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COVER PICTURE

The cover picture shows the photochemical reaction
of a diazirine encapsulated in the inherently chiral
cavity of a cyclodextrin. The generated carbene af-
fords intramolecular insertion products. For the
first time for carbene reactions, products are im-
printed, though modestly, with handedness derived
from the cyclodextrins. Details are discussed in the
article by U. H. Brinker et al. on page 5907ff. The
authors thank Mr. Michael Abraham for the
photograph in the cover picture. The background
shows the Vorderer Gosausee, Salzkammergut,
Upper Austria. Large parts of the region were
listed as a World Heritage Site in 1997.
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Gram-negative bacterial lipopolysacchar-
ides are amphiphilic glycoconjugates pre-
sent in almost all Gram-negative bacteria.
The elucidation of their structures is crucial
for understanding of the biological pro-
cesses in which these microbes are involved.
This review provides a comprehensive over-
view of the currently available plant patho-
genic microbial lipopolysaccharide struc-
tures and substructures.
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A novel and efficient formation of N-sub-
stituted-2-aminobenzothiazoles by a li-
gand-free copper(I)-catalyzed one-pot cas-
cade process was developed. Various N-
substituted-2-aminobenzothiazoles, which
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might be potentially applicable in the phar-
maceutical and biochemical areas, were
conveniently synthesized in moderate to
excellent yields.

La,O; as a new and efficient recyclable
catalyst in coupling various aryl halides
with aromatic/alkyl thiols and dipheny di-
selenide in combination with KOH as a
base and DMEDA as a ligand in DMSO
at 110 °C is reported.
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The outcome of reactions of an entrapped
diazirine is highly dependent on the molec-
ular reactor used. While in B-cyclodextrin
azine formation is clearly favored, in the
permethylated reactor exclusively intra-
molecular 1,3-C—H insertion takes place.

Due to supramolecular photochirogenesis
of achiral carbene precursors within the
chiral cavities, for the first time for carbene
reactions one enantiomer of products is
slightly favored.

Carbenes within Cyclodextrins

J.-L. Mieusset, G. Wagner, K.-J. Su,

M. Steurer, M. Pacar, M. Abraham,

U. H. Brinker® .....ccccoeceevuennnee 5907—-5912
Supramolecular Photochirogenesis with
Carbenes Entrapped in Cyclodextrins

Keywords: Diazirines / Carbenes / Cyclo-
dextrins / Supramolecular chemistry / Chi-
ral induction

Inosine has been used as the starting
material for the versatile preparation of
two series of AICAR analogues in which
the reference compound was modified
either at the 2'- or the 5'-position of the

ribose moiety. The target compounds are
useful tools for the study of AICAR an-
ticancer activity and for addressing issues
in the field of metabolic studies in which
AICAR is extensively used.
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The facile synthesis of dichloropyrimidinyl-
BODIPY dyes is reported. These dyes show
excellent reactivity towards nucleophilic
aromatic substitution and transition-metal-
catalysed reactions, while retaining out-
standing spectroscopic properties.
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Regioselective coupling of allenylphos-
phonates and phenyl allenes with func-
tionalized iodophenols (in polyethylene
glycol, PEG-400), 2-iodobenzoic acid, and
2-iodobenzyl alcohol under palladium ca-
talysis was investigated. Ultility of some of
the products in Horner—Wadsworth—
Emmons reaction (e.g., in the synthesis of
Obovaten analogues) was explored.
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Acid, and 2-Iodobenzyl Alcohol Leading
to Functionalized Benzofurans, Isocouma-
rins, and Benzopyrans
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Ganglioside GM3 is considered as an im-
portant tumor-associated carbohydrate
antigen, which can be used in the develop-
ment of tumor vaccine. In this study, a fac-
ile and convergent synthetic strategy for

WWW.eurjoc.org

A specific photoinduced electron transfer
(PET)-based fluorescence sensor for Ca?*
was designed. This sensor comprises an
acyclic  polyether-linked acridinedione
bichromophore, the conformation of which
can change from linear to pseudocyclic
upon complexation with Ca?*. This results
in the suppression of the PET process and
allows selective Ca?* detection.

Ferrocenylmethylene-bridged  calix[4]azu-
lene derivative 3 and bis(1-azulenyl)ferro-
cenylmethane derivative 4 were obtained by
the reaction of 6-zerz-butylazulene (6) with
ferrocenecarbaldehyde (7) in acetic acid.
The new bis(1-azulenyl)ferrocenylmethyl-
ium ion 5" was also generated by the hy-
dride abstraction reaction of the corre-
sponding hydro derivative 4 with DDQ.

4-Hydroxycyclopenten-2-one  derivatives
undergo intermolecular [2+2] photocyclo-
addition reactions with various alkenes to
give mixtures of exo- and endo-bicyclo-
[3.2.0]heptan-2-ones. In contrast, the intra-
molecular version of the reaction provides
a single tricyclic compound, leading to an
enantiomerically pure, highly func-
tionalized dihydroxy ketone.

]
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GM; was developed, and the preparation
of three building blocks started from the
most readily available compounds sialic
acid, lactose, and L-serine.
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Functionalised 5-methylisoxazoles have
been synthesised directly from activated
nitro compounds by a copper-catalysed
process. The method is simple, versatile and

—_—

COR'
N\ + 2:H,0
N‘O Me

cat. [Cu] ROC,

25-93 % yield

tolerant towards diverse functional groups,
offering a valid alternative to the use of un-
friendly chloroximes as nitrile oxide precur-
Sors.
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guest-free crystal of 1
weak solid-state fluorescence

The crystals of phenanthro[9,10-d]imida-
zole-type fluorescent host 1 exhibit drastic
fluorescence enhancement behaviour with

CH,CH,COOH

inclusion of
carboxylic acid

' stron g solid-state
fluorescence

carboxylic acid inclusion crystal of 1

a redshift in the emission maximum upon
enclathration of various carboxylic acids.
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The allylic amination of enantiomerically
pure carbonates with 4-substituted benz-
ylamines afforded dehydro-B-amino esters
and dehydro-p-amino amides derived from
glycine by a Sy2" mechanism. The reaction
performed with 4-aminobenzylamine al-
lowed useful precursors of RGD mimetics
to be obtained, whose ability to inhibit cell
adhesion was very promising.
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Enantiomerically pure cyclopropylboronic
esters were utilised in the synthesis of the
corresponding cyclopropylamines by two
different routes. One approach — appli-
cation of a C—B to C—N conversion, thus
also expanding the synthetic potential

R_V OR'
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1 3

of trifluoroborates and dichloroboranes —
was further developed for the synthesis of
tranylcypromine, as well as for a key build-
ing block of belactosin A.

Cyclopropylamines

J. Pietruszka,* G. Solduga .... 5998—6008
Enantiomerically Pure Cyclopropylamines
from Cyclopropylboronic Esters

Keywords: Cyclopropane / Boron / Asym-
metric synthesis / Amines / Natural prod-
ucts
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The synthesis of the new sulfoquinovosyl-
monoacylglycerol analogues la—c, based
on 2-O0-(B-p-glucopyranosyl)-sn-glycerol, is
reported. Key steps were the regioselective
lipase-mediated acylation of the tosylate 4

The synthesis of two new chiral ketones
from carbohydrate derivatives is described.
The epoxidation reactions of a range of
arylalkenes have been developed.

1a: R = octadecanoyl
1b: R = dodecanoyl
1c: R = hexadecanoyl!

and the final Oxone® oxidation of the un-
protected thioacetates 7a—c. The analogues
la—c were active when tested in the EBV-
EA in vitro assay for antitumor promoters.
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Novel furanoid glycoaminoxy acid deriva-
tives have been prepared from di-O-iso-
propylidene-D-glucose. Careful control of
the deprotection conditions allowed us to

RIS PhsP=-

OH + R2

R' = aryl, alkyl, R? = aryl
R' = aryl, RZ = alkyl

NiNPs (1 equiv.)
THF, reflux
R‘I/\N‘RZ

30-99%
29 examples

NPhth
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synthesize homo-oligomers containing up
to six sugar units as a new type of oligo-
saccharide mimetics.

Nickel nanoparticles were found to activate
primary alcohols, as phosphorus ylide
partners, in a novel Wittig-type olefination
reaction. A wide range of alkenes were pre-
pared from both semi- and nonstabilised
ylides. The methodology was applied to the
synthesis of a variety of polymethoxylated
and polyhydroxylated stilbenes, such as
resveratrol, DMU-212 and analogues.
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A new and simple route for the synthesis
of thioesters starting from carboxylic acids
and alcohols is reported by using tetra-
thiomolybdate as the key sulfur transfer re-
agent. Thioesters were obtained in good to
moderate yield depending on the steric
crowding around the alcohol.

Sulfur Transfer Reagents

P. Gopinath, R. S. Vidyarini,
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Synthesis of Thioesters by Simultaneous
Activation of Carboxylic Acids and Al-
cohols Using PPhy/NBS with Benzyltri-
ethylammonium Tetrathiomolybdate as the
Sulfur Transfer Reagent

Keywords: Carboxylic acids / Alcohols /
Synthetic methods / Sulfur / Molybdenum

A novel synthesis of unsymmetrical di-
alkylphosphinic acids under mild con-
ditions starting from the protected acid
P—H synthon is described. From alkylated
H-phosphinates, a “one-pot” methodology
based on the sila-Arbuzov reaction easily
afforded the dialkylphosphinic acids. This
mild methodology is applicable to the syn-
thesis of a dialkylphosphinic acid that exhi-
bits an amino functionality.
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Phosphinic Acid Synthesis
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Rapid and Efficient Synthesis of Unsym-
metrical Phosphinic Acids R'P(O)OHR"’
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