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COVER PICTURE

The cover picture shows a new class of dyes —
glycoazodyes (GADs): “from textile industrial dyes
to multipurpose naturalised dyes through glyco-
conjucation”. Details are discussed in the article
by R. Bianchini et al. on p. 588ff.
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The first catalytic method for Heck alkynyl-
ation of unactivated aryl bromides in an
ionic liquid is presented. The system Pd/
3-PPh; (1 mol-%) in [BMIM][BF,] is ef-
ficient for the coupling of a variety of acti-
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Palladium-catalyzed  carboetherification
and carboamination reactions provide a ra-
pid and convergent means for the stereo-
selective construction of tetrahydrofurans
and pyrrolidines.
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vated and deactivated aryl bromides: para
and/or ortho mono- and disubstituted sub-
strates, with aromatic (phenylacetylene) and
aliphatic (long chain 1-decyne) terminal
acetylenes.

We report a process to naturalise synthetic
azodyes through their linkage with lactose,
or its monosaccharide components, either
galactose or glucose, to enhance their solu-
bility, as many other natural dyes. This
modification allows the dyeing process of
textile materials to take place in water with-
out the addition of surfactants or other ad-
ditives. The synthesis of the first generation
of glycoazodyes (GADs) is carried out with
the use of a diester linker to bond the azo-
dye and the sugar.
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C-B-D-Glucopyranosylbenzo(hydro)-
quinones are moderate competitive inhibi-
tors of glycogen phosphorylase found by
crystallography to bind at the catalytic site.

Cryptand- and tripod-type thiourea deriva-
tives, which have binding functionalities at
the homobenzylic positions, were synthe-
sized, and their anion binding abilities were
evaluated by '"H NMR and/or UV/Vis spec-
troscopic analysis.
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A novel device (NOtizer) enables the moni-
toring of diazeniumdiolate (NONOate) for-
mation and allows to characterize relations
between the structures and the formation
rates. Furthermore, correlations between
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formation and dissociation rates were ident-
ified by using a wide variety of diazeniumdi-
olates. Half-lives of novel diazeniumdiolates
were also determined.
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The depicted conjugated oligomers re-
present hypsochromic series, that means the
extension of the chromophores from # to (n
+ 1) provokes a blue-shift o the long-wave-
length absorption. The increasing distance
D—A leads to adecreasing intramolecular
charge transfer (ICT) which cannot be com-
pensated by the extension of the conju-
gation.
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A tetrameric purine was obtained from
known 9-benzyl-6-chloropurine in eight syn-
thetic steps and in 17% overall yield as its
palladium complex. Key steps of the syn-
thetic route are the consecutive Negishi

cross-coupling of the 8-zincated purine
derived from  9-benzyl-6-chloro-8-iodo-
purine and the ring closure by a Pd-cata-
lyzed reductive cyclization mediated by
hexamethylditin.
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An efficient enantioselective cyanoformyl-
ation of aldehydes with ethyl cyanoformate,
catalyzed by a salen-Ti(OiPr), complex gen-
erated in situ, has been developed. Studies
of nonlinear effects indicated that the
mononuclear salen-titanium complex, and
not a heterochiral complex, played a

WWW.eurjoc.org

key role in the stereodiscriminating step of
the reaction. In the presence of 5 mol-% of
catalyst, the reaction can be carried out in
excellent yields (up to 99%) with high en-
antioselectivities (up to 91% ee).

Eur. J. Org. Chem. 2007, 563—569



Disaccharide mimetics of sialyl Lewis X
were synthesized and their conformational
behavior and inhibition of P-selectin bind-
ing were evaluated. Analogs with very dif-
ferent conformational properties around
their intersaccharide torsions showed simi-
lar inhibitory activity.
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A series of pyrazolyl-functionalized imid-
azolium-based ionic liquids bearing alkyl and
polyfluoroalkyl substituents were synthe-
sized. Heck cross-coupling reactions were
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preliminarily evaluated using an (N-hetero-
cyclic carbene)palladium complex in the
corresponding ionic liquid.
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Controlled hydration/decomposition of the
title compounds, affording non-racemised,
free o-amino amides (or nitriles), was
achieved by treatment with aqueous H,O,/
NH; followed by mild acidic conditions (or
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NH,

aq. AgNO;/HNO;) with good recovery of
the chiral auxiliary. This opens up perspec-
tives to a cheap asymmetric Strecker syn-
thesis.
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The ortho deprotonation (accomplished
with sec-butyllithium or lithium 2,2,6,6-
tetramethylpiperidide) of fluoroarenes and
chloroarenes is little affected by trialkylsilyl

R 10Me

An I -catalyzed methoxy carbon—oxygen
bond cleavage in 5-methoxyoxazoles leading
to the synthesis of azalactones, precursors
of quaternary amino acids, has been devel-
oped. A series of 4-substituted azalactones
were obtained through the variation of the

v
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The solid-phase synthesis of highly acid-sen-
sitive bis-functionalized N-(2-aminoethyl)-
glycine-PNA by an adapted Fmoc/Bhoc

(1.2 equiv.)
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groups if occupying meta’ or para positions
but, due to buttressing effects, considerably
retarded if attached to the ortho’ position.
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acetone, reflux

alkyl iodides and differently substituted 5-
methoxyoxazoles. Further study indicated
that in one case the azalactone may be easily
converted to the benzoyl-protected quater-
nary amino acid.
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strategy on Sieberamide resin has been

achieved.
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A novel C(13)-sulfone prostaglandin inter-
mediate was prepared from the (—)-“Corey
lactone” by the attachment of a highly en-
antiomerically pure latanoprost “w chain”

Trifluoromethyl ketone containing cyclodex-
trins can catalyse the oxidation of
amines or alcohols by hydrogen peroxide
as coenzyme.
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A new chemical reaction which mimics bio-
logical syntheses of the end groups of aro-
matic carotenoids that occur in the sponge
Reniera japonica and some anoxygenic
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synthon and desulfonylation through an al-
kylation/reduction protocol. This approach
ensures high enantiomeric purity of the thus
synthesized prostaglandin F analogs.
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phototrophic bacteria or nonphotosynthetic
actinomycetes is reported, examplified for
the synthesis of isorenieratene.
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