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COVER PICTURE

The cover picture shows iso-surfaces of a protease
inhibitor model compound that provides infor-
mation on its reactivity. The electrostatic potential
mapped on the electron density of the complete
molecule and on the biologically active aziridine
region shows that a nucleophilic attack must take
place at carbon atom CI of the aziridine ring. The
Zero Laplacian iso-surface shows possible sites of
the attack by means of holes in this surface. The
results were obtained from ultra-high resolution
synchrotron X-ray experiments at 9 K. Details
are discussed in the article by T. Schirmeister
et al. on p. 2759ff. C. B. Hiibschle is acknowl-
edged for preparing the artwork for the cover
picture.
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The catalytic aminohalogenation of a,f-
unsaturated esters, o,B-unsaturated ketones
and o,B-unsaturated nitriles has been
described. The first asymmetric amino-

halogenation was achieved by the use of
Evans chiral auxiliaries. The aziridinium
intermediate is believed to exist during
aminohalogenation process.
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Experimental electron-density determina-
tion by means of ultra-high resolution X-
ray diffraction at low temperature was used
to characterise the detailed geometrical
properties, bonding situations, hydrogen
bonding properties, topological properties,
atomic charges, and the electrostatic poten-
tial of dimethyl 3-(4-nitrophenyl)aziridine-
2,2-dicarboxylate.
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A concise chemoenzymatic synthesis of
glucose 6-phosphate is described. Candida
rugosa lipase was found to be an efficient
catalyst for both regio- and stereoselective
deacetylation of the primary hydroxy group
in the peracetylated D-glucose. The high

OH
glucose 6-phosphate

overall yield and the easy scalability makes
this chemoenzymatic strategy attractive for
industrial application. Furthermore, molec-
ular modeling of phosphonate transition-
state analog for the enzymatic step sup-
ports the substrate selectivity observed.
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The preparation and conformational
studies of the two 17-membered macro-
cycles 32 and 35 is described. Compared to
the cyclodepsipeptide geodiamolide, which
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N-Acetoxyammonium salts were postu-
lated by Huisgen in 1962 to be the initially
formed reactive intermediates in the Polo-
novski reaction. In this article the prepara-
tion of N-acetoxyammonium salts under
various conditions and characterization by
chemical and spectroscopic methods is
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(+)-2

enantiopure building block

The first enantioselective synthesis of two
new monoterpene aldehyde-esters (—)-1
and (+)-2 from Bupleurum gibraltaricum,
starting from an enantiopure building

oH OH
/\/\)\/’\O

PdCI,(CH;CN),
(30 mol-%) oJd

described. The geometries and energies of
the N-acetoxyammonium ions were deter-
mined by DFT calculations. The calculated
chemical shifts of the N-acetoxyammonium
ions are in good agreement with the experi-
mental values and offer a good proof for
the reliability of the DFT calculations.

(=)-1 O\N/g
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block, is described. The previously un-
known absolute stereochemistries of these
natural products have been established.
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The construction of tetrasubstituted chiral
carbon units in tetrahydropyrans through
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stereospecific Pd"-catalyzed cyclizations of
chiral allylic alcohols has been developed.
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Imidazole- and thiazole-2-thiones, the pre-
parations of which are also reported, were
oxidatively desulfurized with benzoyl per-

%’ N
Molybdenum-catalyzed hydrostannation of
suitable protected propargylic amino alco-

hols provides the corresponding function-
alized vinyl stannanes, which are useful syn-
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Control of cycloisomerization vs. dimeriza-
tion in the Pd"-catalyzed reaction of termi-
nal a-allenones can be achieved just by a
subtle variation in the substitution at the

WWW.eurjoc.org

Ruthenium complexes of electronically
coupled donor- and acceptor-substituted
cyclopentadienone ligands exhibit promis-
ing catalytic activities towards propargyl
alcohols. The dependence of the reaction
mode on the ligands substitution pattern
is investigated.

R = Bu; X =NMe; A = OBz, BF,, CF;CO,
R =Me; X =NMe; A = OBz, CF;CO,

R = Ph; X =NPh; A = OBz, CF;CO,
R=Bu, X =S§; A =CF;CO,, BF,, PFy

oxide and, after anionic exchange, azolium
salts were obtained with high concentra-
tions of the desired cations.

Z o
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thetic intermediates for the combinatorial

synthesis of amino alcohols and hetero-
cycles.

1 0
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allene component, being for the first time
the mode of reaction of «-allenones sub-
strate-directable.
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A series of urea/amide-substituted quino-
line derivatives were prepared and investi-
gated as anion receptors in chloroform.
The derivative with R = Ph and R’ =
C¢H 3 binds fluoride with high selectivity
and high affinity (K, = 150000 M~ !). The
experimental findings are supported by
computational considerations.
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Enantioselective 1,3-dipolar cycloaddition

chiral Lewis acid
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acid with a pybox chiral ligand to afford

of benzonitrile oxide to three acrylamides isoxazolines with moderate-to-high ee
bearing an oxazoline or imidazoline auxil- values.

iary proceeded in the presence of a Lewis

H H H H
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The Sc(OTf)s-catalyzed reaction of silyl
ketene thioacetals with imines in the
absence of any solvent affords B-lactams in

Effects of larger alkyl groups can be quali-
tative described as polarizability since they
make acids more acidic and bases more
basic (in the gas phase). However, this
description fails in the quantitative sense
since the effect on the bases is much stron-
ger than in structurally similar acids. This
was shown for several model reactions
from their DFT-calculated reaction ener-
gies.
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a convenient one-pot, solvent-free proce-
dure.

ROH — RO +H"

ROH+H" ROH,"
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R = Me: 2 diastereomers
R*=Hor OH

v,0-Monoepoxides and a diastereomeric
mixture of a,f,y,0-diepoxides were obtain-
ed by the epoxidation of cinnamylideneace-
tophenones. y-Methylcinnamylideneaceto-

'iﬂjf Ril(dﬂw:rw ﬁffj

OH

mixture of diastereomers

(8]

phenones afforded two 7,8-monoepoxide
diastereomers, while 2'-hydroxy derivatives
yielded vy,6-monoepoxides and (FE)-2,3-
trans-3-hydroxy-2-styryl-4-chromanones.
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