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COVER PICTURE

The cover picture shows that tuning the size of the
catalyst particles provides a powerful synthetic tool
for controlling not only the selectivity and yield,
but also the direction of the chemical transfor-
mation. Soluble mononuclear and dinuclear phos-
phine complexes of palladium are excellent cata-
lysts for stereoselctive E—E (E = S, Se) bond ad-
dition to alkynes. However, these complexes are
poor catalysts for E—H bond addition to
alkynes. Increasing the size of the catalyst par-
ticles changes the reactivity: polymeric species of
nickel and palladium become efficient catalysts
of E—H bond addition under heterogeneous
conditions, while they are totally inactive in
E—E bond addition. The unique self-organized
catalytic system shown in the background
(magnified by scanning electron microscopy)
combines the best features on the polynuclear
metal complex and supported catalyst. Details
are presented in the Microreview by I. P.
Beletskaya and V. P. Ananikov on p. 3431 ff.
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In the presence of transition metal cata-
lysts, hydrothiolation and hydroselenation
reactions, as well as bisthiolation and
bisselenation reactions, have been success-
fully carried out with high selectivities and
yields. New transition metal-catalyzed syn-
thetic methods have been developed for the
preparation of vinyl sulfides and vinyl
selenides of various types.
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[Pd(OPf),] catalyses the Sonogashira reac-
tion of aryl bromides and chlorides in the
presence of a catalytic amount of per-
fluoroalkylated pyridine as a ligand in a
fluorous biphasic system (FBS) composed
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1,3-Diethynylallenes (DEAs) with polar
functionalities were prepared to explore
their challenging optical resolution. Asym-
metric synthesis from optically pure bispro-
pargylic precursor opens another promis-
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of toluene and perfluorodecalin. The
reaction can be performed under phos-
phane-, copper- and DMF-free conditions
in an air atmosphere.

Si(iPr);

(iPr),Si

n=4,6,8,10

ing route to optically active 1,3-diethynyl-
allenes. A series of length-defined oligo-
mers were prepared by end-capping oligo-
merization using an “expanded monomer”.
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Palladium-catalyzed cyclization of enedi-
ynes for the synthesis of indenes 2 in yields
of 59—76 % was accomplished by treat-
ment of dialkynylbenzenes 1 with PdCl,
and CuCl, in acetonitrile at 60 °C for 2 h.

Aromatization of annelated rings, which is
the most serious bottleneck in the synthesis
of tetrabenzoporphyrins, was dramatically
facilitated and allowed these compounds to
be prepared from 4,7-dihydroisoindole.
The capabilities of the new method are
illustrated by the synthesis and unam-
biguous characterization of 5,15-diphenyl-
tetrabenzoporphyrin.

Pd catalyst
KOAc

= PdCIz CuCl,
CH4CN O‘ R
= heat to 60 °C
R cl
1 2

Ar-B(OH), + R—=

An efficient and convenient catalytic
system for the cross-coupling of aryl
boronic reagents with terminal alkynes was
described by using cyclopalladated ferro-
cenylimine (I)/silver oxide as the catalyst at
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(CO)sCr o)
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R

Tandem [2+2)/[2+1] (or [3+2)/[2+1])

sequences take place involving alkynyl-
(alkoxy) Fischer carbene complexes,
2,3-dihydrofuran (or trimethylsilyldiazo-
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room temperature. The substrates could be
extended to electron-poor alkynes, for
which the traditional Sonogashira reaction
does not proceed.
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methane), and one unit of a second olefin
to produce the diastereoselective formation
of three-component adducts in moderate
yields.
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Optically active cyclic imides were prepared
from the tartaric acids, which upon
alkylation were further transformed into
optically active amphiphilic tartramides
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and tartradiamides. The formation of the

cyclic imide is proposed to proceed by com-

peting mechanisms, including a proposed

ketene intermediate.
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Substitution effects of the gold-catalyzed
modular assembly of 4-substituted oxaz-
olidin-2-ones, as well as the intriguing iso-
merization mechanism, are discussed. This
approach is characterized by low catalyst

(0.5-5 mol-24)
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loading, mild conditions, and operational
simplicity. This method also allows the ox-
azolidinones to be sterically and elec-
tronically fine-tuned.
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The major component of tubular wax
crystals found on plant leaves, (S)-nona-

cosan-10-ol, is prepared together with its
enantiomer.
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Total synthesis of the hexamethyldocosane
from the cuticula of the Australian cane
beetle allowed to establish the absolute
configuration of the natural product.
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Acetylenedithiolate is an interesting build-
ing block in coordination chemistry but un-
fortunately an elusive beast. The synthesis
and reactivity of acetylene disulfides, which
are furnished with thiol protection groups
is described.
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Electrocyclization of 4-substituted-3-silyl-
oxy-2-azadienes to PB-lactams was shown to
be dependent on the (Z) configuration and
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the electron-donor capabilities of the sub-
stituent.
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2-Deoxy-2-phenylselenenyl-1-thioglycosides
were evaluated as glycosyl donors to provide
2-deoxy-2-phenylselenenyl-f-p-gulo-glyco-
sides and -B-D-allo-glycosides from furano-

ses. The phenyselenenyl group is necessary
for the stereocontrolled preparation of 2-
deoxyoligosaccharides, and the glycosyl-
ation is highly substrate dependent.
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A simple route to functionalized p-quinoid
n-systems from sterically shielded triaryl-
methylium tetrafluoroborates is presented.
The reaction with CH- and NH-acidic

nucleophiles proceeds readily at moderate
non-oxidative conditions with hydride as
leaving group.
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