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COVER PICTURE

The cover picture shows a figurative illustration

of the copper-catalytic cycle

allylic alkylation and its powerful stereoselective

control over the regio-, chi
selective allylic ring opening

displacement of leaving groups. This Microreview
by C. A. Falciola and A. Alexakis on p. 3765ff.
covers the field from the early stages of

diastereoselective procedures

highly efficient catalytic protocols.
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The EUChemSoc Societies
have taken the significant
step into the future by merg-
ing their traditional journals,
to form two leading chemistry
journals, the European Jour-
nal of Inorganic Chemistry and
the European Journal of Or-
ganic Chemistry. Three further
EUChemSoc Societies (Austria,
Czech Republic and Sweden) are

Associates of the two journals.
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This review covers the main asymmetric al-
lylic alkylation and ring-opening reactions
enabled by copper reagents. This past dec-
ade has mostly focused on catalytic pro-
cedures giving access to a large diversity of
allylic chiral adducts. With the increasing
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number of publications on the subject, the
scope of the methodologies has broadened
to highly substituted substrate patterns,
more functionable substrates and a larger
range of nucleophilic sources.

A new inhibitor of the serine protease o.-
chymotrypsin, epicoccalone (1), was iso-
lated from an Epicoccum sp. associated
with the tree fungus Pholiota squarrosa.
The isolation and structural elucidation of
two co-metabolites (2, 3) suggest that the
unusual coumarin (1) and the isobenzofur-
anes (2, 3) share an orsellinic acid derived
polyketide biosynthetic pathway.

Peptido-carbenes and their Pd complexes
were synthesised on solid support and
characterised by NMR and MS data. So-
lid-phase reactions of peptides containing
imidazolium ions in the backbone with
BEMP and PdCl,COD or Pd(OAc), af-
forded mono- or didentate (carbene)palla-
dium complexes on solid support. These
methods are suitable for solid-support
combinatorial synthesis of chiral palladium
catalysts.

Eur. J. Org. Chem. 2008, 3755—3759



A ring opening of lactones with Grignard
reagents followed by thionation with
Lawesson’s reagent led to the synthesis of
several benzannelated thienyl oligomers.

Relative stabilities of various tautomers of
compound 1 were investigated in both the
gas phase and in water by a series of DFT
and ab intio calculations. In addition, the
basicity of 1 in aqueous solution was esti-
mated.

99
L

o (5-10 mol-%)
THF, 25°C, 1-5 h
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The use of bifunctional chiral phosphane
Lewis bases in catalytic asymmetric aza-
Morita—Baylis—Hillman reactions of N-
sulfonated imines with methyl vinyl ketone

Sensor 1 was developed as a fluorescence-
enhanced AIP" sensor with unique dual-
channel emissions. The addition of A" to
1 elicits a large fluorescence enhancement
by inhibition of a PET channel and also a
fluorescence enhancement due to pro-
motion of an emissive excimer channel.
The dual-channel fluorescence-enhanced
response of the sensor contributes to its
high sensitivity and selectivity.

Eur. J. Org. Chem. 2008, 3755—3759
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Results from the optical and electrochemi-
cal studies of benzo[c]thiophenes are also
presented.
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80-98% yield, up to 88% ee

affords the corresponding adducts in good-
to-excellent yields and moderate-to-good
enantioselectivities within a few hours at
room temperature.
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Allenylphosphonates react with imines,
o, B-unsaturated esters, and enones in Bu;P-
or iBujP-promoted reactions to afford
pyrrolines, tetrahydropyridines, and cyclo-
pentenes bearing phosphoryl functions.
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Clicking polyglycerol dendrons to a por-
phyrin core gives dendrimers with molecu-
lar weights of approximately 8000 and
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Enantioselective variants of these cycli-
zation reactions afforded enantiomeric
excesses of up to 90% when a chiral
phosphepine was used as the catalyst.

Chiral o>?,8*-diamino acids were synthe-
sized by double stereoinduction reactions
of chiral oxazolidinone enolates with N-
sulfinyl aldimines. Among a variety of
highly functionalized diamino acids, this
highly diastereoselective protocol provides
a synthetic route for yet unreported C-gly-
cosyl and o-nucleoside diamino acids.

16000 and with 64 and 128 allyl ether
groups on their periphery, respectively.

Syntheses of stannylated allyl and vinyl-
phosphonates by molybdenum-catalyzed
hydrostannation of the corresponding pro-
pargyl and alkynylphosphonate derivatives
proceed with high regioselectivities. The
stannylated phosphonates obtained are
versatile building blocks for further modifi-
cations, such as iodinations or cross coup-
ling reactions.

Eur. J. Org. Chem. 2008, 3755—3759
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O 2. CH,=CH-CH,OH
A new class of a,p-unsaturated -oxacapro-
lactams was synthesized from imines as
starting material. The synthetic procedure

A S

1. CH,=CR-COCI N

UO\/\ Ru catalyst CD/O

is based on an acyl chloride addition in the
first step, followed by a ring-closing me-
tathesis using a ruthenium catalyst.
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An efficient and stereoselective synthesis of
densely substituted 1,3-dienes has been
achieved by a domino reaction of Li-
dimsylate, an 2-(arylmethylidene)-2-phos-
phonoacetonitriles, an aldehyde and LiOEt
involving Michael/Horner—Wadsworth—
Emmons/elimination steps.
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