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COVER PICTURE

The cover picture shows the complexation of actinide
metal ions by picolinamide-based calix[6]arenes.
These ligands possess remarkable efficiency in
the extraction of trivalent metal ions even at very
high HNOj; concentration and fair selectivity for
actinide ions over lanthanide ions, which is useful
in the recycling of the spent nuclear fuel. The Par-
titioning and Transmutation (P&T) strategy
would allow the long-lived minor actinides (Np,
Am, Cm) in fast nuclear reactors to be separated
and transmutated and would also allow the
radiotoxicity in the ultimate waste to be mini-
mized, making nuclear power plants more ef-
ficient and sustainable. Details are discussed in
the article by M. Mariani, A. Casnati et al. on

p. 2675f%.

Eur. J. Org. Chem. 2010, 2623—2629 WWW.eurjoc.org © 2010 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim 2623



[n]

CONTENTS

MICROREVIEW

V. Terrasson, R. M. de Figueiredo,*

J. M. Campagne .......ccceveeeneee 2635—2655
Organocatalyzed Asymmetric Friedel—
Crafts Reactions

Keywords: Organocatalysis / Friedel—Crafts
reaction / Alkylation / Aromatic substi-
tution / Asymmetric synthesis

Me
2 N Me
IN%Me

Bn
H-TFA

I\ eomo%) o I\ 0
N N © N
Me 1)Me/i/§0 Me Me pp

2P Sy 72% yield

90:10 anti/syn
99% ee

SHORT COMMUNICATIONS

J. A. Morales-Serna, O. Boutureira,
A. Serra, M. 1. Matheu, Y. Diaz,
S. Castillon® .....cccceeeevreerueennens 2657—-2660

Synthesis of Hyperbranched B-Galcer-
amide-Containing Dendritic Polymers that
Bind HIV-1 rgp120

Keywords: Polymers / Hyperbranched
polymers / Glycolipids / Glycoconjugates /
Dendrimers / Galceramide / HIV

D. Singh, F. Z. Galetto,
L. C. Soares, O. E. D. Rodrigues,*
A. L. Braga® ......cccovverveieinnnes 2661—2665

Metal-Free Air Oxidation of Thiols in Re-
cyclable Tonic Liquid: A Simple and Ef-
ficient Method for the Synthesis of Disulf-
ides

Keywords: Oxidation / Ionic liquids / Thi-
ols / Disulfides

2624

© 2010 Wiley-VCH Verlag GmbH & Co.

N
o 3
R= HO OS HUJ%/N
Ho OA A
12
OH &

Na,CO3, air, 30', r.t.

@

(R-sH

BMIM-BF,

R = alkyl, aryl, heteroaryl

KGaA, Weinheim

WWW.eurjoc.org

The Friedel—Crafts alkylation is one of the
most powerful reactions for C—C and C—N
bond formation. This microreview dis-
cusses recent organocatalysis-mediated
Friedel—Crafts reactions within the 2001 —
2009 timeframe.

A series of water-soluble hyperbranched f3-
galceramide-containing dendritic polymers
were prepared by CuAAC with alkyne-de-
rivatized Boltorn® H30, an azide-func-
tionalized B-galceramide. Their ability to
bind to HIV-1 rgpl20 was demonstrated
using surface plasmon resonance.

An efficient oxidative coupling procedure
for alkyl, aryl and heteroaryl thiols with at-
mospheric oxygen is reported. The method-
ology utilizes a recyclable ionic liquid as
solvent and does not require any support-
ing materials.
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A new modular synthesis of diverse 2,4-di-
substituted pyrimidin-5-yl C-2’'-deoxyri-
bonucleosides by sequential regioselective
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reactions of 2,6-dichloropyrimidin-5-yl C-
nucleosides was developed.
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The synthesis of sulfenamides and sulfon-
amides with aryl thiols and amines was
catalyzed by a copper salt in air or under

a
ArS—NH{Bu

oxygen. Sulfinamides could also be pro-
duced by addition of a palladium catalyst.
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The introduction of additional carboxy
groups in the 6-position of picolinamide
binding groups supported on a calix[6]-
arene scaffold afforded a series of new li-
gands selective for actinide over lanthanide
ions and possessing a high efficiency in ex-
traction even at very high concentrations of
HNO; (2—3 m). Spectrophotometric and
calorimetric studies are also reported.
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The volatile compounds released by Cory-
nebacterium glutamicum have been ana-
lysed. Headspace extracts mainly contain
acyloins and alkylated pyrazines. The bio-
synthesis of the pyrazines was investigated
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by feeding experiments with labelled pre-

cursors and by gene knockout experiments.

The pathway is linked to the pathway lead-
ing to branched amino acids.
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N-Methylimidazole was used to carry out
the kinetic resolution of secondary alcohols
during transfer of chiral acyl residues in
either a stoichiometric or a catalytic man-
ner.
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Kinetic Resolution
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Kinetic Resolution of Racemic Secondary
Alcohols Mediated by N-Methylimidazole
in the Presence of Optically Active Acyl
Chlorides
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Macrotricycles 1—4 incorporate resorcinol-
and mesitylene-derived “walls” and “cap”
respectively. Whereas unsubstituted 1 has a
flexible and collapsed cavity, ethyl substi-
tution of the “cap” (in 2) or substitution of
the bottom part of the “walls” by Br (in 3)
or CH;S (in 4) imparts high rigidity to the
molecules leading to a cylindrical cavity.
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Pure and simple. Carboxylic acids can be
easily converted into amides and Weinreb
amides by using PPh; or polymer-sup-
ported PPhs, I,, and iPr,NEt. An acyl
phosphonium species is possibly the inter-
mediate in these reactions. Applicability of
this simple method to the synthesis of some
natural products has also been demon-
strated.
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Amide Synthesis
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Sml,-induced 5-exo-trig to 8-exo-trig cycli-
sations of N-alkylated and N-acylated in-
dole and pyrrole precursors furnished poly-
cyclic compounds in high yields and as sin-
gle diastereomers. Subsequent trapping of
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intermediate samarium enolates provided
highly functionalised indole derivatives.
These methods provide a simple and
stereoselective route to complex substituted
nitrogen heterocycles.
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Novel selenium-containing bicyclic B-lac-
tams were obtained through stereoselective
insertion of (but-3-enyl)seleno and propar-
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The kinetic resolution of a series of acetates
of tertiary alcohols bearing a nitrogen sub-
stituent has been studied by using several
recombinant carboxyl esterases. Excellent
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The tautomeric behaviour of secondary
phosphane oxides (SPOs) with different
electronic properties has been investigated
by NMR and IR spectroscopy, density
functional theory calculations and X-ray
structural analysis. Proof is given that only
with strong electron-withdrawing groups
on the phosphorus atom can the relevant
trivalent phosphinous acid be observed in
the equilibrium.

TBSO

1,3-selenazocine R CHz
gylseleno moieties at the C(4) positions of
azetidinones with subsequent ring-closing
enyne metathesis.

A number of new BODIPY dyes with
benzothiazolyl substituents have been syn-
thesized that exhibit long-wavelength ab-
sorption and act as strong fluorophores.
The optical properties were studied by
spectroscopic methods and quantum-
chemical calculations. Structural peculiari-
ties were studied by X-ray analysis.
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enantioselectivities were achieved for three
2-(pyridin-x-yl)but-3-yn-2-ols. In addition,
one cyanohydrin was obtained with
99% ee.
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Multistep synthesis of phosphorus dendrimers resulting in biologically active bisphosphon-

ate units are reported.
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The first enantioselective synthesis of a
simplified dynemicin analogue is described.
The obtained product has a functionalised
side-arm that can be exploited either for at-
taching DNA-complexing moieties or for
exploring innovative triggering devices.
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Construction of the core structure of a
taxol-oxa-sugar hybrid through a tandem
cross metathesis/intramolecular  Diels—
Alder (IMDA) reaction approach starting
from D-glucose has been achieved. We also

Herein we present a comprehensive study
of the enol form of indanedione adducts
and the factors that determine their keto—
enol tautomerism, namely electronic ef-
fects, solvent, temperature, and hydrogen
bonds. The structures and the relative sta-
bilities of the possible tautomers are sup-
ported by DFT calculations.

* Author to whom correspondence should be addressed.
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taxol-oxa-sugar hybrid

core structure
disclose our design and efforts in synthesiz-
ing new scaffolds with taxol-eleutherobin
hybrid core structures and a taxol-sugar
hybrid.
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