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This microreview highlights recent ad-
vancements in catalytic aryl coupling meth-
odologies, which provide powerful tools for
the synthesis of compounds that are of
interest to the fine chemical industry.
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Modern synthetic methods for the synthe-
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amines are presented. Metal-catalyzed and
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HO 0 HQ,
HO - D\ HO (o] OH %
HO EL"""-‘- OH N o ) HOw
il o H H H 25 _oH
o N OH

¢

for the synthesis of peptidomimetics, struc-
turally constrained bivalent ligands and in
the generation of novel scaffolds.

Polyhydroxylated Scaffolds

P. V. Murphy® .....cccoeevenuennce 4177—-4187
Peptidomimetics,  Glycomimetics  and
Scaffolds from Carbohydrate Building

Blocks

Keywords: Peptidomimetics / Macrocyclic
scaffolds / Hybrid compounds / Multi-
valent ligands / Drug discovery

SHORT COMMUNICATIONS

== Ph ( = I
—=—Ph
z cat., CO |_H ,;:.JH,H O
. z o cat.: | [
‘—\\ DME, 120 °C H PhoP. N/ X
Ir., =
B R

Iridium complexes derived from chiral
phosphane—oxazolines (phox ligands) are
efficient catalysts for intramolecular
Pauson—Khand reactions. Under
optimized conditions high yields and

enantioselectivities of > 90 % ee were

obtained with 2 mol-% of catalyst. The
influence of the CO pressure and the anion
were studied. The structure of a dicar-
bonyl(phox)iridium complex was determi-
ned by X-ray analysis.
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A novel acid-mediated cyclopropylcarbinol
ring expansion methodology has been ex-
plored for the construction of the AB ring
framework of lancifodilactone F and
related terpenoids of the Schisandraceae
family of natural products. We found that
this rearrangement, represented by the
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conversion of 32 to 33, proceeds with good
stereochemical control defined by inversion
of the configuration at the C10 cyclopropyl
center. These studies pave the way for a
potentially bioinspired synthetic entry to
the Schisandraceae metabolites.
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A new workup and purification method
based on quadruple hydrogen-bonding
interactions is reported. Substrates with a
hydrogen-bonding affinity tag were con-
veniently separated from a reaction mixture
and purified using a resin with self-comple-
mentary affinity tags. Ugi reaction prod-
ucts and substitution products were suc-
cessfully purified by this affinity separa-
tion protocol.
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Optically active prolinols can be converted
into optically active 3-fluoropiperidines by
treatment with DAST. The reaction often
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produces the 2-fluoromethylpyrrolidines as
byproducts. The rearrangement proceeds
via an aziridinium intermediate.
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Ligands with an oxazoline ring linked by
an amide bond to a chiral protected proline
unit were prepared and used in the
enantioselective  Nozaki—Hiyama—XKishi
allylation of benzaldehyde to give enantio-

2-Hydroxy- and 2,15-dihydroxyhexaheli-
cene were synthesised from simple benzene
and naphthalene building blocks by intra-
molecular Co'- or Ni’-catalysed [2+2+2]
cycloisomerisation of CH;O-substituted

A series of enantiomerically pure bicyclo-
[3.3.1lnonane o,B-enones were synthesized,
and the o,B-enone chromophore was
studied by circular dichroism. The chiropti-
cal properties of the enantiomerically pure
compounds were investigated. The circular
dichroism spectra provided evidence for
interchromophoric interaction in dichro-
mophoric molecules.
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We have shown that by using dimethyl
(25,4 RS)-4-bromo-N-phthaloylglutamate
as the starting material we obtain dia-
stereomeric racemates of 4-amino-5-oxo-
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selectivities up to 57 %. Diastereomeric li-
gand pairs were prepared to determine the
role of each chiral centre in enantioselec-
tion.
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aromatic triynes. This approach avoids
vexing photodehydrocyclisation of stilbene-
type precursors, providing thus a useful
alternative to classical procedures.
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proline and 4-aminoglutamic acid deriva-
tives. In the case of secondary arylamines,
the individual stereoisomers of the target
products can be prepared.

Eur

European Journal
of Organic Chemistry

G. C. Hargaden, H. Miiller-Bunz,

P. J. Guiry® ..ccovevvirrncnnncnnes 4235—-4243
New Proline—Oxazoline Ligands and
Their Application in the Asymmetric

Nozaki—Hiyama—Kishi Reaction

Keywords: Asymmetric catalysis / Oxaz-
olines / Proline / Ligands / Allylation

F. Teply, I. G. Stara,* 1. Stary,*
A. Kollarovi¢, D. Lustinec, Z. Krausova,
D. Saman, P. Fiedler ............. 4244—4250

A Convenient Route to 2-Hydroxy- and
2,15-Dihydroxyhexahelicene

Keywords: Alkynes / Arenes / Cyclotrimer-
isation / Fused-ring systems

E. Orentas, G. Bagdziuinas, U. Berg,

A. Zilinskas, E. Butkus* ....... 4251—-4256
Enantiospecific Synthesis and Chiroptical
Properties of Bicyclic Enones

Keywords: Chirality / CD spectroscopy /
Chromophores / Enantiospecific synthe-
sis / Enones

V. P. Krasnov,* A. Y. Vigorov,

I. A. Nizova, T. V. Matveeva,

A. N. Grishakov, 1. V. Bazhov,

A. A. Tumashov, M. A. Ezhikova,

M. L. Kodess ...cccceveruerervrennnns 4257—-4266

Synthesis of 4-Amino Derivatives of 5-
Oxoproline

Keywords: Amino acids / Nucleophilic sub-
stitution / Hydrolysis / y-Lactams / Dia-
stereoselectivity

If not otherwise indicated in the article, papers in issue 24 were published online on August 2, 2007

Eur. J. Org. Chem. 2007, 4138—4141

WWW.eurjoc.org

© 2007 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

4141



