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The reaction of the title cation with carbon
and heteroatom nucleophiles was examined.
In general, the products arise from nucleo-
philic attack at C5 to give E.E- or E.Z-
dienoate iron complexes. Addition of
phthalimide anion proceeds at C2 of the ca-
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Chloride substitution of [CpRu(dppf)Cl]
with sulfur-containing ligands

captopyridine, ethylene and vinylene tri-
thiocarbonates, readily displace the chloride
ligand in CpRu(dppf)Cl to give S-bonded
complexes.
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Tellurium azamacrocycles: synthesis, charac-
terization and coordination studies

The metal-free condensation of bis(o-for-
mylphenyl)telluride with a series of diamines
affords macrocyclic tellurium ligands. The
reaction of macrocyclic Schiff base 2 with
Pd(I1)/Ni(IT) metal ions followed by NH4PF¢
addition gives the corresponding 1:1 cationic
complexes whereas, reaction with Pt(II)
proceeds via novel transmetallation.
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Synthese und Reaktionsverhalten von
Platin(II) und Kupfer(I) Koordinations-
polymeren; die Festkorperstruktur von
{trans-(Ph3P),Pt[(n>-C=CPh)CuBr],}, und
trans-(PhsP),Pt[(n>-C=CPh)CuNO;],

The synthesis of the coordination polymer
{trans-(Ph3P),Pt[(n>-C=CPh)CuX],}, (3a,
X =Cl; 3b, X =Br) and it’s reaction to-
wards bipy and [AgNOs] is described. The
solid-state structures of 3b and trans-
(Ph3P),Pt[(n?-C=CPh)CuNOj3], are reported
as well.

Bernd Schetter, Bernd Speiser
J. Organomet. Chem. 689 (2004) 1472

Reaction of ferrocenecarboxylic acid with
N,N'-disubstituted carbodiimides: synthesis,
spectroscopic and X-ray crystallographic
analysis of N,N’-disubstituted N-ferro-
cenoylureas and identification of a one-pot
coupling reagent for the formation of
ferrocenecarboxamides in a non-aqueous
solvent

N,N'’-dicyclohexyl-N-ferrocenoylurea 2, N,N'-
diisopropyl-N-ferrocenoylurea 3, N,N’-di-p-
tolyl-N-ferrocenoylurea 4 and N,N’-di-tert-
butyl-N-ferrocenoylurea 5 were obtained by
reaction of ferrocenecarboxylic acid 1 with
N,N’-dicyclohexylcarbodiimide (DCO),
N,N'-diisopropylcarbodiimide (DIC), N,N’-
di-p-tolylcarbodiimide 10 and N,N’-di-tert-
butylcarbodiimide 11, respectively.
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Hiromi Tobita, Hiroshi Ogino
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Reactions of a  phosphido-bridged
unsymmetrical diiron complex (1°-CsMes)-
Fe)(CO)4(n-CO)(n-PPhy)  with  various
alkynes

The phosphido-bridged  unsymmetrical
diiron complex (n’-CsMes)Fe;(CO)4(p-
CO)(pn-PPh,) (1) was prepared by a new
method. The reactions of 1 with various
terminal alkynes RC=CH (R ='Bu, H,
CO,Me, Ph) afforded complexes containing a
ketoalkenyl or phosphinoketoalkenyl ligand
on incorporating one or two molecules of
alkynes and a carbonyl group as a result of
C-C bond and P-C bond coupling.
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Cyclometallated platinum complexes with
heterocyclic ligands

The reactions of [Pt;Mey(n-SMe,),] with
imine ligands that contain furane rings gave
orthometallated platinum (II) complexes.
The oxidative addition reactions of the or-
thometallated complexes with methyl iodide
as well as the complexes’ reactions with tri-
phenylphosphine are also reported.

SMCZ

Me\Pt/
. N
\

N—CH, C4H,Cl
X




Contents

Xianmiao Qian, Jiling Huang, Yanlong Qian

J. Organomet. Chem. 689 (2004) 1503

Synthesis of new substituted cyclopenta-
dienyl titanium monomethoxydifluorides
with BF3-OEt, as fluorinating reagent and
their use in syndiotactic polymerization of
styrene

Six new substituted cyclopentadienyl tita-
nium monomethoxydifluoride complexes
RCpTiF,(OMe) (R=H (3a), Me (3b), ‘Pr
(3¢), MesSi (3d), allyl (3e), PhCH, (3f)) were
prepared. When activated with methylalu-
minoxane (MAO), they can catalyze the
syndiotactic polymerization of styrene. The
obtained polymer exhibits higher Mw and
melting point than those by RCpTi(OMe);,
and the syndiotacticity is in the range 92.4—
97.6%.
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Ron Orlando, Peter T.M. Kenny
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Synthesis and structural characterisation of
redox-responsive  N-ferrocenoyl ~ amino
acid esters; the X-ray crystal structure of
N-ferrocenoyl  alanine  methyl  ester;
electrochemical anion recognition and 'H
NMR complexation studies

N-Ferrocenoyl amino acid ester derivatives
were prepared by coupling ferrocene car-
boxylic acid with the appropriate amino acid
esters using the 1,3-dicyclohexylcarbodiimide
(DCC), I-hydroxybenzotriazole (HOBt)
protocol. The electrochemical anion sensing
behaviour of the derivatives with several
anions is described, together with IH NMR
anion complexation studies. The X-ray single
crystal structure of N-ferrocenoyl-L-alanine
methyl ester has been determined.
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Effect of 5-Me substituent(s) on the catalytic
activity of palladium(II) 2,2-bipyridine
complexes in CO/4-tert-butylstyrene copoly-
merization

The coordination of two 5-substituted-2,2'-
bipyridines L (L' = 5-methyl-2,2"-bipy,
L? = 5,5-dimethyl-2,2"-bipyridine) to palla-
dium has been studied. The neutral
complexes [Pd(L)Cl,] and [Pd(L)(Me)Cl],
and the cationic species [Pd(L)][BATr 4>
and [Pd(L)(Me)(NCMe)][BAr4] (Ar = 3,5-
(CF3),-C¢H3), have been isolated and char-
acterized. The activity of the new complexes
as catalytic precursors in the CO/4-tert-bu-
tylstyrene copolymerization has been in-
vestigated.
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Lithiated anions derived from (alkenyl)-
pentamethyl phosphoric triamides: an
accurate study of the carbanion formation
mechanism

A reaction between the ambident carbanion
formed and the starting enephosphoramide
occurred via a reversible o-reprotonation
and a not reversible y-reprotonation. A such
autocatalytic process led partially to the
transposed  allylphosphoramid  isomer.
Adapted experimental conditions avoided
the autocatalytic process and allowed the
preparation of the lithiated anions in good
yields.
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Joji Ohshita, Toshiyuki lida, Masaru Ikeda,
Taisuke Uemura, Nobuaki Ohta,
Atsutaka Kunai
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Synthesis of  poly{[bis(diethynylphenyl)-
silylene]phenylene}s with  highly heat-
resistant properties and an application to
conducting materials

Poly{[bis(3,5-diethynylphenyl)silylene]-p-
phenylene} whose TGA showed extremely
high heat-resistance in N, (Tds = 791 °C,
weight loss at 1000 °C = 6%), was prepared.
When a polymer film on a quartz plate was
heated at 1200 °C, a conducting film (9 S/cm)
was obtained.

Michael Veith, Andreas Rammo,
Christian Kirsch, Lucie Khemtémourian,
Dominique Agustin
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Functionalised tetraarylstannanes Sn[C¢Hy-
R]l; (R = -CH(CH;0),, -CH=0, -COOH,
—~CH=N-NH-C¢H3-2,4-(NO,),, -CH,OH,
—-CO-NH-CH,-COO-CHj3, —CH[N-
(C2H4)2012)

Tetraarystannanes Sn[CgH4-R]; carrying
functional organic groups in para position
were synthesised. All compounds (3-8) were
characterised by spectroscopic means (het-
eronuclear NMR) or by X-ray structure de-
termination (3). 'Sn NMR spectroscopy
has been evaluated as a labelling tool by
docking the tin moiety to amino acids.
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Synthesis, characterization and cytotoxicity
of some palladium(Il), platinum(II),
rhodium(I) and iridium(I) complexes of
ferrocenylpyridine and related ligands.
Crystal and molecular structure of trans-
dichlorobis(3-ferrocenylpyridine)palladium(II)

The preparation of a series of ferrocenyl ni-
trogen donor ligands including ferroce-
nylpyridines, ferrocenylphenylpyridines and
1,1’-di(2-pyridyl)-ferrocene is described. Co-
ordination studies of the substituted pyr-
idines were carried out with the platinum
group metals and the cytotoxicity of a se-
lection of the complexes was investigated.
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Addition of diphenyl diselenide (PhSeSePh)
to the clusters [Os3(CO);o(pn-dppm)] and [(p-
H)Os;3(CO)s{Ph,PCH,P(Ph)CsHy}]:  X-ray
structures of [Os,(CO)4(pn-SePh),(pn-dppm)],
[0s3(CO)6(n-CO)(p-Se)o(p-CoHa)(p-dppm)]
and two isomers of [Os3(CO)g(p-SePh),(p-
dppm)]

The reactions of PhSeSePh with the electron
precise cluster [Os3(CO),o(n-dppm)] (4) and
with  the electronically  unsaturated
[(n-H)Os3(CO)s {Ph,PCH,P(Ph)CeHa}] (11)
have been studied. In both cases a related
series of compounds are obtained that illus-
trate the stepwise processes leading to Se—Se
and Se-C bond cleavage. As previously no-
ted the dppm ligand helps to maintain cluster
integrity and gives a clearer picture of the
activation of chalcogenide compounds at
trinuclear sites.




Contents

vii

Zbigniew Grobelny, Andrzej Stolarzewicz,
Adalbert Maercker, Stanistaw Krompiec,
Janusz Kasperczyk, Jozef Rzepa

J. Organomet. Chem. 689 (2004) 1580
Decomposition of vinyl ethers by alkalide

K-, K*(15-crown-5), via organopotassium
intermediates

The structure of vinyl ethers determines the
direction of the C-O bond cleavage by al-
kalide K=, K*(15-crown-5), 1. Highly re-
active organopotassium compounds are
intermediate products formed in the system
containing phenyl vinyl ether, butyl vinyl
ether, ethylene glycol butyl vinyl ether or
triethylene glycol methyl vinyl ether.

. alkalide
vinyl ether ——>

vinyl ether]:
C-0 bondl/ cleavage

radical + anion
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Synthesis and reactivity of [(n%[35]-
(1,3)cyclophane)Mn(CO);][BF,]

The manganese cyclophane complex, [(n°-
[32](1,3)cyclophane)Mn(CO);][BF4] 2, was
prepared by the reaction of [[3,](1,3)cyclo-
phane] 1 with Mn(CO)sFBF;.

AgBF,4
gl 4+ Mn(CO)sBr ——>
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Synthesis and characterization of meso-
ferrocenylethynyl 5,15-diphenylporphyrins

A series of four meso-ferrocenylethynyl
(5,15-diphenylporphyrinato)nickel(II)  deri-
vatives have been synthesized by Sonoga-
shira coupling reactions and characterized by
spectroscopic methods and X-ray diffraction
analysis (for compound 11). The studies
show that although the ferrocenylethynyl
group can extend the n system of the central
porphyrin core, the cyclopentadienyl rings of
ferrocene are almost orthogonal to the por-
phyrin ring. This hinders ferrocene serving as
a good electron donor in these systems.

Jordi Garcia-Anton, René Mathieu,
Noél Lugan, Josefina Pons Picart,
Josep Ros

J. Organomet. Chem. 689 (2004) 1599

Coordination properties of N,S (1,5-bis(3,5-
dimethyl-1-pyrazolyl)-3-thiapentane) or N,S,
(1,8-bis(3,5-dimethyl-1-pyrazolyl)-3,6-dithiaoc-
tane or 1,2-bis[3-(3,5-dimethyl-1-pyrazolyl)-2-
thiapropyl]benzene) donor ligands toward
Rh(I)

Rh(I) complexes of NSN ligand 1,5-bis(3,5-
dimethyl-1-pyrazolyl)-3-thiapentane  (bdtp)
have been synthesized and characterized and
show hemilabile properties. However, the
Rh(I) complexes with NSSN ligands 2-bis[3-
(3,5-dimethyl-1-pyrazolyl)-2-thiapropyl]ben-
zene (bddf) and 1,8-bis(3,5-dimethyl-1-pyr-
azolyl)-3,6-dithiaoctane (bddo) do not show
hemilabile properties. Variable temperature
NMR experiments and X-ray crystal
structures  of  [Rh(CO)(bdtp)](CF5S03),
[Rhy(cod),(bddo)](BFs), and [Rhy(CO)4-
(bddo)](BF4)..
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Exchange of boryl ligand substituents in
Os[B(OEt),]CI(CO)(PPhs),

The OEt groups in the boryl ligand of
Os[B(OEt),]CI(CO)(PPh3), undergo ex-
change reactions with 1,2-ethanediol and 1,3-
propanediol in the presence of Me;SiCl
Crystal structure determinations of the re-
sulting products are revealing of the nature
of the Os-B bond.
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A simple, convenient and environmentally
sound method for the synthesis of ferroce-

&>—cHo xj - @cx—/ g %X
Fe

Fe

No solvent

J. Organomet. Chem. 689 (2004) 1617 nylimines is described involving the solvent- PN =
' ' ' free mixing of substituted anilines and fer-
Solvent-free synthesis of ferrocenylimines rocenylaldehydes. The yields obtained were
very high and purification was achieved by
cold recrystallization from methanol.
Jifi Pinkas, Michal Horacek, Jifi Kubista, New titanium and zirconium metallocene Ph Ph
Robert Gyepes, Ivana Cisarova, Nadine Pirio, dichlorides comprising 2,3-dimethyl-1,4-di-
Philippe Meunier, Karel Mach phenylcyclopentadienyl ligand have been Ph Ph
J. Organomet. Chem. 689 (2004) 1623 pr.epared, characterized and in combination M"‘C] Zr“CI
with methylalumoxane tested for poly- \Cl ¢,
Titanium and  zirconium  complexes merization of ethene. While the titanium Ph @
containing the new  2,3-dimethyl-1,4- complex 4 was inactive the zirconium com-
i i i i lexes 5 and 6 showed moderate and high Ph
diphenylcyclopentadienyl ligand. Synthesis, plexes 5 and 6 snowed moderale and hig
characterization and polymerization behavior activity, respectively. 4 (M=Ti) 6
5 (M=Zr)

Guo-Cang Wang, Jian Xiao, Lin Yu,
Jin-Shan Li, Jing-Rong Cui,
Rui-Qing Wang, Fu-Xiang Ran
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Synthesis, crystal structures and in vitro
antitumor activities of some arylantimony
derivatives of analogues of demethyl-
cantharimide

A series of novel arylantimony derivatives of
analogues of demethylcantharimide with the
formulae Ar,SbLs_,) and Ar,SbL's_,, were
synthesized. The crystal structures of
(C(,H5)4SbL, (4-CH3C(,H4)3SbL2 and (3-
CH;CgHy);SbL/, were determined by X-ray
diffraction. The in vitro antitumor activities
of all compounds against six cancer cells are
reported.
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Gabriele Albertin, Stefano Antoniutti,
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Preparation and reactivity of osmium(II)
hydride complexes with phosphites and

polypyridyls

Chloro-complexes [OsCI(N-N)P;]BPh, (1,2)
[N-N = 2,2"-bipyridine (bpy) and 1,10-phe-
nanthroline  (phen); P = P(OEt); and
PPh(OEt),] were prepared by allowing
OsCI4(N-N) to react with zinc dust in the
presence of phosphites. Treatment of the
chloro-complexes 1,2 with NaBH, yielded, in
the case of bpy, the hydride [OsH
(bpy)P;]BPh, (4) derivatives.

Cameron Jones, Thomas C. Williams
J. Organomet. Chem. 689 (2004) 1648
Reactions of 2-arsa- and 2-stiba-1,3-dionato

lithium complexes with group 4-7 metal
halides

The reactions of 2-arsa- and 2-stiba-1,3-dio-
nato lithium complexes with group 4-7 me-
tals have been investigated. These have given
rise to complexes in which the arsadionate,
[OC(Bu’)AsC(Bu’)COJ, acts in either an n?>-
0,0- or n!-As-ligating mode. Several metal
mediated arsadionate decomposition reac-
tions are also reported to give a range of
products, including the known arsaalkyne
tetramer, As4C4Bu’y. The X-ray crystal
structures of six of the prepared complexes
are discussed.
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Helge Miiller-Bunz, Patrick McArdle,
Anthony R. Manning, Michael J. McGlinchey

J. Organomet. Chem. 689 (2004) 1657

An NMR study of the rotational barriers in
cobalt-stabilized carbocations: X-ray crystal
structures of (n*-C4Phy)Co-(n’-CsH4R),
where R is CH;C=0, CH=0, CH('Bu)OH

Protonation of the secondary alcohols
(n*-C4Phy)Co(n’-CsHs-CH(R)OH),  where
R = tert-butyl or phenyl, at —80 °C furnishes
the deep purple, cobalt-stabilized cations
which exhibit restricted rotation about the
external CsH4~CHR™ linkage on the NMR
time-scale. These data indicate a minimum
value for the barrier to rotation of 15 kcal-
mol™!, indicating a considerable degree of
C-C double bond character.
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Synthesis of Re(I) complexes bearing

tridentate 2,6-bis(7'-azaindolyl)phenyl ligand
with green emission properties

The Re(I) complexes bearing 2,6-bis(7'-
azaindolyl)phenyl group as a tridentate li-
gand were synthesized. The structures of the
complexes were confirmed by X-ray crystal-
lography. Green emission (e, = 510 nm)
was observed in THF solution at room
temperature, which is considered to be at-
tributable to MLCT (dz*(Re) — n* (7'-
azaindolyl group)) transition.




Contents

Chunlin Ma, Yinfeng Han, Rufen Zhang
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Synthesis, characterizations and crystal

structures of di-n-butyltin(IV) complexes
with heteroatomic (N, O or S) acid

Two types of di-n-butyltin(IV) complexes
{["Bu,Sn(O,CR)|,0}, - L 1-4 and "Bu,S-
n(O,CR),Y 5-8 (when L = H,O, R = 2-pyr-
azine 1; L = 0, R = 2-pyrimidylthiomethyl-
ene 2, l-naphthoxymethylene 3; L = C¢Hs,
R = 2-naphthoxymethylene 4; when Y =
H,O, R = 2-pyrazine 5; Y =0, R = 2-pyr-
imidylthiomethylene 6, 1-naphthoxymethyl-
ene 7, 2-naphthoxymethylene 8) have been

A"BuySnO + 4RCOOH — 21 3 (["BuySn(0,CRYL,O}L 1-4

SCH,-

o ,NJ§ Lo, ReNTN
When L=H,0, R='y | 1:1=0, R=} _J2;

s

OCH,

2 OCH,-

"Bu,SnO + 2RCOOH ————= "Bu,Sn(0,CR),Y 5-8

SCH;
prepared in 1:1 or 1:2 molar ratios by reac- When YH.O. Re NJ§ v NON
tions of di-n-butyltin oxide with the acids. i LN A
OCH,-
OCH,-

Jarostaw Lewkowski, Monika Rzezniczak, The series of aminophosphonous acids PO,H,
Romuald Skowronski bearing the ferrocenyl moiety was obtained
J. Organomet. Chem. 689 (2004) 1684 by Fhe addition of hypophosphorous acid to

Schiff bases of ferrocenecarboxaldehyde. NHR

a-(Ferrocenyl)-aminomethanephosphonous
acids. First synthesis and preparation of their
esters with cholesterol and adenosine

They were subsequently condensed with
cholesterol and adenosine to form their
cholesteryl and adenosinyl esters. The con-
currence reaction of DCC with an amine
nitrogen atom was observed.
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The substitution reactions of [M3(CO);,] by
RNC have been investigated by electrospray
mass spectrometry showing up to six COs
can be replaced. [Fe3(CO);o(CNPh),] has

H
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Reactions of isonitriles with [Fe;(CO);,] and both PANC axlally on the same Fe atom, and
[Ru3(CO);,] monitored by electrospray mass [R}l4(CO?| 1(13-n"-CNPh)>(CNPh)] ] has a
spectrometry: structural characterisation of spiked-triangular  cluster core with two
[Fe3(CO)1o(CNPh),] and [Rus(CO);(ps-n- PhNC ligands in an unusual coordination
CNPh),(CNPh)] mode.
Maria Jaworska, Zofia Stasicka Density functional calculations for the NO - NO
J. Organomet. Chem. 689 (2004) 1702 [(RS)XF‘?(NOM—X]_ (R = CH;) compougds |

are carried out using the DFT method with Fe. Fe.
Structure and UV-Vis spectroscopy of the B3LYP functional. Rs” \"ggﬁ on” I"S’sR

nitrosylthiolatoferrate mononuclear comp-
lexes

Fes(CO)iz + xs RNC > Fes(CO)2n(CNR)n
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Mingzhong Cai, Wenyan Hao, (E)-a-Aryltellurenylvinylsilanes 4 have been Cp,TiCly(5 mol%)
Hong Zhao, Jun Xia synthesized stereoselectively via the hydro- R—=—-=iMe; +i-BuMgBr 4’& o 25C
. . . 24,
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