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(ChemPubSoc Europe) has
taken the significant step
into the future by merging
their traditional journals, to
form two leading chemistry
journals, the European Journal
of Inorganic Chemistry and the
European Journal of Organic
Chemistry. Three further mem-
bers of ChemPubSoc Europe
(Austria, Czech Republic and
Sweden) are Associates of the
two journals.

COVER PICTURE

The cover picture shows various uses for carbo-
hydrates in nature: Chitin in the exoskeleton of
crustaceans (lower left corner), cellulose in plants
(upper right corner) and as the energy-storage com-
pound sucrose in plants, which ultimately makes its
way into sweets such as candy canes. In the labora-
tory, carbohydrates can be transformed into inter-
esting and versatile tools for stereoselective syn-
thesis such as chiral ligands for asymmetric
catalysis. The article by M. M. K. Boysen et al.
on p. 997ff describes carbohydrate-based bis-
(oxazoline) ligands. These sweets for catalysis
were successfully fine-tuned for asymmetric
cyclopropanation reactions by the introduction
of O-substituents with varying steric and elec-
tronic properties. The authors thank Anja
Glinschert for her help with the cover design.
Financial support of the German Research
Foundation,  VolkswagenFoundation  and
Fonds der Chemischen Industrie is gratefully
acknowledged.
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3¢/Ti(iPrO),/ TBHP

The palladium-catalyzed hydrogenolyses of
epoxides are reviewed according to the
structure of the substrates and reducing ag-
ents. The regio-, stereo-, and chemoselec-
tivities of the reactions are discussed, as are
the mechanisms.
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Catalytic asymmetric oxidation of sulfides
attached to nitrogen-containing heterocyles
to chiral sulfoxides with zerz-butyl hydro-
peroxide and a chiral titanium complex,
formed in situ from Ti(iPrO),, chiral 1,2-
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up to 97% yield with 98% ee

diphenylethane-1,2-diol 3¢ and water, was
achieved. The chiral sufoxides were ob-
tained in high yield (97%) with excellent
enantiomeric excess of up to 98% ee.
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Cyclic 2:1 and 1:2 aldehyde/acetone ad-
ducts are formed as significant byproducts
when the aldol reaction is catalyzed by sup-
ported bifunctional proline/triscarbamate
guanidine or dendritic proline catalysts.
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These adducts, unprecedented in the con-
text of the aldol reaction, are most prob-
ably formed through a multistep domino
mechanism.
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Carbohydrate bis(oxazoline) ligands with
4,6-benzylidene acetals and 3-O substitu-
ents of varying size and electronic proper-
ties were prepared and tested in asymmet-
ric cyclopropanation, revealing a strong de-
pendence of enantioselectivity on steric de-
mand and electronic properties of the 3-O
residue. Also, a great influence of the
pyranose conformation was observed.
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Sweets for Catalysis — Facile Optimisation
of Carbohydrate-Based Bis(oxazoline) Li-
gands
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The daxabe receptor is able to complex
carboxylic acids and several anions, with
considerable changes in the fluorescence
and NMR spectra. This receptor acts as a
fluorescent sensor for this interesting type
of analyte.
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DNB Acid Fluorescent Sensor
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Daxabe — A Xanthene-Based Fluorescent
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In their ring-opened form 2-hydroxybenzo-
cyclobutenone ethylene dithioacetals are
excellent dienes in [4+2] cycloaddition
chemistry.

S

< — Q0
= R2 R?
OR OR

0-Quinodimethanes
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2-Hydroxybenzocyclobutenone  Ethylene
Dithioacetals as Precursors of Highly Sub-
stituted 1,4-Dihydronaphthalenes
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Regioselectivity

Synthesis of two complementary building
blocks is described. The self-assembly and
moulding properties of these landers will

2 n

be used to construct nanosized electronic
circuits.

Molecular Moulds
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Synthesis of Two Complementary Molecu-
lar Moulds
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The reaction of nitrones with p-(2-amino-
phenyl) o,B-ynones in toluene at reflux
temperature affords cis-fused isoxazolino-
quinolines in moderate-to-high yields. This
sequential process takes place through
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regioselective 1,3-diploar cycloaddition of
the nitrone to the triple bond followed by
condensation between the amino and car-
bonyl groups.
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The GIAO-B3LYP/3-21G//PM3 method
has been established as a rapid and accu-
rate method for calculating and predicting
the endohedral '"H NMR chemical shifts of
H,-, H,O- and NHjs-encapsulated fullerene
compounds.
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K. Kato, H.-J. Schneider* ....... 1042—-1047

Supramolecular Interactions in Chitosan
Gels

Keywords: Supramolecular structures /
Gels / Chemomechanical motion / Poly-
mers / Cooperative effects / Logic gates

Selective size changes of chitosan gels are
triggered by complexation with anionic ef-
fector molecules, mostly due to water up-
take or release. Significant enantioselectiv-
ity is observed with aromatic tartaric acid
derivatives. Cooperativity between different
effectors leads to logic AND gate func-
tions. Smaller particles enhance the speed
and sensitivity of the chemomechanical ef-
fect significantly.
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1,1'-Bis(trishomobarrelenyl) —
and Chiroptic Properties

Synthesis
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(+)- and (—)-1,1’-bi(endo,exo,syn-penta-
cyclo[3.3.0%4.0%8.0% " Jundecyl) [1,1’-bi(tris-
homobarrelenyl)], prepared along with the
meso-diastereomer, exhibit significantly en-
hanced molar optical rotations due to the
presence of three helically arranged 1,2-di-
cyclopropylethane units in their skeletons.
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The first bis(m-phenylene)-32-crown-10/pa-
raquat [2]rotaxane was synthesized by the
threading-followed-by-stoppering strategy.
The successful preparation of this [2]rotax-
ane showed unambiguously that pseudo-
rotaxane-type complexation, rather than the
previously  reported taco-complex-type
complexation, exists for complexation be-
tween bis(m-phenylene)-32-crown-10 and
paraquat derivatives in solution.

Difluorinated (racemic) analogues of am-
icetose and rhodinose were prepared from
trifluoroethanol by metallated difluoroenol
acetal chemistry. Sharpless asymmetric
epoxidation followed by epoxide ring-open-
ing with an unusual nucleophilic fluoride
source allowed enantiomerically highly en-
riched and selectively protected mono-
fluoro analogues to be prepared.
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(%)- Quebrachamme

The total synthesis of (*)-quebrachamine
is described, using a formal [3+2] dipolar
cycloaddition between a functionalized ni-
trile and donor-acceptor cyclopropane as
the synthetic approach to the indole core.
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An efficient chloroacetamide photocycli-
zation was also utilized in the construction
of the synthetically challenging nine-mem-
bered ring.
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(R)-4-Methyl-1-nonanol, the sex phero-
mone of the yellow mealworm, was synthe-
sized by using non-cross-linked polystyrene
supported oxazolidinone as a chiral auxil-
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iary in an overall yield of 41.8% over seven
steps with a high enantiomeric excess of
98%.
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