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COVER PICTURE

The cover picture shows the minimal fluorescence
emitted from a nitroxide-quenched diphenylanthra-
cene fluorophore (left-hand side) and the con-
trasting strongly fluorescent result after the spin of
the nitroxide radical has been removed by re-
duction or radical trapping (second from left). The
same differential can be seen for the acetylene-
extended system. The top right of the picture
shows the same four flasks viewed in visible light.
Details are discussed in the article by K.E. Fair- iR | BB
full-Smith and S. E. Bottle on p. 5391ff. Photo g " RS =)
courtesy of Dr. Aaron Micallef, AIBN, Univer-
sity of Queensland, Australia.
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Tunable nucleophilic carbon
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Metalated nitriles are nucleophilic cha-
meleons whose precise identity is deter-
mined by the nature of the metal, the sol-
vent, the temperature, and the structure of
the nitrile. The review surveys the different
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structural types and their cyclization trajec-
tories to show how to selectively tune the
metalated nitrile geometry for stereoselec-
tive cyclizations to a variety of cyclic hydro-
carbons.
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The substrate recognition of Candida ant-

arctica lipase B (CAL-B) in the acylation of
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nucleosides was revealed through rational
substrate engineering for the first time.
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Step-economical synthesis: The func-

tionalized tricyclic core of guaianolides was
stereoselectively prepared in a few chemical
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operations involving a multicomponent re-
action and subsequent highly chemoselec-
tive and domino reactions.
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Oxime-Based Synthesis of New Chromo-
genic and Fluorogenic Oligosaccharides
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An efficient and simple approach for the
labelling of free carbohydrate recognition
motifs with either a chromophore or a flu-
orophore is described. These new probes

provide a useful tool for recognition studies
with carbohydrate-binding proteins in gly-
comics.
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Stable and reactive. Here we report that
treatment of commercially available and in-
expensive electrophilic selenium species
with zinc causes umpolung on the selenium
atom leading to a stable selenolate that
shows an interesting and unexpected
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The synthesis and physical properties of
mono- and di-isoindoline nitroxides are de-
scribed. These nitroxide-fluorophore pro-
bes display strongly suppressed fluor-
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nucleophilic reactivity under “on water”
conditions. The use of these new reagents
in the ring opening of epoxides as well as
in other nucleophilic substitution and ad-
dition reactions is described.

escence, even in the presence of only one
nitroxide radical. Upon reduction or reac-
tion with radicals, normal fluorophore em-
ission is restored.
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LOV domains (Light, Oxygen, and }olt-
age) are the light-absorbing units in photo-
tropins. The chromophore in LOV domains
is flavin-mononucleotide (FMN), which is
derived from riboflavin. To investigate the

A new family of isoxazolopyridobicyclo-
oxacalix[4]arenes was obtained by reaction
of dichloroisoxazolopyridines with phloro-
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interaction of LOV with FMN and the
structural changes occurring upon light ac-
tivation, we designed a series of chromo-
phore analogues.
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glucinol. They act as metal chelators and
are of potential interest for host—guest in-
teractions.
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Unprotected natural and synthetic amino
acids are used in a phosphite-promoted
coupling to yield homo- and heterodiketo-
piperazines. The combination of microwave
irradiation and ionic liquids affords the op-
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A general and efficient palladium-catalyzed
amination of 5-bromo-3-[2-(diethylamino)-
ethoxyJindoles has been developed. Sub-
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4,5-Diaryl-1-methyl-1H-imidazoles, includ-
ing two highly cytotoxic compounds, have
been regioselectively and efficiently synthe-
sized by a three-step reaction sequence that
involves the Pd-catalyzed direct arylation
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Taxpropellane, the first example of a tax-
ane with an unprecedented 6/5/5/6/4/5-
membered ring hexacyclic skeleton ([3.3.2]-
propellane), was isolated from the needles
of Taxus canadensis. This compound would
be derived from a normal 6/8/6 taxane by
a [2+2] cycloaddition reaction between the
3,4- and 11,12-double bonds.

Rostratin C

tically pure heterocycles with a unique
stereoselectivity. A fast reaction with excel-
lent yields accompanied by a simple work-
up complements this method.

. r

N
N—
SO,R? OI

R

sequent sulfonylation gave indoles that are
of interest as potentially biological active 5-
HTg receptor ligands.
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of 1-methyl-1H-imidazole with aryl bro-
mides and a PdCl(dppf)-catalyzed,
Suzuki-type, cross-coupling between 5-

aryl-4-bromo-1H-imidazoles and aryl-
boronic acids as key steps.
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A facile stereoselective synthesis of spiro-
fused (C-5)isoxazolino- or (C-3)pyrazolino-
(C-3)quinolin-2-ones from the adducts
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A novel synthetic method to prepare chal-
cones and chroman-4-ones by TMSOTI-
promoted addition of alkynes to various al-
dehydes has been developed. The ratios of
chalcones, chroman-4-ones and hydrated

Intramolecular cyclization of 1,1-diaryl-
2,2-dicyanoethenes promoted by samarium
metal in DMF in the presence of TMSCI
allowed direct construction of the indene
core, whereas 1-alkyl-1-aryl-2,2-dicyano-
ethenes underwent intermolecular coupling
cyclization and decyanation under the
same conditions. Disilylation occurred at
the amino moiety resulting from the re-
duction of the cyano group.

* Author to whom correspondence should be addressed.

obtained from the Baylis—Hillman reac-
tion of 2-nitrobenzaldehydes and acrylates
and their derivatives is described.
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products vary depending upon the sub-
stituents on the alkynes. We also describe
the transformation of the chalcones to the
corresponding chroman-4-ones under basic
conditions.
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