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COVER PICTURE

The cover picture shows photophysical properties of
structural isomers of novel benzofuro[2,3-c]-
oxazolo[4,5-a]carbazole-type (3) and benzofuro-
[2,3-c]oxazolo[5,4-a]carbazole-type  fluorophores
(4), which differ in the position of the oxygen and
nitrogen atoms on the oxazole ring. Considerable
differences in the absorption and fluorescence
spectra were observed between structural isomers
both in solution and in the solid state. The back-
ground shows the “Itsukushima Shinto Shrine”
(in the UNESCO World Heritage List) in Hiro-
shima, Japan, where the research reported in the
article by Y. Harima et al. on p. 3613 ff was per-
formed.
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Structural isomers of novel benzofuro[2,3-
cloxazolocarbazole-type fluorophores (3a
and 4a), which differ in the position of oxy-
gen and nitrogen in the oxazole ring, and
their N-alkylated derivatives (3b—d and

WWW.eurjoc.org

The nucleophilic palladium-mediated al-
lylation of a carbonyl group requires the in-
version of the reactivity (umpolung) of the
n3-allylpalladium moiety. Stereochemical
features are defined by the umpolung con-
ditions: (a) by transmetallation with a more
electropositive metal, the stereoselectivity is
determined by the rate of n>—n!—n?3 equili-
bration of the allylpalladium complex; (b)
through the intermediacy of an n'- or bis-
(allylpalladium) complex, the stereoselec-
tivity mainly depends on the nature of the
substituents on the allyl fragment. Enanti-
oselectivity can be achieved by using either
chiral monophosphanes/phosphoramidite
as ligands for palladium or preformed bis-
(allylpalladium) systems with one chiral
allylic fragment.
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4b—d) have been synthesized, and their
absorption and fluorescence properties in
solution and in the solid state were
evaluated.

Peptides have been modified with qua-
druple hydrogen bonding ureido-pyrimid-
inone moieties to be applied in supramo-
lecular architectures for biomedical appli-
cations. A convenient solid-phase synthesis
method was developed to functionalize
peptide sequences with ureido-pyrimid-
inone units.
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An acyclic aminonaphthyridine-based re-
ceptor shows effective binding of N-acetyl-
neuraminic acid (Neu5Ac), the most com-
monly occurring sialic acid, in competitive
solvents such as water/dimethyl sulfoxide.

OH

The receptor is able to form neutral/charge-
reinforced hydrogen bonds and ion pairs
with Neu5Ac, similar to sialic acid bind-
ing proteins.
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Cascade  reactions  Me;Si-substituted

imidazolidine-1,3-diols in PbO,/MeOH in-
volves the formation of the corresponding
nitronyl nitroxides (NN—R) and further
elimination of the MesSi group. The effi-

A simulation restrained by NOE distances
showed that trisialic acid lactone possesses
a helical conformation with a gauche—anti
conformer of exocyclic torsions (w7, w8)
and a skew twist-boat conformer of the
lactone was characterized as a repeating
unit with n = 1.5.
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Herein, we report the selective synthesis of
mono and disaccharide (glucose, xylose
and sucrose) derivatives containing unsatu-
rated systems using two different pro-
cedures, esterification and Wittig olefin-
ation, both under microwave irradiation.

Eur. J. Org. Chem. 2007, 3589—3594
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ciency of the method is demonstrated by
reference to syntheses of NN—-C=C—H,
NN-C4¢H;—C=C—H, and enamine- and
1,2,3-triazolyl-substituted nitronyl nitrox-
ide.

NHAc
AcHN NHAc
0 H
MW 3
sugar\o H — sugar\O xR
H

By studying the application of microwave
technology, we intend to develop cleaner
and more efficient methods for synthesis in
an attempt to contribute to sustainable
development.
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Two practical routes for the synthesis of
benzhydrylamine derivatives in enantio-
merically pure form have been developed.
N-Acetylbenzhydrylamines can be syn-
thesised in few steps and high yields starting
from 1-aryl-1-propargylamines. N-Acetyl-
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Two stereoselective syntheses of the octahy-
dropyrano|[2,3-b]pyridine DE hemiaminal
core of the macrocyclic alkaloid ’upen-
amide are described. The aza-annulation is
stereoselective affording a single stereo-
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Synthesis of novel homopipecolic acid de-
rivatives containing the hydroxamic acid
functionality is reported. The synthesized
compounds reveal a significant metallo-
proteinase CD163 ectodomain shedding
inhibitory activity at 1 um concentration.

R"
NHCOCH; NHCOCH;

X = OTf, Br, Ph

benzhydrylamines have been also converted
in both enantiomers of the antifungal agent
bifonazole, emphasizing the importance of
these compounds as scaffolds for the syn-
thesis of biologically active compounds in
enantiopure form.

An imidazolinium unit as a precursor for
an N-heterocyclic carbene has been embed-
ded into a chiral bimacrocyclic concave
environment. Axial chirality was achieved
using a naphthalene bridgehead.

isomer having the same relative configura-
tion as in the natural product. An asym-
metric synthesis of the octahydropyrano-
[2,3-b]pyridine ring system is also dis-
closed.
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The reaction between spiranic- or 3-sub-
stituted-3-alkoxy-p-lactam aldehydes and
2-(trimethylsilyl)thiazole (TMST) gave as

major minor

strained o-alkoxy-y-keto amides, which can
be considered both as aldols as well as
Passerini-type products, by N1—-C4 f-lac-

major products conformationally con- tam bond cleavage.
O la
Br
OH O “Ph NdBry/Nal Ph ! NdI, 0 OH
2 50 °C, THF + 23 °C, CH,CI
Ph o e Ph)J\)\Ph
Sab (79%) /lL 2b (77%) 3ab

Ph H

In a neodymium(III) iodide induced pro-
cess, o-bromo ketones 1 and aldehydes 2
are effectively converted into aldol prod-
ucts 3 by using NdI; at 23 °C in CH,Cl,.

o R? oTf
SN 2 * ©[
< Nt R SiMe,

Cs, MeCN, 90°C

T

Cyclohexene derivatives bearing allylic or
propargylic ethers undergo alkene and
enyne metatheses without involvement of
the cyclohexene unit. In contrast, the
strained alkene within related norbornene

© alkyne, enyne and
alkene metathesis

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

The analogous reaction in the presence of
NdBrsy/Nal at 50 °C in THF favors the
formation of corresponding aldol—Tish-
chenko products 5.

Cycloadditions of indolizine derivatives
with benzyne provide an efficient access
to indolizino[3,4,5-ablisoindole derivatives
with diverse structural features. An investi-
gation of their molecular structures,
fluorescence and electrochemical properties
shows that some of the synthesized com-
pounds are promising blue-light emitters
for OLED devices.

derivatives does participate in a metathesis
cascade, and by use of a suitable substrate,
alkyne, enyne and alkene metatheses can all
be carried out consecutively in a one-pot
process.
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A wide range of the title compounds was
prepared in a two-step reaction from tetra-
alkylureas, triflic anhydride, and
amines. The majority of the hexaalkyl-
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34 examples,

18 room-temperature
fonic liquids
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guanidinium triflates are room-tempera-
ture ionic liquids, which were characterized
for their melting point, glass transition
temperature, viscosity, and refractive index.
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Ketoside-type analogues of trehalose were
synthesized stereoselectively by using o-
selective O-glycosidation of ketose. a-Keto-
pyranosyl o-aldopyranosides and a-keto-

pyranosyl B-aldopyranosides were synthe-
sized and full deprotection of them was
achieved.
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