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COVER PICTURE

The cover picture shows the general outline for 2-
naphthylmethyl (NAP) ether mediated intramole-
cular aglycon delivery (NAP-IAD). The initial for-
mation of the mixed acetal (MA) from the NAP
ether protected glycosyl donor (D) having the
manno- or gluco-configuration at the C2 position
and the glycosyl acceptor (A), followed by stereo-
selective intramolecular glycosylation, afforded
the desired 1,2-cis glycoside in high yield. Stereo-
specific constructions of various 1,2-cis linkages,
such as B-mannopyrano-, B-arabinofurano- and
a-glucopyranosides, were achieved through
NAP-IAD. Details are discussed in the article
by A. Ishiwata, Y. Munemura and Y. Ito on

p. 4250ff.
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The EUChemSoc Societies
have taken the significant
step into the future by merg-
ing their traditional journals,
to form two leading chemistry

journals, the European Jour-
nal of Inorganic Chemistry and
the European Journal of Or-
ganic Chemistry. Three further
EUChemSoc Societies (Austria,
Czech Republic and Sweden) are
Associates of the two journals.
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This microreview provides an overview of
the recently developed aryl iodide-cata-
lyzed oxidations in which hypervalent or-
ganoiodanes serve as real oxidants. Recent
attempts to improve the efficiency of re-
cyclable hypervalent organoiodanes in oxi-
dations are also summarized.

The ability of the acyclic selector octakis-
[(3-0,-4"" O)-butanoyl-(1'-0,2,6-di-O)-n-pen-
tyljmaltooctaose (G8) to serve as a chiral
stationary phase in enantioselective gas
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chromatography is compared to that of its
cyclic counterpart octakis(3-O-butanoyl-
2,6-di-O-n-pentyl)-y-cyclodextrin (CD8).

The important role of hydrogen-bonding
interactions is manifested in the regioselec-
tivity of the nitroso aldol reaction between
achiral enamines and nitrosobenzene cata-
lyzed by organic acids. The interactions
play a role in fixing the transition-state
structure and this role is also important for
the enantioselectivity.

Eur. J. Org. Chem. 2008, 4219—4224
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A methodology directed towards the stereo-
selective construction of 1,2-cis-glycosides
through naphthylmethyl (NAP) ether me-
diated intramolecular aglycon delivery
(IAD) has been developed. Stereospecific
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constructions of various 1,2-cis linkages, as
in B-mannopyrano-, -arabinofurano-, and
a-glucopyranosides, were achieved through
NAP-IAD.
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Upon exposure to ambient room light, the
title compounds undergo an internal redox
reaction to form 2-(pyrrol-1-yl)-1,4-hydro-
quinones, which are activated for nucleo-

philic addition by an Syl azafulvene
mechanism. In the presence of nucleo-
philes, the reactive electrophile is trapped,
and the adduct is isolated in good yield.
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A two-step protocol for the synthesis of
various highly functionalized gem-difluori-
nated B-lactams and f-amino esters in
moderate to good yields has been devel-
oped. These valuable building blocks were

Metal-free additions of alcohols and
amines to olefins catalyzed by TfOH pro-
ceed through unexpected, concerted, eight-
membered-ring transition structures with
significant carbocation character. Factors
affecting the reactivity, regioselectivity, and
double-bond isomerization that compete
with the addition were revealed by DFT
calculations and AIM analysis.

Eur. J. Org. Chem. 2008, 4219—4224

alkylated or acylated under mild con-
ditions. This methodology led to a library
of new difluoro-fB-lactams and difluoro-f-
amino esters, which were assessed as poten-
tial metallocarboxypeptidase inhibitors.
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A convergent synthetic approach towards
redox-active calixarene-based receptors is
reported. The anion-binding properties of
these receptors have been investigated by
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Twelve different pyrenopherol derivatives
were obtained by isolation from an endo-
pyhtic fungus or by chemical transform-
ations. The comparison of their data en-
abled a complete assignment of all signals
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electrochemical methods, and the import-
ance of ion-pairing effects in this electro-
chemical recognition process has been
clearly established.

The NHC indazol-3-ylidene induces a 1,3-
dipolar cycloaddition reaction between in-
dazolium-3-carboxylate and  activated
acetylene derivatives, and subsequent de-
carboxylation gives the new ring system
3,5-dihydro-2 H-pyrrolo[1,2-b]indazole. De-
carboxylation was prevented by using
DEAD or DMAD. Model reactions and
DFT calculations were performed to eluci-
date the reaction mechanisms.
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in the '"H and '*C NMR spectra of the
pyrenophorols. The great variety of the
metabolites also demonstrates the pro-
ductivity of the fungus and its potential for
chemical diversity.

Imines generated from a pyridine-2,6-di-
carbaldehyde and several amines show
remarkable stabilities in water.

Eur. J. Org. Chem. 2008, 4219—4224
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A: Allylamines from aldehydes undergoing normal Baylis—Hillman reaction
B: Allylamines from heteroaldehydes undergoing fast Baylis—Hillman reaction

A convenient route to the imidazo[l,2-a]-
pyrimidine core by reaction of cyanamide
with appropriately substituted allylamines
afforded by Baylis—Hillman chemistry fol-
lowed by an intramolecular cyclization is
presented. The protocol was discovered to

The syntheses of first-generation dendritic
tetraesters from bifunctional precursors
was performed in heterogeneous reaction
media under microwave and/or ultrasonic
irradiation in reaction times as short as
15 min and with yields around 70 %.
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HA: Hydrogen-bonding catalyst

Hydrogen-bonding catalysts such as thio-
ureas and phosphoric acids have been
found to catalyze one-pot three-component
reactions of pyruvate, anilines and alde-
hydes to afford versatile 3-amino-1,5-di-

Eur. J. Org. Chem. 2008, 4219—4224
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be a one-pot reaction for the allylamines
generated from the heterocyclic aldehydes
undergoing fast Baylis—Hillman reaction,
whereas it was a two-step procedure for all
other aldehydes.
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toluene, NaySOy, r.t. HN

R2

16 examples, 48-90% vyield
up to 44% ee

hydro-2 H-pyrrol-2-ones in high yields. The
corresponding chiral catalysts have also
been used in these three-component reac-
tions to give pyrrol-2-ones in high yields
and moderate ees.
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Michael-like additions of supernucleo-
philes (TABs) to 1,2-diazabuta-1,3-dienes
(DBDs) under neutral conditions give semi-
carbazones, which under basic conditions
produce new pyrazolones and cinnolines.

The unexpected formation of the cinnoline
ring occurs through an intramolecular
S\AT process involving the displacement of
a secondary amino group and represents a
new route to cinnoline derivatives.

R? R’
J\ 12-phosphotungstic acid )\
RZ"oH *RNM: R2” ONHR
up to 98% yield
23 examples
Nucleophilic substitution reactions of  presence of phosphotungstic acid as an ef-

benzhydrylic, benzylic, allylic, and simple
aliphatic alcohols with sulfonamides,
benzamide, and 4-nitroaniline in the

ficient, eco-friendly, cheap, and air- and
moisture-tolerant catalyst for the construc-
tion of C—N bonds has been investigated.
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