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Reactivity of a CN-chelated stannylene
with chalcogens

Stannylene {2-[(CH;),NCH,]CgH4},Sn was
reacted with oxygen, sulfur, selenium, tell-
urium, and carbon disulfide. Dinuclear
adducts including {{2-[(CH3),NCH,]Cs-
Ha}>Sn}o(p2-S,C=CS,) as product of reac-
tion with CS, were isolated and
characterized.
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Yaru Liu, Jinpeng Li, Hongwei Hou,
Yaoting Fan
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Subtle role of counteranions in molecular
construction: Structures and properties of
novel Cu(Il) coordination complexes with
bis-(1-benzoimidazolymethylene)-(2,5-
thiadiazoly)-disulfide

Five Cu(Il) complexes are synthesized by
two self-assembly methods, the direct self-
assembly of the metal and ligand, and the
anion exchange reaction of precursor com-
plex. Of the five complexes, selecting four
having similar structural skeletons as cat-
alysts, the catalysis process of the oxidative
coupling of DMP has been explored.
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Synthesis, crystal structure and in vitro
antibacterial activity of two novel silver(I)
complexes

The antibacterial activity of two novel
silver(I) complexes has been studied
against two Gram-positive and two Gram-
negative bacterial strains by MTT method,
observing that complex 2 shows powerful
antibacterial activity against Bacillus sub-
tilis ATCC 6633 with MIC of 0.78 ug/mL,
which was superior to the positive control
penicillin G.
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Synthesis and electrochemical studies of
n>-monocyclopentadienylruthenium(II)
complexes with substituted thiophene
nitrile ligands. Crystal structure of [Ru(n’-
CsHs)(dppe)(NC{SC4H2},NO>)][PFs]

New organometallic complexes [Ru(n’-
CsHs)(P_P)(NC{SC4H,}:NO,)][PFs] ~ (P_P =
dppe, (+)-diop; n=1-3) were prepared
and fully characterized. Spectroscopic,
electrochemical and crystallographic data
were used in order to get an insight on the
first hyperpolarizabilities of these com-
plexes when compared to those found in
parent compounds reported in the litera-
ture.
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Theoretical investigation on structures and
isomerizations of  the aluminum
chlorogermylenoid H,GeCIAICI,

The aluminum chlorogermylenoid H,Ge-
CIAICI, was studied for the first time by
using the DFT B3LYP and QCISD methods in
gas phase and four solvents.
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Hydrogen  bonding interaction  of
CpCo(Dithiolene) complex with
monocyclic 2-pyridonyl substituent and
unexpected formation of dithiolene-fused
tricyclic pyridone derivative

[CoCp(dithiolene)] complexes having 2-
pyridonyl group were obtained and their
X-ray structure analyses indicated dithio-
lene-fused tricyclic pyridone structure and
NH---O and CH(dithiolene)---O hydrogen
bondings. The tricyclic pyridone complex
exhibited lower energy electronic absorp-
tion (Amax = 668 nm) compared with the
others (Amax = 562-614 nm), due to an
extended n-conjugation of aromatic cobalt-
adithiolene ring.
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Palladium catalyzed reductive
homocoupling reactions of aromatic
halides in dimethyl sulfoxide (DMSO)
solution

Biaryls were obtained in good to excellent
yields from the palladium catalyzed reduc-
tive homocoupling reactions of various aryl
iodides and bromides in dimethyl sulfoxide
(DMSO) solution without the need for any
additional reducing reagents.
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Heterometallic cyanide-bridged complexes
containing Rh'Ru"Rh’ triad: NMR data on
exchange reactions and ligand effect
transmission

Trans-[RuPy4(CN),] cleaves chloro-rho-
dium bridges in rhodium(I) binuclear com-
plexes, [Rh(CO),Cl],, [Rh(Cod)Cl],, and
[(Cod)RhCI;Rh(CO),] to form heterometal-
lic triad complexes [L,CIRh(NC)Ru-
Py4(CN)RhCIL",].

Benedek Karolyi, Zsolt Gengeliczki,
Gabor Vass, Laszlo Szepes
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Isonitrile ligand properties as studied by
He I/He II photoelectron spectroscopy

New series of isonitrile-substituted cobalt
tricarbonyl nitrosyl ((RNC)Co(CO),(NO),
R = Me, Et, n-Pr, i-Pr, n-Bu, n-Pe, (Mes.
Si)CH,;) has been synthesized, and their
ultraviolet photoelectron spectra are re-
ported. The relative importance of electro-
nic and steric effects of the isonitrile
ligands, as a function of the size of group
-R, is discussed.
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Synthesis, ethylene polymerization and
dynamic features of titanium and
zirconium complexes bearing chelating
malonate-based enaminoketonato ligands

Synthesis of new titanium and zirconium
dicholoro complexes bearing malonate-
based enaminoketonato (N,0) ligands is
described. After MAO activation complexes
were used in ethylene polymerization and
they produced bi- or multimodal polyethy-
lenes.
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N-heterocyclic carbene coordinated

gallanes and chlorogallanes

Four N-heterocyclic carbene coordinated
gallanes and chlorogallanes are reported
that represent some of the most thermally
stable molecular gallium hydrides known.
The remarkable thermal stabilities of these
complexes translate to aerobic stability.
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Activation of tri(2-furyl)phosphine at a
dirhenium centre: Formation of
phosphido-bridged dirhenium complexes

Reactions of the dirhenium complexes
[Rex(CO)10-x(NCMe),] (x=0, 1, 2) with
tri(2-furyl)phosphine under different con-
ditions are described. A series of dirhenium
complexes are obtained bearing tri(2-fur-
yl)phosphine, di(2-furyl)phosphide and
bridging hydride ligands.
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Antonio Zucca, Mario Manassero
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Gold(Ill) adducts of 2-vinyl- and 2-
ethylpyridine and cyclometallated
derivatives of 2-vinylpyridine: Crystal
structure of the cyclometallated derivative
[Au(k*-C,N-CH,CH(Cl)-CsH4N)(PPh3)CI][PFs]

Thermal activation of the 2-vinylpyridine
adduct Au(vinpy)Cl; in water gives the
five-membered cycloaurated derivative
[Au(k?-C,N-CH5CH(C1)-CsH4N)Cl] for-
mally resulting through a trans nucleophi-
lic addition of a chloride onto the C=C
bond. The PPh; derivative [Au(k*-C,N-
CH,CH(CI)-CsH4N)(PPh3)Cl][PFg] has been
structurally characterized.
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Phenyl bismuth B-diketonate complexes:
Synthesis and structural characterization

Phenylbismuth(Ill) hexafluoroacetylaceto-
nate, BiPh(hfac), (1) and its adducts
[BiPh(hfac),(L)] (Hhfac =1,1,1,5,5,5-hexa-
fluoro-2,4-pentanedione; L =H,0 (1a),
Me,CO (1b), THF (1c¢), DMA (1d), DMSO
(1e), and PhCN (1f), as well as a dimeric
hexafluoroacetate-trifluoroacetate  com-
plex, [BiPh(hfac)(0,CCFs)], (2), have been
synthesized and structurally characterized.
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Penta- and heptacoordinated tin(IV)
compounds derived from pyridine Schiff
bases and 2-pyridine carboxylate:
Synthesis and structural characterization

The synthesis of the Sn(IV)-complexed,
Schiff base derivatives 1a-1l, prepared in
one pot is described. The complexes were
characterized by IR, MS, 'H, '3C,'°Sn NMR.
An unusual reduction-oxidation reaction
took place by the reaction of 2-amino-4-
nitro-phenol, dibutyltin oxide and 2-pyr-
idinecarboxaldehyde which produced the
corresponding amine, 3h, and the amide,
4h, tin(IV) derivatives. Both structures
were established by X-ray crystallography.
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Rare earth metal benzyl complexes bearing
bridged-indenyl ligand for highly active
polymerization of methyl methacrylate

The bridged-indenyl rare earth metal ben-
zyl  complexes  [{CoHgSiMe,(CH>),Si-
Me,CoHg}Ln(CH,CeHa-p-"Bu), |[Li(THF)4]
(Ln=Y (1), Lu (2)) were synthesized by
treatment of CoH;SiMe,(CH;),SiMe,CoH7
with one equiv. of rare earth metal tris-
benzyl complexes formed in situ from the
reaction of LnCl; with 3 equiv. of
LiCH,CgH4-p-'Bu. Both complexes are
highly active for MMA polymerization.
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Synthesis, crystal structure and biological
activities of two novel organotin(IV)
complexes constructed from 12-(4-
methylbenzoyl)-9,10-dihydro-9,10-ethano
anthracene-11-carboxylic acid

Two complexes 1 and 2 have been synthe-
sized by the reaction of 12-(4-methylben-
zoyl)-9,10-dihydro-9,10-ethanoanthra-
cene-11-carboxylic acid with n-Bu,SnO
and (CgHs)3SnOH by azeotropic dehydra-
tion in the solvent of absolute benzene,
respectively. The crystal structures of both
two complexes have been determined by
X-ray crystallography.
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trans-Spanning ferrocene amidodiphosphine
ligand: Synthesis, palladium complexes and
catalytic use in Suzuki-Miyaura cross-
coupling

A novel diphosphine-amide, viz 1-{N-[(2-
(diphenylphosphino)phenyl)methyl]carba-
moyl}-1’-(diphenylphosphino)ferrocene (1)
was prepared by amide coupling between
2-Ph,PCgH4CH,;NH, and 1’-(diphenylphos-
phino)ferrocene-1-carboxylic acid. De-
pending on the metal source, this ligand
forms trans-chelate complexes [PdCI(X)(1-
«?PP’)] (X=Cl or Me) or P,P-bridged
dipalladium(Il) complexes [(u-1){Pd(CI)L},]
(L=(C)PBus  or  2-[(dimethylamino-
«N)methyl]phenyl-«xC").
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Hydride and dihydrogen dicarbonylrhenium(I)
complexes with phosphites, phosphonites
and phosphinites

Photoirradiation of a toluene solution of
[ReH(CO)5(L)] [L = 1,2-bis(diphenylphos-
phinoxy)ethane] in the presence of
PPh,(OR);_, (n=0, 1; R=Me, Et) gives
new hydride compounds of formula [Re-
H(CO)(L)YL)] [L"=P(OMe); (1); P(OEt)s;
(2); PPh(OMe), (3); PPh(OEt), (4)]. Proto-
nation of compounds 1-4 in CD,Cl, gave
the corresponding dihydrogen complexes.
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C,N-chelated hexaorganodistannanes, and
triorganotin(IV) hydrides and cyclo-
pentadienides

Triorganotin(IV) hydrides, distannanes and
cyclopentadienides containing LN (2-(N,N-
dimethylaminomethyl)phenyl-) as chelat-
ing ligand and phenyl, n-butyl or t-butyl
substituents were prepared and character-
ized by NMR and XRD techniques and their
reactivity studied.
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David A. Vicic, Oscar Navarro
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Synthesis of a bis(phenoxyketimine)
palladium(Il) complex and its activity in
the Suzuki-Miyaura reaction

The synthesis of a new charge-neutral, air-
and moisture-stable decafluorinated bis
(phenoxyketimine) Pd(I) complex is pre-
sented. Its activity as a precatalyst in the
Suzuki-Miyaura cross-coupling reaction of
activated and unactivated bromides has
been explored.
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Theoretical investigation of electronic
structures and excitation energies of
hexaphyrin and its group 11 transition
metal (III) complexes

According to the results of NBO and ELF,
metal-ligand bonds show slightly covalent
character. Metalation leads to red shifts in
the spectra of the corresponding metal
complexes with respect to that of hexa-
phyrin. Spin-orbit coupling has little ef-
fects on the electronic spectra of metal
complexes of hexaphyrin.
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Synthesis, structure, and in vitro
antiproliferative  activity = of  cyclic
hypervalent organobismuth(IIl) chlorides
and their triphenylgermylpropionate
derivatives

Six compounds of cyclic hypervalent orga-
nobismuth(Ill) chlorides and their triphe-
nylgermylpropionate  derivatives were
synthesized and characterized. It was re-
vealed that the eight-membered tetrahy-
droazabismocine rings are highly flexible.
Moreover, the complexes were found to
show good antitumor activities against
gastric carcinoma cells MGC-803 much
better than cisplatin. The ICs, value is
0.7 uM for the thiabismocine triphenylger-
mylpropionate.
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An eco-friendly procedure for the efficient
synthesis of bis(indolyl)methanes in
aqueous media

A new, convenient and high yielding
procedure for the preparation of bis(indo-
lyl)methanes in water by electrophilic
substitution reaction of indoles with dif-
ferent carbonyl compounds in the presence
of a catalytic amount of [Cu(3,4-tmtppa)]-
(MeSO4)4 (1 mol%) as a highly stable and
reusable catalyst is described. This proce-
dure has also been applied successfully for
the preparation of bis(pyrazole-5-ols) and
dipyrromethanes.
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A novel alkenyl-substituted ansa-
zirconocene complex with dual
application as olefin polymerization

catalyst and anticancer drug

The alkenyl-substituted zirconocene com-
plex [Zr{Me,Si(n>-CsMe4)(n>-CsH3(CMe,.
CH,CH,CH=CMe;))}Cl,] has been pre-
pared and used as a catalyst in ethylene
polymerization and ethylene-1-octene
copolymerization. In addition, this novel
zirconium complex exhibits high cytotoxic
activity against human cancer cells.
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Cadmium bis(phenylselenolate) as a
precursor for the synthesis of polymeric
Cd(p-Se)clusters: Crystal and molecular
structures of [Cd4(SePh);(PPh3)X], (X = Cl,
Br)

The reaction of Cd(SePh), with CdX,
(X =Cl, Br) in MeOH in the presence of
PPh; at 130 °C under solvothermal condi-
tions affords the product [Cd4(SePh);-
(PPh3)X],, a one-dimensional assembly of
adamantanoid clusters joined into a poly-
meric chain by p-SePh bridges.
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Fe(CO)s promoted C-S bond activation and
formation of an unusual C,S3 ligand in
[{Fex(CO)s}a(n-C2S3)]

Photolysis of a hexane solution containing
Fe(CO)s and CS, yields a novel cluster
[{Fex(CO)s}a(u-C3S3)] (1). Its molecular
structure was determined by single crystal
X-ray diffraction methods and shown to
consist of two distinct Fe,(CO)s units
linked by an unusual C,S3 unit.
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