,—NMe,),TiCl (5) that adopts a pseu-
dotetrahedral bent metallocene structure in
the crystal where one of the pendant
—CMe,—~NMe, amino donor ligands is in-
tramolecularly coordinated to the titanium
center.
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Synthesis and characterization of 3- and 4-
phenylgermatranes: X-ray crystal structures
of N(CH,CH,0),(CH,CHPhO)GeZ (Z =F,
OSiMe;, C=CPh) and N(CH,CH,0),(CH-
PhCH,0)GeOH

Reaction of excess of product A [(HOCH,-
CH,),NCH,CH(Ph)OH (1):(HOCH,CH,),-
NCH(Ph)CH,OH (2) =9:1] with GeCly led
to a mixture of l-chloro-3-phenylgerma-
trane (3) and I-chloro-4-phenylgermatrane
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Diastereomerism in palladium(II) allyl com-
plexes of P,P-, P,S- and S,S-donor ligands,
Ph,P(E)N(R)P(E")Ph, [R =CHMe, or (S)-
*CHMePh; E = E” = lone pair or S]: solution
behaviour, X-ray crystal structure and cata-
lytic allylic alkylation reactions

The reactions of achiral homodonor dipho-
sphazane ligands, Ph,P(E)N(CHMe,)P-
(E")Ph, [E = E’ =lone pair (1) or S (2)] with
the chloro bridged palladium dimers,
[Pd(n*-1,3-R"-R"~C3H3)(u-CD], (R, R"=
H, Me or Ph) in the presence of NH4PF¢
give cationic n’-allyl palladium complexes,
[Pd(n*-1,3-R’-R"—C3H;)(L-L")].
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New stable cyclopentadienyl iron(I) com-

plexes containing  3,5-dimethylpyrazolyl
phosphine
X-ray structure of [FeCp(CO),PPh,-
(Me,Pz)|BF,

Very stable complexes of general formula
[FeCp(CO), Ph,P(Me,Pz)|BF,, where x=
1(1)-2(2) were prepared by reaction of the
3,5-dimethylpyrazolylphosphine ligand with
[Fex(CO),(CsHs),]. The X-ray structure of
[FeCp(CO),PPh,(Me,Pz)|BF, has been de-
termined.
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The polar effect on the regiochemistry of

nucleophilic substitution of trifluoromethy-
lated m-allylpalladium complex

n-Allypalladium-assisted nucleophilic substi-
tution of trifluoromethylated cinnamyl car-
bonates revealed that the regiochemistry of
the reaction is more predominantly deter-
mined by the polar effect of the electron-
withdrawing group than the steric effect of
the substituents on the allylic termini.
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Stereocontrolled synthesis of (E)- and (Z)-
poly(p-phenylenevinylene)s via ruthenium-
catalyzed hydrosilylation of p-diethynylben-
zene

Stereocontrolled synthesis of poly(phenyle-
nevinylene)s (PPVs) with (E)- and (Z)-
vinylene units has been examined. Hydrosi-
lylation of p-diethynylbenzene with HSi-
Me,Ar catalyzed by RuHCI(CO)(PPh;); or
RuCl,(CO)(PPr}), proceeds in high stereo-
selectivity. The resulting (E,E)- and (Z,Z2)-
isomers of 1,4-bis(2-silylethenyl)benzene un-
dergo palladium-catalyzed polycondensation
with 2,5-dictyloxy-1,4-diiodobenzene to give
(E)-rich and (Z)-rich PPVs.
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Study of metal exchange reactions in cobalt
containing clusters

Treatment of the linked cluster {[(u3-C)R]-
COQMO(CO)x[ns-C5H4C(O)]}2C5H4-p (la,
R = CO,Et; 1b, R = C¢Hs) with the substi-
tuted cyclopentadienyl tricarbonyl molyb-
denum anion [Mo(CO)3(n’>-CsH4R)] ™ in
THF gave rise to the formation of the sin-
gle cluster complex [(n3-C)R]Co,Mo(CO)g-
(m°-CsH4R) (2a, R =CO,Et, R’ =H; 2b,
R = CO,Et, =C(O)Me; 2¢, R=R'=
COZEI, 2(1, R:C(,Hs, R’ :COZEt) as the
only product.
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Electrochemistry of ferrocenylphosphines
FcCHyPR;  (Fe = (n™-CsHs)Fe(n™-CsHa);
R =Ph, CH,OH and CH,CH,CN), and
some phosphine oxide, phosphine sulfide,
phosphonium and metal complex derivatives

Detailed electrochemical studies of ferroce-
nylphosphine ligands FcCH,PR, (Fc =(n’-
CsHs)Fe(n’-CsHy); R =Ph, CH,OH and
CH,CH,CN) and some phosphine oxide,
phosphine sulfide, phosphonium and metal
derivatives are described.
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Calcium-mediated fulvene couplings. 3. Re-
ductive coupling of guaiazulene with acti-
vated calcium to give a mixture of 8,6" and
8,8" (diguaiazulenide)calcium isomers. Ther-
mal rearrangement of the 8,6” isomer to the
8,8” isomer and X-ray crystal structure of the
8,8” isomer

Two ansa-calcocene isomers are formed in
roughly equal amounts in the reductive cou-
pling of guaiazulene with activated calcium,
an 8,8-coupled rac isomer and an 8,6-
meso-like isomer. The latter isomer is con-
verted almost entirely to the former isomer
upon thermolysis at 90-95 °C.
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Synthesis of bridging carbyne butterfly Fe/Se
cluster complexes via reaction of complex
anions [(1-RSe)(u-CO)Fe(CO)g] ™~

Crystal structure of (u-EtOC)(p-p-MeCgHy-
Se)Fe,(CO)s

The [EtzNH]* salts of anions [(u-RSe)(p-
CO)Fey(CO)6]~ (1) reacted with Et;OBF4
in benzene at room temperature to give a
series of new butterfly Fe/Se cluster com-
plexes with a general formula (p-EtOC)(p-
RSe)Fey(CO)s (2-8, R=p, m, or o-Me-
C6H4, d-C|0H7, p—MeO C6H4, p—BrC5H4,
p-CIC¢H,). The crystal structure of 2 (R =
p-MeCgHy) is described.
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Neutron diffraction study of the highly

distorted octahedral complex FeH,(CO),-
[P(OPh)3]»

An accurate single crystal neutron diffrac-
tion characterization of Fe—H distances is
reported in the structure determination of
the mononuclear dicarbonyl complex
FeH,(CO),[P(OPh);],. The two hydrides are
bonded terminally to the Fe atom, and the
complex as a whole has a highly distorted
octahedral geometry. The results of this
study are compared with the other struc-
tures of the type cis-FeH,L,.
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Disproportionation  of  (Ph3P),Ni—N(Si-
Mes), in the presence of bis(diphenylpho-
sphino)amine, yields Ni(II) and Ni(0) phos-
phinoamide complexes: [N(Ph,P),l,Ni (1),
(Ph3P),Ni[(Ph,P),NH] (2). Ether solution,
containing 2 and Ph;P (1:2) reacts with di-
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Nickel(IT) and nickel(0) derivatives of bis- oxygen (one equivalent) to form hydrogen

(diphenylphosphino)amine:  [N(PPhs),]>Ni, bonded  triphenylphosphinoxide  adduct

(Ph3P),Ni[(Ph,P),NH]. Synthesis, character- (Ph3P);Ni[(PhoP),NH: - OPPhs] (3) in high

ization, and some properties yield.
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