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Catalyst poisoning in catalyzed imine hydrogena-
tion: A novel zwitterionic Rh(I)/o-hydroxy-substi-
tuted imine complex

The ketimine (0-HOC-H,)C(Me) = NCH,Ph reacts with [Rh(COD)(PPh,),]PF, in MeOH at ambient condi-
tions to precipitate the complex [Rh{n*(C;H,0)(")C(Me) = N(")(H)CH,Ph}(PPh,),]PF,, a unique type of
zwitterionic complex in which the imine is coordinated via the C, part of the o-hydroxy-arene moiety in a
quinoid form; this tautomer is generated via proton transfer from the O-atom to the N-atom within the
molecular, benzenoid form. The precipitation of the Rh precludes possible catalyzed hydrogenation of the
imine.
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Tungsten(I)-initiated ring-opening metathesis poly-
merization and other C—C bond forming reactions of
5-vinyl-2-norbornene

The trichloro-bridged tungsten(Il) dimer [(CO),W(u-C1);W(GeCl,)(CO),] has been demonstrated to be a
very effective catalyst for the ring-opening metathesis polymerization of 5-vinyl-2-norbornene. The ROMP
reaction is accompanied by the formation of 2,2'-bi(vinylnorbornylidene). A mechanism involving C-H
bond activation of olefin and the formation of tungsta-vinylnorbornylidene is proposed to explain those
results.
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Ring opening metathesis polymerisation initiated by
RuCl,(3-bromopyridine),(H,IMes)(CHPh). Scope
and limitation in block copolymer synthesis
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Synthetic and mechanistic studies on enyne
metathesis: A catalyst influence

The structure—selectivity relationship of the intramolecular enyne metathesis of 3 catalyzed by various ruthe-
nium carbenes was investigated. This study witnesses the very subtle and cooperative influence of different
parameters on the stereochemical course of this reaction.

« KB Ry A < e A
N — N
f \, % A,
X X
3 4 5 6

Julia Wiedermann, Kurt Mereiter,
Karl Kirchner

Journal of Molecular Catalysis A: Chemical 257
(2006) 67

Palladium imine and amine complexes derived from
2-thiophenecarboxaldehyde as catalysts for the
Suzuki cross-coupling of aryl bromides

A range of square-planar trans-dichloro palladium(II) complexes containing N-(2-thiophenecarboxalde-
hyde)-aniline and N-(2-thienylmethyl)-aniline derived ligands has been synthesized and characterized. The
use of these complexes as catalysts for the Suzuki coupling of various aryl bromides and phenyl boronic acid
has been examined.
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Transition metal complexes of polymeric Schiff
bases as catalyst precursors for the polymerization
of ethylene

Polymeric Schiff bases can be used as ligands for the preparation of heterogeneous olefin polymerization
catalysts. The structure of the ligand backbone determines the properties of the iron containing catalysts.
Force field calculations help to explain the results.
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The acyclic diene metathesis (ADMET) polymer-
ization approach to silicon containing materials

The utility and feasibility of acyclic diene metathe-
sis polycondensation in the synthesis of silicon/
carbon hybrid materials is presented. Silylative
coupling polycondensation is also presented as
complementary method in the preparation of such
hybrids. Both methods lead to formation of unsaturated
polymeric systems that might be valuable materials
in the vast number of applications.
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Cesium partly substituted salts Cs H,_ P,W O, of
Wells—Dawson heteropolyacid as catalysts for
ethyl-fert-butyl ether synthesis

The physico-chemical properties of a series of part-
ly substituted cesium salts Cstﬁ_xPZWISO62 of
Wells—Dawson heteropolyacid have been investigat-
ed. Cesium salts were tested as catalysts in gas
phase synthesis of ethyl-fert-butyl ether (ETBE).
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Titanium complexes supported by bis(aryloxo)
ligand: Structure and lactide polymerization activities

Catalytic properties of titanium bis(aryloxo) complexes with 2,2’-ethylidenebis(4,6-di-tert-butylphenol)
(edbp-H,) towards polymerization of cyclic esters are reported.
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Ruthenium catalyzed selective oxidation of aryl
thiophenes using hydrogen peroxide
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N-Heterocyclic carbene complexes of cyclopentadi-
enylnickel(II): Synthesis, structure and catalytic
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Asymmetric Friedel-Crafts reaction of furans with
alkyl glyoxylates catalyzed by (salen)Co(Il) com-
plexes

An asymmetric high-pressure (ca. 10 kbar) reaction of various 2-alkylfurans and atmospheric-pressure
reaction of 2-methoxyfuran with alkyl glyoxylates, catalyzed by the chiral (salen)Co complexes, has been
studied. The reaction afforded chiral furfuryl alcohols, compounds of significant synthetic interest, with
moderate to good enantioselectivity (up to 76% ee).
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Silicone waxes—synthesis via hydrosilylation in
homo- and heterogeneous systems

Silicone waxes were synthesized using hydrosilylation of alkenes with poly(hydromethyl, dimethyl)siloxane
in the presence of transition metal complexes in homogeneous system and immobilised in ionic liquids as
well as on supported metal catalysts.
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Influence of manganese tetraarylporphyrins sub-
stituents on the selectivity of cycloalkanes oxidation
with magnesium monoperoxyphthalate

The hydroxylation of cycloalkanes: cyclohexane and cyclooctane was studied with second and third gener-
ations of manganese porphyrins and magnesium monoperoxyphthalate (MMPP) as oxygen donor, under
mild condition. We have found that the product yields and the selectivity are modified by substituents in the
porphyrin ring.
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Synthesis of stilbenoids via the Suzuki—-Miyaura
reaction catalysed by palladium N-heterocyclic car-
bene complexes

The Suzuki—Miyaura reaction of aryl halides with trans-2-phenylvinylboronic acid using a series of related
in situ generated N-heterocyclic carbene palladium(II) complexes was studied in order to evaluate the effect
of ligand structure and electronics on the catalytic activity. The nature of the substituents of the carbene lig-
and was found to be critical. Specifically, the presence of alkyl groups on the ortho positions of the phenyl
substituents was a requisite for obtaining the most efficient catalyst systems.
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Novel silica immobilized NCN-pincer palladium(II)
and platinum(II) complexes: Application as Lewis
acid catalysts

New organometallic siloxanes derived from NCN-
pincer palladium(II) and platinum(I) complexes
have been developed. These complexes were immo-
bilized by grafting on silica particles as well as by
incorporating them by a sol—-gel method. The palla-
dium-silica hybrid materials were used as Lewis
acidic catalysts in the aldol reaction between methyl
isocyanoacetate and benzaldehyde. Various recy-
cling experiments were performed.
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