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Enantioselective pinacol coupling reaction
of aromatic aldehydes catalyzed by chiral
vanadium complexes

The asymmetric pinacol coupling of aro-
matic aldehydes by chiral salan-vanadium
complexes as effective catalysts is re-
ported. Chiral 1,2-diols were obtained with
high diastereoselectivities (up to 90/10)
and moderate to high enantioselectivities
(up to 82% ee). The possible mechanism of
the pinacol coupling reaction is also dis-
cussed.
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Walid Al-Maksoud, Julien Mesnager,
Farouk Jaber, Catherine Pinel,
Laurent Djakovitch

J. Organomet. Chem. 694 (2009) 3222

Synthesis of diethyl 2-(aryl)vinylphos-
phonates by the Heck reaction catalysed
by well-defined palladium complexes

The Pd-catalysed synthesis of diethyl 2-
(aryl)vinylphosphonates by direct Heck
arylation of diethyl vinylphosphonate with
various aryl or heteroaryl halides is re-
ported. Several homogeneous catalytic
systems were used and compared giving
high conversions and selectivities under
optimised conditions.
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Chemically bonded assembly and
photophysical properties of luminescent
hybrid polymeric materials embedded
into silicon-oxygen network and carbon
unit

Through the reaction between the hydro-
xyl groups of 2-hydroxyl-3-methylbenzoic
acid, the glycol, the diglycol or the poly-
glycol and the isocyanate groups of 3-
(triethoxysilyl)-propyl isocyanate, the hy-
brid precursors were obtained and then the
hybrid materials were assembled through
hydrolysis and copolycondensation with
the tetraethoxysilane via sol-gel process.
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[solation of p-tricyanovinylphenyldicyano-
methide ion via a [2+2] cycloaddition of
7,7,8,8-tetracyanoquinodimethane (TCNQ)
molecules

In the presence of CoCl,,6H,0 and dppm,
the reaction of TCNQ (7,7,8,8-tetracyano-
quinodimethane) molecules by [2+2]
cycloaddition forms a p-tricyanovinylphe-

nyldicyanomethide ion (PCQ~), which has
been obtained as one anion unit in one new
compound [Co-(dppmdo);][PCQ7],-H,0 1
(dppmdo = bis(diphylphospine oxide)
methane). Its structure was determined
by X-ray crystallography: 1 crystallizes in
P1 with a=14.174(3) A, b = 19.553(4) A,
c=19.776(4) A,  «=112.72(3)°, p=
95.43(3)°, y = 110.79(3)°, and Z = 2. It was
characterized by IR spectra, UV-Vis spec-
tra, and cyclic voltammogram. Magnetic
properties indicate that no magnetic cou-
pling between PCQ~ and [Co(dppmdo)s]**
unit.

Liliang Huang, Hua Zhu, Xiaoping Xu,
Chunchun Zhang, Yu-Mei Shen

J. Organomet. Chem. 694 (2009) 3247

Synthesis and characterization of organo-
metallic rhenium(I) and technetium(I) bile
acid complexes

Eight bile acid derivatives and their con-
jugates with [Et;N],[Re(CO)sBr3] and fac-
[M(CO)3(H,0)3]* (M =2°"Tc, Re) were
synthesized. The radioactive technetium-
99m complexes were prepared and chal-
lenged for stability in physiological phos-
phate buffer at 37 °C for 24 h.

Marcio J. da Silva,
Robson Ricardo Teixeira,
Danielli Marcolan Carari

J. Organomet. Chem. 694 (2009) 3254

Pd(OAc),/M(NO3), (M = Cu(ll), Fe(IlI);
n=2, 3). Kinetic investigations of an
alternative Wacker system for the
oxidation of natural olefins

The efficiency of an alternative Wacker
system, based on catalytic combination of
Pd(OAC)lee(NO:;)g; or Pd(OAC)zlcu(NO:;)z,
on the oxidation of natural olefins was
evaluated. The results of the kinetic in-
vestigations regarding the role of palla-
dium catalyst, nitrate ion, dioxygen, and
co-catalysts (iron and copper) are dis-
cussed.
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Synthesis and chemical oxidation of 3-
ferrocenylpyrrole and ferrocenyl-
substituted triazoles: Iron versus ligand
based oxidation

Chemical oxidation of 1 and 2 with DDQ
yields the salts [1*][DDQ~] and
[2"][DDQ"], respectively. >’Fe Méssbauer
spectroscopy reveals the presence of low-
spin Fe'' in [1™][DDQ"] while Fe" is oxi-
dized to low-spin Fe' in [2*][DDQ].
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Catalytic thermal and photo-induced CH
and CC activation reactions of alkanes with
ansa amido functionalized half-sandwich
complexes and methylalumoxane

Ansa amido functionalized half-sandwich
complexes with group four metals are able
to activate alkanes in a catalytic manner to
give alkenes, branched isomers and C,C
coupling products at higher temperatures
(300 °C).
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Shogo Sakai, Yukihiro Kojima
J. Organomet. Chem. 694 (2009) 3276

Theoretical studies on the role of bridging
group of CGC type ligands for the Ziegler-
Natta catalysis

Through-bond model for electronic effects.
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Carbonyl rhodium(I) complexes containing
(H)PNX (X = O or N) ligands deriving from
natural aminoacid-amides. Synthesis, X-
ray structure and spectroscopic
characterization

A series of new carbonyl Rh(I) complexes
containing potentially tridentate chiral
ligands have been obtained. The ligands
can adopt a x*>(H)PN, «>-(H)PNO or «>-
PNN’ coordination mode, depending on the
experimental conditions.

Serguei Fomine, Selena Gutierrez,
Mikhail A. Tlenkopatchev

J. Organomet. Chem. 694 (2009) 3287

Metathesis of carbonyl containing olefins
by 2nd generation Ru alkylidene catalysts:
A computational study

The driving force of the metathesis reaction
is the formation of a Ru-O coordination
bond in the corresponding Ru acetoxyethy-
lidene complex 8a. Additional stabilization
of Ru center by carbony oxygen in 8a
reduces the activity of the complex as a
catalyst.
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LeGrande M. Slaughter
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Palladium complexes of bis(acyclic
diaminocarbene) ligands with chiral N-
substituents and 8-membered chelate
rings

Reaction of a palladium bis(isocyanide)
complex with a diamine bearing (R)-1-
phenylethyl N-substituents affords a chiral,
C,-symmetric, bis(acyclic diaminocarbene)
chelate complex in one step. Increased bulk
on the amine disfavors homochiral bi-
s(ADC) ligands, though an achiral analogue
was isolable.

Veysel T. Yilmaz, Eda Soyer,
Orhan Buyukgungor

J. Organomet. Chem. 694 (2009) 3306

Two-dimensional supramolecular net-
works generated from weak Ag---C,,
interactions: Synthesis, structural, thermal
and fluorescence studies of silver(l)
complexes  of  5,5-diethylbarbiturato
with pyridine-2-ylmethanol and 2,6-di-
methoxypyridine

[Ag(barb)(pym)]-H,O and [Ag(barb)(dm-
py)]-1.5H,0 complexes (barb = 5,5-
diethylbarbiturate, pym = pyridine-2-yl-
methanol and dmpy = 2,6-dimethoxypyri-
dine) have been synthesized and
characterized. The molecules of both com-
plexes are doubly bridged by N-H...-O
hydrogen bonds and the hydrogen-bonded
dimers are extended into 2D networks
through weak Ag- --C,y (n') interactions.

Shishir Ghosh, Shahed Rana,
Derek A. Tocher, Graeme Hogarth,
Ebbe Nordlander, Shariff E. Kabir

J. Organomet. Chem. 694 (2009) 3312

Reactivity of the triruthenium ortho-
metalated cluster [Rus(CO)o{ps-n’k! k>3-
PhP(CgH4)CH,PPh}]  with  tri(2-thienyl)-
phosphine and  tri(2-furyl)phosphine:
Formation of 1,3-diphenyl-2,3-dihydro-
1H-1,3-benzodiphosphine complexes via
phosphorus-carbon bond formation

Addition of P(C4H3E)3 (E =0, S) to [RU3—
(CO)ofns-n' x',k>-PhP(C¢H4)CH,PPh)]  re-
sults in carbon-phosphorus bond forma-
tion to give 1,3-diphenyl-2,3-dihydro-1H-
1,3-benzodiphosphine (dpbm) complexes
but competing carbon-hydrogen and car-
bon-phosphorus bond activation leads to
mixtures of products.
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Epoxidation in ionic liquids: A comparison
of rhenium(VII) and molybdenum(VI)
catalysts

Lewis base complexes of MoO,Cl, and
methyltrioxorhenium (MTO) and Schiff-
base complexes of MTO have been exam-
ined for the epoxidation of cis-cyclooctene
in selected room temperature ionic liquids.
MTO turns out to be a much more active
and stable catalyst than the water sensitive
Mo(VI) compound.
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Introduction of new ancillary ligands to the
iridium complexes having 2,3-
diphenylquinolinato ligands for OLED

A new series of the iridium complexes,
Ir(4-Me-2,3-dpq)2(przl-R) were synthe-
sized. The X-ray crystal structure of Ir(4-
Me-2,3-dpq),(przl-CgHsCl) was  deter-
mined. The electrochemical and lumines-
cence properties of the complexes were
investigated. The luminous efficiencies of
Ir(4-Me-2,3-dpq)2(przl-CsHs) and Ir(4-Me-
2,3-dpq),(przl-C¢H4CH3) were improved,
compared with that of Ir(4-Me-2,3-
dpq)(acac).
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Thomas J. Malosh, Scott R. Wilson,
John R. Shapley
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Binuclear ruthenium complexes of fluorous
phosphine ligands: Synthesis, properties,
and biphasic catalytic activity. Crystal
structure of [Ru(pu-0,CMe)(CO),P(CH,CH,
(CF2)sCF3)3]2

Dimeric ruthenium complexes, ligated by
fluorous soluble tertiary phosphines, ex-
hibit catalytic activity in a Fluorous Bipha-
sic Catalytic System. Acetophenone is
hydrogenated to provide 1-phenylethanol.

Anja Pfletschinger, Michael Dolg
J. Organomet. Chem. 694 (2009) 3338

Haptotropic migration of M(CO); (M = Cr,
Mo, W) on substituted phenanthrene

Gradient-corrected density functional the-
ory calculations have been performed to
investigate the effects on structures and
energies of the haptotropic migration of a
metal tricarbonyl group on a highly sub-
stituted phenanthrene when using the
three homologue transition metals chro-
mium, molybdenum and tungsten.

Lingjun Liu, Siwei Bi, Min Sun,
Xiangai Yuan, Ning Zheng, Ping Li

J. Organomet. Chem. 694 (2009) 3343

Mechanistic investigation on
hydrogenation and hydrosilylation of
ethylene catalyzed by rhenium nitrosyl
complex

The mechanistic investigation on hydro-
genation and hydrosilylation of ethylene
catalyzed by a rhenium nitrosyl complex
has been carried out with the aid of the
density functional theory calculations.
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Synthesis of 2-boryl-1,3-butadienes from
tributylphosphine stabilized zirconacy-
clopropenes and alkynes

Boryl zirconacyclopropenes stabilized with
tributylphosphine react with alkynes
(terminal and internal) to give predomi-
nately 2-boryl-1,3-butadienes, 5, in
40-81% isolated yields. Products 5 are
accompanied by 1-boryl-1,3-butadienes,
6, in 8-30% (GC yield) when terminal
alkynes are inserted. However, the use of
an internal alkyne (3-hexyne) gave pre-
dominantly 6¢ (78% isolated yield).
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Lithiated y-O-functionalized propyl phenyl
sulfides and sulfones of the type
Li[CH(SO,Ph)CH,CH,OR] (x = 0, 2). [Li{CH-
(SPh)CH,CH,0t-Bu}(tmeda)] - A struc-
turally characterized organolithium inner
complex

Lithiation of O-functionalized alkyl phenyl
sulfides PhSCH,CH,CH,OR (I) with n-BuLi/
tmeda were found to proceed at the o- (a)
and the ortho- (b) positions with o/ortho
ratios dependent on the sterical demand of
the substituent R. Synthesis of the pure a-
lithiated compounds II gave proof that this
directing effect is due to an organolithium
inner complex formation.
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Reactions of half-sandwich rhodium(III)
and iridium(Ill)  compounds  with
pyridinethiolate ligands: Mono-, di-, and
tri-nuclear complexes

Reactions of half-sandwich rhodium(III)
and iridium(Ill) compounds with pyridi-
nethiolate ligands afford eight organome-
tallic complexes in which mono-, di-, and
tri-nuclear Cp"Rh or Cp'Ir complexes were
confirmed.
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The reaction of selenium dichloride with
divinyl sulfide

A synthesis of novel selenium heterocycles
based on the reaction of selenium dichlor-
ide with divinyl sulfide has been described.
At =50 °C the reaction gives 2,6-dichloro-
1,4-thiaselenane in quantitative yield.
Upon standing in chloroform solution,
2,6-dichloro-1,4-thiaselenane  undergoes
spontaneous rearrangement to 5-chloro-
2-chloromethyl-1,3-thiaselenolane. Under
action of pyridine, 2,6-dichloro-1,4-thiase-
lenane is converted to 2-chloromethyl-1,3-
thiaselenole in 95% yield.
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