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COVER PICTURE

The cover picture shows a rare, 80% silver, round
Australian 50-cent piece, which was introduced in
1966 when Australia changed currency from the
Australian pound to the Australian dollar. It was
later replaced with a copper/nickel dodecagonal
(12-sided) version in 1969. The coin underpins the
reaction of a silver(I) acetylide with adamantyl
iodide affording the bridgehead-substituted ada-
mantylacetylene. This new methodology has
nanotechnological ramifications as discussed in
the article by C. M. Williams et al. on p. 241 ff.
Brett D. Schwartz is acknowledged for pre-
paring the artwork for the cover picture.
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Although silver(I) acetylides have seen little
synthetic use to-date, their ability to per-
form bridgehead substitution on bicyclic
cages has been developed. This type of

WWW.eurjoc.org

Microreview is focused on recent advances
in the asymmetric synthesis of such com-
pounds.

A Diels—Alder/Plieninger indolization pro-
tocol sets the stage for elaboration of the
resulting indole resulting in the first syn-
thesis of the antimalarial natural product
decursivine shown here against its source
plant Rhaphidophora decursiva.
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methodology is of considerable importance
due to relevant applications in the rapidly
emerging field of nanotechnology.
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An efficient access to configurationally
stable o,0-disubstituted o-amino alde-
hydes, oxazolidinones, and o-amino acids
is presented. Starting from easily available
racemic aldehydes, the o-aminated prod-
ucts were obtained using azodicarboxyl-

ates as the nitrogen source in up to 86%
ee and moderate to excellent yield. These
products could further be converted into
the corresponding o-amino alcohols, ox-
azolidinones, and into o-alkylated phen-
ylglycines.
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(+)-syn-Benzotriborneol was obtained in
eight steps from enantiopure (—)-bornyl
acetate. This Cs-symmetric enantiopure
tripodal ligand demostrated to act as an
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efficient chiral solvating agent with (1-
phenethyl)ammonium ion, affecting ap-
preciable splitting of 'H and '*C NMR
resonances of this chiral ion.
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Reduction of N-acetyl derivatives of
polyfluoroarylamines by zinc in aqueous
ammonia and subsequent Skraup heterocy-
clization of their ortho-hydrodefluori-
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The absolute configuration of the potent
new antitumor antibiotic, globosuxan-
thone A is established by a combination of
X-ray  structure analysis, quantum-
mechanic calculatation of the theoretical
CD spectrum from the X-ray coordinates
and comparison with the solid-state CD
spectrum.

Seven (S)-3-methylisochromans with differ-
ent substitution patterns on their aromatic
rings were synthesized from (S)-1-arylpro-
pan-2-ol derivatives, and a CD study was
performed on the effect of their achiral ring
substituents. By oxidation of isochromans,
dihydroisocoumarins and 1-methoxy-3-
methylisochroman derivatives were also
prepared.

OCH;
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nated analogs thus prepared furnish an ex-
peditious approach to quinolines polyfluori-
nated in the benzene moiety.
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A new strategy toward the important class
of benzomorphans is described. The key
bond formation is based on an intramo-
lecular Buchwald—Hartwig arylation reac-
tion. After removal of the N-protecting
group from the tricyclic benzomorphan
derivatives, derivatization reactions are pos-
sible.

The fragmentation of primary alkoxyl rad-
icals is usually a minor process with respect
to other competing reactions. However,
when B-amino alcohols were used as sub-
strates, the scission proceeded in good to ex-
cellent yields. The fragmentation can be
coupled with an allylation or alkylation re-
action, to give alkaloid analogues and func-
tionalized nitrogen heterocycles.
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The threefold different oxygenation pattern
of a domino product is used to generate
bi-, tri- and polydentate ligands. The
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New taxoid C-ring precursors, designed
to minimize post-coupling elaboration
are synthesized. The key feature of their
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inexpensive chirality was derived from (S)-
(+)-Hajos—Parrish ketone in early steps.

Bu;Sn

preparation is a consecutive heterodomino
reaction.
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Ring opening reactions were performed on
3-allyl-B-lactams with CH;O /CH;OH at
room temperature and/or reflux. The lactam
nucleus isomerization followed by the
NI1-C2 bond cleavage and the methanol

Michael addition affords substituted amino
esters. The ring opening path is highlighted
depending on the substituent at the lactam
nitrogen atom, to C3 and C4, respectively.
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(35,6R)-3,6-dihydroxy-
| 0-methylundecancic acid

An efficient enantioselective synthesis of
(=)-(3S,6R)-3,6-dihydroxy-10-methyl-
undecanoic acid from epichlorohydrin is de-
scribed. The key steps include Jacobsen’s hy-

drolytic kinetic resolution, Sharpless asym-
metric dihydroxylation, regioselective open-
ing of epoxide and cyclic sulfate.
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Borax very efficiently catalyzes the conju-
gate addition of thiols, dithiols and amines
to  o.B-unsaturated  ketones, nitriles,

amides, aldehydes and esters in water at
room temperature.
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The geminal diacylates of a variety of alde-
hydes were prepared in good yields without
any catalysts or solvent by simply refluxing
the aldehydes with aliphatic acid anhydrides.
The scope of the reactions and relative reac-
tivities of aldehydes and acid anhydrides
were examined.
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