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COVER PICTURE
The cover picture shows two copper(I) click-based
strategies for accessing multivalent neoglycoconju- N3
gates by the coupling of complementary func- Ns Ns

tionalized scaffolds and sugar derivatives. The
methodology allows the easy preparation of struc-
turally diverse homogeneous neoglycoconjugates
from which the influence of the structural param-
eters in the binding affinities toward Concanavalin
A could be evaluated. Details are discussed in the
article by F. Santoyo-Gonzalez et al. on page
24411F.
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Methanes having four different carbon sub-
stituents, one of which is a PB-pyrrolyl
group, have been successfully prepared by
the reaction of B,B’-dipyrrolylalkanes with
carbon nucleophiles in the presence of an

WWW.eurjoc.org

3,3’-Bis(dialkylaminomethyl)-1,1’-binaphth-
2-ols act both as organocatalysts and as
chiral ligands for many metal-catalyzed
processes. Their most valuable feature is
their capacity to activate both nucleophiles
and electrophiles. Transformations carried
out with these bifunctional catalysts in-
clude cyanation of aldehydes and ketones
and enantioselective nucleophilic addition
to C=0 or C=N bonds.

In recent years, catalytic asymmetric aza-
Henry reactions have been increasingly re-
ported, and excellent results in terms of
diastereo- and enantioselectivity have been
achieved. A variety of metal-based and or-
ganic catalysts have been developed, al-
lowing the scope of substrates used to be
widened. This review covers recent achieve-
ments relating to the catalytic asymmetric
aza-Henry reaction.

This microreview examines successful syn-
thetic approaches to Stemona alkaloids be-
longing to the stemoamide, tuberostemo-
spironine, and stenine groups, according to
the strategies devised to assemble their in-
tricate structures.
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indium catalyst. The reaction can be per-
formed also as a three-component as-
sembly of alkynes, pyrroles, and carbon nu-
cleophiles in an easy manner.
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Structurally diverse multivalent neoglyco-
conjugates containing mannose (0-Man)
residues were synthesized by two different
click-chemistry based strategies and their
binding affinities toward Con A were
evaluated.

Multivalent neoglycoconjugates containing
two different sugars were synthesized by a
modular strategy based in the Cu'-cata-
lyzed azide-alkyne cycloaddition reaction
and their binding affinities toward Con-
canavalin A were evaluated.

regiocontrolled
oxirane opening
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7 72 OH
b .. 8
Oxidative HO
manipulation HN
The generalization to various nucleophiles
of the regioselective oxirane ring-opening
reaction of a key epoxypyrrolidine has
paved the way for the preparation of five-

Aza-Wittig  reactions of iminophos-
phoranes obtained from N-aryl-substituted
o-azidobenzamides with isocyanates or CS,
and subsequent Cu'-catalysed heteroaryl-
ation provided fused quinazolinones.

Eur: J. Org Chem. 2009, 2375—2379

Ny
O p
N A= Na
click Cufl) ( x —] @

Il N> Con A
= = A o/

Ul
[> Sugar ©1,2,3-Triazole <J» Scaffold

Na—[> Vs N ~
click -Cu{ //q_&\"l:‘l NN
HO OH _
; S
HO OH
click -Cult) ConA

<> Scaffold [>[>Sugar m m Linker

OH

HO A Me
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synthesized sphingolipid mimic

membered-ring imino-sugar-based sphing-
olipid mimics that display strong cytotox-
icity and interfere with the sphingolipid
metabolism in murine melanoma cells.
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Two methods for the one-step synthesis of
N-substituted 4-oxazolin-2-ones in high
yields under thermal and MW irradiation
conditions are described. These molecules
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The chemical preparation and enzymatic
kinetic resolution of a family of racemic 1-
(heteroaryl)ethanamines is presented. Ex-
cellent reaction rates and enantioselectivi-
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are reactive and regioselective nucleophiles
with Michael acceptors and prenyl bro-
mide, providing a variety of bicyclic mole-
cules with quaternary stereocenters.

A colored charge-transfer (CT) host system
composed of rac-1,1'-bi-2-naphthol and
2,5-substituted 1,4-benzoquinone was de-
veloped. This CT host system can selec-
tively include aromatic molecules as guests
by tuning the packing of donor and ac-
ceptor molecules. Characteristically, the
color and diffuse reflectance spectra (DRS)
of this inclusion CT complex can be tuned
by changing the type of the component 2,5-
substituted 1,4-benzoquinone.

Three Baeyer— Villiger monoxygenases have
been tested in the oxidation of a set of
benzo-fused ketones in order to obtain the
corresponding lactones. By employing non-
conventional reaction media, organic sol-
vent/aqueous buffer, higher activities can
be achieved. Different regioselectivities
were observed depending on the biocatalyst
used.

X NHAc X NH,
=

(R)-amide
>96% ee

(S)-amine
>96% ee

ties have been achieved, especially when
using Candida antarctica lipase type B as
the biocatalyst.
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The combination of two chiral BINOL-de-
rived monodentate phosphites, containing
either a carboxylic acid or a tertiary amine,
can be seen as a supramolecular bidentate
P-ligand self-assembled through an acid—
base interaction. These ligands are effective
in the Rh-catalyzed enantioselective hydro-
genation of methyl 2-acetamidoacrylate.
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Cascade reactions between la and MnO,
have been found: one-pot treatment of la
in MnO,/MeOH, for example, results in
formation of the nitronyl nitroxide (NN),
Me;Si  elimination, and regiospecific
MeOH addition to give (Z)- and (E)-NN—
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HC=CH-OMe. In MeNO,, 2-substituted
4,4,5,5-tetramethylimidazolidine-1,3-diols
gave imino nitroxides (INs), including
IN—-C=C-SiMe;, which was converted
into IN—C=CH.
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tically and/or thermally triggered isomeri- 1.0
zation reactions were investigated by UV/ 0.8 Shape-Switchable Azo-Macrocycles
Vis spectroscopy and displayed very slow 0.6
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1 0 2 R® H Aza-Diels—Alder Reactions of Methylene-
3 cyclopropanes with Ethyl (Arylimino)acet-
Tetrahydroquinolines ~ were obtained ylenecyclopropanes with ethyl (arylimino)- ates

through the Bronsted acid or solid acid cat-
alyzed aza-Diels— Alder reactions of meth-

acetates.
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