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COVER PICTURE

The cover picture shows the quinonoid and zwit-
terionic limiting formulas of the solvatochromic
probe MeAMBr, [(E)-2,6-dibromo-2-(1-methyl-
acridinium-4-yl)ethenyl phenolate]. The solvato-
chromic behavior is influenced by the solvent-
dependent contributions of the two limiting
formulas to the ground and excited states of
the probe. Details are discussed in the article
by O. A. El Seoud et al. on p. 1165ff. The art-
work for the cover picture was prepared by
E. L. Bastos.
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The beneficial effect of microwave irradia-
tion instead of classical thermal conditions
in olefin metathesis reactions is illustrated
through a series of literature examples of
ring-closing-metathesis and cross-metath-
esis reactions.
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A selective survey on the recent develop-
ments of microwave-assisted transition-
metal-catalysed C—C and C—N bond-for-
ming reactions is presented. This review
encompasses the advances in the last three
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years of Suzuki, Stille, Heck and Sonoga-
shira couplings, carbonylations, Buchwald—
Hartwig aminations, click chemistry and
some other related areas.

up to 97% yield

up to > 99% ee

A polymer-immobilized pyrrolidine-based
chiral ionic liquid Sa was found as a highly
efficient catalyst for the Michael additions
of ketones and aldehydes to nitrostyrenes.
The reactions afforded the corresponding
adducts in good yields (up to 97 %), excel-

solvent-free, r.t., 24 h

WWW.eurjoc.org

up to > 99:1 dr

lent enantioselectivities (up to >99% ee)
and high diastereoselectivities (up to >99:1
dr) under solvent-free reaction conditions.
Furthermore, 5a could be reused at least
eight times without a significant loss of its
catalytic activity and stereoselectivity.
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Palladium-catalysed silylation of aryl lithium chloride as additives and con-

iodides with electron-withdrawing groups
was efficiently achieved using pyridine and
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The effect of annelation on solvatochro-
mism of merocyanines is interpreted in
terms of structure- and solvent-dependent
contributions of zwitterionic and quino-
noid limiting structures to the probe reson-

CHO 1) TFA (1.4 equiv.)
<= CHuClp, 4 h, rt.
X Y + Mesg — >
2N 2) DDQ (6 equiv.)
CHO 7-8equiv. 15 min, rt.

1 equiv.

meso-Substituted bis(corrole) dyads were
obtained in good yields from a dialdehyde
linker and dipyrromethane in a one-step
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/Eq/u\ woundmg
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A metabolic profiling of intact and injured
fruiting bodies of Mycena galopus revealed
that intact fruiting bodies contain pre-
viously unknown fatty acid esters, such as
ElZ-1a, of the benzoxepine benzyl alcohols
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ducting the reaction at room temperature.
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quinonoid

ance hybrid. Increasing probe lipophilicity
by annelation affects solvatochromic re-

sponses more than increasing the length of
the alkyl chain in the pyridinium moiety.
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reaction. The best reaction conditions re-
quired a decreased amount of TFA catalyst
and a large excess of dipyrromethane.

antifingally active

E- and Z-1. Upon injury the inactive esters
are cleaved, yielding the antifungally active
free alcohols E- and Z-1, thus probably
protecting the fruiting bodies of M. galopus
from yeasts and other fungi.
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An efficient total synthesis of decarestrictine
D has been achieved using cross-meta-
thesis or ring-closing metathesis and Yama-
guchi macrolactonization as key steps.
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sp. ZLS i
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R = CO,Et, CN ®

a) 5 mol-% Sn(NTf,),

The stereogenic centres were generated by
means of hydrolytic kinetic resolution
(HKR) and Sharpless asymmetric dihydrox-
ylation (AD).

About 40 prochiral ketones of different
sizes and substitution patterns were suc-
cessfully desymmetrized with very good to
excellent enantiomeric excesses by the
CHMO from Xanthobacter sp. ZL5. This
biocatalyst is able to convert sterically de-
manding ketones and thus enlarges the
number of lactones accessible through bio-
transformation processes. Furthermore, the
epoxidation of non-activated C=C bonds is
achieved by this catalyst.

CHO
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de: 72-92%

b) 1 mol-% Rh(acac)(CO),/ 10 P(0-0-BuCgHy)s, 20 bar CO/H,

Rhodium-catalysed hydroformylation of
isopropylidenecyclohexane derivatives, ob-
tained by Sn(NTf,),-catalysed intra-
molecular diene cyclisations, affords the
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L-Mdp[benzo-24-C-8]

208

L-Mdp[15-C-5] L-Mdp[18-C-6]

Terminally protected peptides to the hexa-
mer level, based on crown-ether-containing
C*methyl-L-DOPA (L-Mdp) amino acid
residues, were prepared. Their alkali metal
cation complexation ability was determined
by ESI-MS analysis. Their FTIR absorp-

d
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corresponding aldehydes in good yields,
with complete chemo- and regioselectivi-
ties, and with des between 72 and 92 %.

o™ co- [DIO)1 0/?) co-
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L-Mdp[(S)-Binol-20-C-6]

tion, '"H NMR, ECD, and VCD spectro-
scopic properties suggest that all of these
crowned amino acids are strong inducers of
(left-handed) B-turns and 3,,-helical struc-
tures.
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Azulene was treated with several sulfoxides
in the presence of acid anhydrides to afford
the corresponding 1-azulenylsulfonium and
1,3-azulenediyldisulfonium ions. Reaction
of the l-azulenylsulfonium ions with di-
ethylamine gave 1l-azulenyl sulfides which
were readily converted into 1-azulenyl sul-
foxides by reaction with MCPBA. The

<

[Co"(salen)(OAc)]

N-Bn-AA  +
(2eq)

Racemic N-benzyl o-amino acids (N-Bn-
AA) are resolved in excellent yield and
high enantiomeric excess by liquid-liquid
extraction using a lipophilic chiral [Co''-
(salen)(OAc)] complex. The amino acid ex-
tracted into the organic phase by coordi-

Eight-membered heterocyclic hicksoanes
A—C were isolated from the gorgonian Sub-
ergorgia hicksoni. Their structures were de-
termined by UV, IR, 1D and 2D NMR
spectroscopy, MS, and chemical degra-
dation. Their unique structures contain a
triazocane cycle substituted by isoleucine
and tryptophan moieties.

The design and selective synthesis of
four atropisomers by a tandem-Michael/
Michael addition of 1,3-cyclohexanediones
to alkynes with the assistance of L-proline
is reported. The reaction mechanism and
the associated tautomerism of these com-
pounds are also discussed.
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CO

azulenyl sulfoxides were used to prepare
1,1’-biazulene derivatives under acidic
conditions. The redox behavior of the
l-azulenyl sulfides, 1,3-bis(methyl- and
phenylthio)azulenes, and 1,1’-biazulene de-
rivatives bearing a methylthio or phenyl-
thio substituent on each azulene ring was
examined by cyclic voltammetry (CV).

R

By
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CH,Ph
[Co"(salen)(N-Bn-AA)]
R
N"COOH
CH,Ph

nation to cobalt can then be released by
reductive counter-extraction. The original
chiral cobalt(IIT) complex is restored and
re-used with no loss of reactivity and selec-
tivity.

K,
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The diastereomeric v,,&,;-D-CNA dinucleo-
tide building units of nucleic acids
and their (2,5')-v,,&",0’-D-CNA analogues
where prepared from a common 3-deoxy-
3-(hydroxymethyl)-p-allofuranose  inter-

Efficient syntheses of rigid C;-symmetric
scaffolds based on adamantane are de-
scribed. The scaffolds have been designed
for conjugation to various natural prod-
ucts. They are valuable for the construction
of strictly defined molecular architectures
with threefold geometry for applications in
bioorganic chemistry, catalysis or material
science.

HO V)South B4
€
= O\é/o
7\

mediate; torsional angles are stereocon-
trolled by a dioxaphosphorinane ring struc-
ture (D-CNA family), and sugar puckering
can be restricted to the North or South
conformation.
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