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COVER PICTURE

The cover pocture shows the use of a [2+2+2] cyclo-
trimerization reaction for the construction of
strained benzannulated 8-oxabicyclo[3.2.1]octane
systems. Wilkinson’s catalyst was found to be suc-
cessful in accomplishing this cross alkyne cyclo-
trimerization for oxa-bridged bicyclic systems.
The first total synthesis of (—)-bruguierol A, that
establishes its absolute configuration, was ac-
complished by employing this approach. Details
are discussed in the Short Communication by C.

V. Ramana et al. on p. 5483ff.
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O = benzene, azulene, pyridine, etc.
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= cyclopentadiene, indene, semiquinone,
cycloheptatriene, etc.

Carbaporphyrins and related systems,
where one or more of the usual pyrrolic
subunits are replaced by carbocyclic rings
such as benzene, azulene, cycloheptatriene,
and cyclopentadiene, are now available by
well established synthetic methodologies.
These important bridged annulenes have a
broad range of physical and spectroscopic
properties, unusual chemical reactivities
and commonly afford stable organometal-
lic derivatives.
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Bridged bicyclic systems by [2+2+2] cyclo-
trimerisation: Facile construction of ben-
zene-fused 8-oxabicyclo[3.2.1]octane sys-
tems by employing a cross alkyne cyclo-
trimerisation reaction was explored. With
this procedure, (—)-bruguierol A was syn-
thesised, and its absolute configuration
was established.
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A Temporary Stereocentre Approach for
the Stereodivergent Synthesis of Either
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Two for the price of one: A novel three-step
aldol/hydrogenation/retro-aldol  protocol
has been developed that employs the same
enantiomer of a chiral auxiliary for the
stereodivergent synthesis of either enantio-
mer of o-methyloctanal using a temporary
stereocentre approach for stereocontrol.
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The first organocatalytic asymmetric -hy-
droxylation of o,B-unsaturated ketones was
accomplished by using commercially avail-
able oximes as the O-centered nucleophiles.
The use of catalytic primary amine salt A,
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A series of very water-soluble symmetric
and asymmetric perylenetetracarboxdi-

imide (“perylene bisimide”, PBI) dyes were

First  single-step random-glycosylation
methodology for fully unprotected glycosyl
acceptors leading to a variety of regioiso-
meric glycosides is reported. In such sys-
tems conventional glycosylation methods
fail. Starting from unprotected nonreduc-
ing saccharides, the syntheses of B-glucosy-
lated and p-galactosylated monosaccha-
rides (Glc, Gal), symmetric disaccharides
(e.g. a,0-trehaloses) as well as unsymmetric
disaccharides (e.g. sucrose) were studied.
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p-Hydroxylated product  up to 94% ee

in which both the cation and the anion are
chiral, exhibits high reactivity and selec-
tivity for iminium-ion catalysis with en-
ones.
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synthesized and their aggregation behaviour
was characterized by optical spectroscopy
and transmission-electron-microscopy (TEM).
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Dianions derived from arenes of high re-
duction potential (biphenyl, naphthalene)
and Lig, can carbometallate alkenes in an
intermolecular fashion. This reaction runs
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at room temperature to afford partially de-
aromatized alkylated aryl anions that are
susceptible to further functionalization by
electrophilic capture.
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Chiral homoannularly bridged ferrocene,
which was prepared by Fe(acac);-mediated
intramolecular coupling of 1,5-dilithiofer-
rocene, underwent ortho lithiation of the
benzene ring, and the resulting lithiated
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homochiral products

spp. proceeded with strict inversion of con-
figuration.

Functionalization of B-peptide helices with
nucleobases allows three-dimensional or-
ganization of these secondary structure ele-
ments. Using helices uniformly func-
tionalized with one kind of nucleobase a
Watson—Crick preference for recognition
was shown. If Watson—Crick pairing can-
not be realized quite stable complexes were
formed based on nonspecific interactions.

1) BuLi

Fe

2) Ph,yPCI @ NMe,

PPh,

species was trapped with Ph,PCl to afford
a chiral N,P ligand. Its palladium-catalyzed
allylic substitution with 1,3-diphenyl-2-pro-
penyl acetate proceeded with high enantio-
selectivities.

Five novel linear triquinanes, the creolo-
phins A, B, C, D, and E, were isolated from
culture filtrates of the tooth fungus Creolo-
phus cirrhatus. Presumably during workup,
creolophin E dimerized to form neocreolo-

WWW.eurjoc.org

phin, an unusual decacyclic 1,4-dioxepin-6-
one. Both monomer and dimer exhibit a
cytotoxic effect against several tumor cell
lines.
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The isolation of two new cinnamic acid
bisamides from the fruiting bodies of the
gilled mushroom Pholiota spumosa is
reported. The absolute configuration of
the 2-hydroxyputrescine unit was inferred
from the total synthesis of compound 4.
Pholiotic acid (5) exhibited antitumour
activity on human prostate cancer cells.
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Retipolide E

Fruit bodies of Retiboletus species contain
several unique spiro-macrolactones. The
structures of these compounds suggest
their formation from a hypothetical precur-
sor, retipolide E, which was synthesized
and subsequently isolated from the mush-
room extract. In the biosynthetic conver-

Y =Ph, iPr

The addition of organometallic reagents to
chiral 2-pyrroleimines was exploited to

s

OH O

Two pyrrolidine-based imino sugars have
been synthesized from sugar-derived
Baylis—Hillman adduct in an efficient
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sion of retipolide E into retipolide C an
oxidative ring enlargement of a 4-hydroxy-
phenyl group into a 2(3H)-oxepinone resi-
due takes place. Retipolide C may then re-
arrange into the main metabolite, retipolide
A, via an intramolecular O/C-acyl shift.
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prepare optically pure 1-[1-(2-pyrrolyl)alkyl]-
aziridines and 1-[1-(2-pyrrolyl)alkyl]amines.
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manner. These azasugars are found to be
moderate glycosidase inhibitors.
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X 1) reduction

MeO 3
X=H, Br

A series of tyrosine-derived tetrahydroiso-
quinolines with various substituents in the
S-position was prepared. Intermediate
oxazolidinones were converted into amido

S—-NH S-NH
HZN—(\ ):o = HN:LN (¢}
N H
1
S—NMe S-NMe
MeHNJ\\N)=o — MeN=(N)=O
H
2a 2b

Allene Substitution-Controlled Switching
of Dimerization to Cycloisomerization in
the Pd"-Catalyzed Reaction of Terminal
o-Allenones
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up to 80% yield

sulfones, which selectively cyclize under
acid catalysis to the frans configured target
compounds, as determined by X-ray crystal
structure analysis.

A study of the tautomerism in the 5-amino-
3-ox0-1,2,4-thiadiazole system was per-
formed in the gas phase by density func-
tional theory and local density functional
methods. The theoretical study in solution
was carried out by using several continuum
solvation models. UV spectrophotometry
was used to unambiguously establish the
tautomeric form in aqueous solution.

Keywords: Allenes / Cyclization / Hetero-
cycles / Palladium / Substituent effects
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