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COVER PICTURE

The cover picture shows how diastereoselective crys-
tallization selects and amplifies a certain pyridine-
nitroalcohol from a dynamic system of chemical
compounds (symbolized by puzzle pieces). This
serendipitous finding demonstrates the potential
of working with dynamic systems for discovery
purposes in general and provides an effective
asymmetric synthesis protocol for pyridine-nitro-
alcohols in particular. Details are discussed in
the Short Communication by O. Ramstrom et
al. on p. 6315ff.
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The Diels—Alder reaction is one of the
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mation. This Microreview discusses last re-
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Diastereoselective  crystallization of 2-
nitro-1-(pyridin-4-yl)propan-1-ol was dis-
covered from a self-screening process of a
dynamic nitroaldol system. It was conse-

quently developed into an efficient syn-
thetic procedure and evaluated with a series
of other pyridinecarbaldehydes and nitro-
alkanes as substrates.
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New cyclic peptidomimetics containing 5-
aminothiophene subunits show interesting
structural features. The compound, com-
posed of four thiophene units (m = 1), has
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a box-like form in the solid state and bears
a hexane molecule in its cavity, which was
extracted by the macrocycle from the sol-
vent.
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A variety azinium cations (D-n-A™*) were
synthesized by the Sonogashira reaction in
good yields. The hyperpolarizabilities (/) of
the chromophores (D-n-A™") were deter-
mined by hyper-Rayleigh scattering experi-
ments and ab initio quantum chemical
methods.

The anomeric effect associated with the ni-
trogen atom in the isocyano and urea
groups was investigated by '"H NMR spec-
troscopic analysis of an anomeric pair of
xylopyranosyl isocyanides and ureas. We
found that the B-xylopyranosyl isocyanide
and o-xylopyranosyl urea prefers to exist in
the 'C, conformation, which establishes an
anomeric effect of the nitrogen atom in the
isocyano group and a normal steric effect
of the urea group.

Copper(I)-modified  zeolites, especially
Cu'-USY, are efficient and reusable hetero-
geneous catalysts for the one-pot conden-
sation of epoxides with sodium azide and
terminal alkynes in water at room tempera-
ture. Hydroxymethylated triazoles are thus
regio- and stereoselectively obtained in good
to high yields.

Three new meroterpenes, guignardones
A—C (1-3), were characterized from a cul-
ture of Guignardia mangiferae associated
with normal Ilex cornuta leaves.
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C3-Symmetric organocatalyst 4 in which
the 1,3,5-triethyl groups supposedly ensure
that the tethered aminomethylpyrrolidines
are syn and that the pyrrolidines enjoy con-

Successive selective o-(1—4)-glycosylation
reactions of mono- and disaccharides
grafted onto a recyclable ionic support

(S;18,25)-()
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Both stereoisomers of O-protected acyloin
derivatives were obtained in high ee
through asymmetric bioreduction of o,f-
unsaturated o-alkoxy ketones by using
enoate reductases. Stereocontrol was

achieved by variation of the size of the pro-
tecting group.

up to 92 % yield
up to 98 % ee
Me up to 99:1 dr

formational flexibility is shown to mediate
Michael addition reactions of a variety of
carbonyl compounds to [-nitrostyrenes
with high diastereo- and enantioselectivity.

O O/‘sa—o
takes place with good yields and stereo-

selectivities. The purification steps are sim-
ple washings or liquid/liquid extractions.

(R)-(+)[VCD(—)984]-4-Ethyl-4-methyloctane,
a fundamental cryptochiral hydrocarbon
with a quaternary chiral center, was synthe-
sized in enantiopure form, and its absolute
configuration was unambiguously deter-
mined by a combination of X-ray crystallo-
graphic analysis, '"H NMR anisotropy, and
synthesis, whereby two methods were use-
ful for enantioresolution.
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The enantiopure title compound was syn-
thesized, and its VCD spectrum showed
characteristic Cotton effects around 1150—
900 cm™!. The VCD spectral curve calcu-
lated by the DFT MO method at the
B3PWO91/6-31G(d,p) level agreed well with
the observed VCD spectrum, thus con-
firming the absolute configuration.
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We present a general approach for the syn-
thesis of (25)-isopropyl-5-aryl-2,3-dihydro-
4(H)-pyrimidin-4-ones by Suzuki—Miyaura
reaction of aryltrifluoroborate salts with
(29)-isopropyl-5-iodo-2,3-dihydro-4(H)-

K>CO3, 1,4-dioxane/H,0
110 °C, N, Bz

HN = R
> <N VAR

pyrimidin-4-ones in the presence of a pal-
ladium catalyst and a base. The arylated
compounds were transformed into enantio-
enriched o-aryl-substituted f-amino acids.
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The first cobalt-catalyzed C—N bond-form-
ing reaction involving aromatic chlorides
and cyclic secondary amines is described.

The reaction is ortho- and para-selective;
meta-substituted halides are unreactive.
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A large variety of enantiopure sulfoxides
have been obtained by using Baeyer—Vil-
liger monooxygenase catalyzed oxidation in
aqueous media under mild reaction con-
ditions. Some reaction parameters were
studied to improve the catalytic efficiency
of these enzymes.
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In a one-ps due to the low solubility of the
3-cinnamoyl-2-styrylchromone  products.
The second hydroxy moiety on the sub-
strate is crucial, because a two-fold cinn-
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2-Alkynylbenzaldoximes react with carbo-
diimides under mild conditions and silver
triflate catalysis in DMF, leading to a di-
verse range of 1-(isoquinolin-1-yl)ureas in

amoylated intermediate is required. Earlier
reports on such conversions may be cor-
rected.

The aza-Michael addition of secondary
amines to o,f- or B,B-disubstituted o, p-un-
saturated esters was efficiently achieved un-
der high pressure (10—16 kbar) in protic
solvents without any catalyst.

Oxyacetaldehydes enantioselectively add to
nitroolefins. Diphenylprolinol trimethylsilyl
ether affords products with up 96%ee. The
reason for lower diastereoselectivity was in-
vestigated by computational methods. Re-
active intermediates were confirmed by
mass spectrometry.
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DMF, 60 °C
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R4 H
AgOTf (10 mol-%) Rm
R1 = R3

good to excellent yields. Tandem 6-endo
cyclization, [3+2] cycloaddition, and sub-
sequent rearrangement are involved in the
process.
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Ar—N-N=—CO,Me cycloaddition / \N
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Y—=CO,Me 2) ring closure Ar

Y=PhS, PhSO, and RCH,S

1,3-Dipolar cycloadditions of C-carboxy-
methyl-N-arylnitrile imines with substi-
tuted acetylenes bearing thiol or sulfone
groups were studied. The sulfur controls

the regiochemistry of the reaction, and this
protocol was applied to the synthesis of
ring-fused thieno[2,3-c]pyrazoles.
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Palladium-catalyzed reactions of 3-substi-
tuted methylenecyclopropanes (MCPs),
where the substituents can be either

hydroxymethyl or formyl, in the presence
or absence of an acid source have been tho-
roughly investigated.

Bu 1. ArCHO, heat Bu
T\ 2.NaBH,, MeOH J 0)
N.N NH, > N | )
A 3. CH,O, EtOH, AcOH N N
Ph Ph L
Ar

In an attempt to obtain pyrazolobenzazep-
ine derivatives we serendipitously devel-
oped an efficient four-step procedure for
the synthesis of new 6,7-dihydro-1H,4H-
pyrazolo[3,4-d|[1,3]oxazines from S-amino-

Nonsymmetric pillar[S]arenes are formed
in a statistical ratio of the possible regioiso-
mers but with a high stereoselectivity.

* Author to whom correspondence should be addressed.

14 examples

3-tert-butyl-1-phenylpyrazole as starting
material through an unplanned intramo-
lecular etherification process. The struc-
tures of the obtained products were con-
firmed by X-ray diffraction.

N==C—CH, H,C—C=N
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