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COVER PICTURE

The cover picture shows the oxidative ring contrac-
tion of tetraphenylazuliporphyrins to give benzo-
carbaporphyrins. Bulky substituents on the azulene
moiety influence the regioselectivity but do not in-
hibit this unusual chemistry. Details are discussed
in the article by J. A. El-Beck and T. D. Lash on
p- 3981ft.
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to form two leading chemistry
journals, the European Jour-
nal of Inorganic Chemistry and
the European Journal of Or-
ganic Chemistry. Three further
EUChemSoc Societies (Austria,
Czech Republic and Sweden) are
Associates of the two journals.
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Anionic Polysaccharides
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H. S. Overkleeft,
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Uronic Acids in Oligosaccharide Synthesis

Keywords: Carbohydrates / TEMPO /
Oxidation / Glycosylation / Uronic acids

This microreview covers some general strat-
egies for the preparation and incorporation
of wuronic acid residues in anionically
charged oligosaccharides. Two distinct
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strategies can be recognized: (1) glycos-
ylation followed by oxidation, and (2)
oxidation of the monosaccharide building
blocks followed by glycosylation.

SHORT COMMUNICATION

Copper-Catalyzed Domino Reactions

S. Tanimori,* H. Ura,

M. Kirihata 3977—-3980

Copper-Catalyzed Synthesis of 2,3-Disub-
stituted Indoles

Keywords: Indoles / Copper catalyst /
BINOL / Domino reactions / One-pot syn-
thesis
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2,3-Disubstituted indoles were formed
starting from 2-iodoaniline and B-keto

Cul (10 mol-%)
BINOL (20 mol-%) ~COzR'
Cs,COs (1equiv.) | | Ji
N
DMSO, 50°C, 4 h H
46-95% yield indole synthesis
esters by a copper-catalyzed domino

reaction.

FULL PAPERS

Carbaporphyrinoid Chemistry

J. A. El-Beck, T. D. Lash* 3981—-3990

Synthesis and Reactivity of 23-tert-Butyl-
and 23-Phenyltetraarylazuliporphyrins: an
Analysis of the Effect of Bulky Substitu-
ents on Oxidative Ring Contractions to
Benzocarbaporphyrins

Keywords: Carbaporphyrinoids / Azulene /
Aromaticity / Cope rearrangement / Metal-
ations

Ar

Ar
Azuliporphyrins

Tetraarylazuliporphyrins with 23-tert-bu-
tyl- or 23-phenyl substituents were found to
undergo oxidative rearrangements with
tBuOOH and KOH to give substituted

BuOOH
—

KOH

R =Bu ar Ph
X =Hor CHO Ar

Benzocarbaporphyrins

benzocarbaporphyrins. The data indicate
that these reactions are triggered by nucleo-
philic attack at the positions adjacent to
the azulene substituents.
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The configurational stability of reactive
intermediates derived from ethylcyclobuta-
diene—Fe(CO); by the formal abstraction
of a hydride ion, a hydrogen atom or a
proton from the pseudobenzylic position
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was investigated theoretically (DFT,
Becke3LYP), and rotational barriers for
rotation around the exocyclic C—C bond
were probed experimentally.

Organoiron Intermediates

A. Pfletschinger, U. Schneider, J. Lex,
H.-G. Schmalz* ..............c..... 3991—-3998
Stereospecific Side Chain Activation in
Cyclobutadiene—Fe(CO); Chemistry: A
Theoretical and Experimental Study on the
Structure and Configurational Stability of
Cationic, Radical and Anionic Intermedi-
ates

Keywords: Organoiron compounds / =«
Complexes / Density functional calcula-
tions / Reactive intermediates / Stereospeci-
ficity / Sy1 reactions

A series of colorimetric and ratiometric
chemosensors containing the pyrrolecar-
boxamide functionality have been devel-
oped and employed for probing receptor—
anion interactions. The nature of the indi-
vidual probe—anion interactions can be de-
fined by a combination of spectroscopic
techniques including '"H NMR spectros-
copy, UV/Vis absorption and fluorescence
spectroscopy

Receptor—Anion Interactions

Probing Receptor—Anion Interactions by
Ratiometric Chemosensors Containing
Pyrrolecarboxamide Interacting Sites

Keywords: Receptors / Fluorescent probes /
Molecular recognition / Anions
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Glutaraldehyde, a widely used industrial
chemical that has found to be mutagenic in
bacteria and mammalian cells, reacts with
2'-deoxyguanosine to form six adducts suf-
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ficiently stable to be isolated by semi-pre-
parative LC and identified by UV absor-
bance and 'H and '*C NMR spectroscopic
and mass spectrometric studies.

DNA Alkylation by Glutaraldehyde

R. Olsen, J. Backman, P. Molander,
K. D. Klika,* L. Kronberg* ... 4011—4018

Identification of Adducts Formed in the
Reactions of 2'-Deoxyguanosine and Calf
Thymus DNA with Glutaraldehyde

Keywords: DNA alkylation / Nucleobases /
Glutaraldehyde / NMR spectroscopy

Small-sized model m-conjugated oligomers
with a non-covalent S—O interaction,
mainly electrostatic, have been prepared
from thienylene and dimethoxyphenylene
units. UV/Photoelectron spectroscopy and
DFT studies carried out both in the solid
state and in the gas phase show that these
oligomers are strongly conjugated: a small
inter-ring angle @, a large interaction en-
ergy AE™ and a small HOMO—-LUMO gap
were observed.

n-Conjugated Oligomers
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F. Serein-Spirau,* J. J. E. Moreau,

K. Miqueu,* J.-M. Sotiropoulos,*

P. Baylére, M. Tillard,

C. Belin

4019—-4031

How to Build Fully n-Conjugated Archi-
tectures with Thienylene and Phenylene
Fragments

Keywords: Sulfur heterocycles / Non-
covalent interactions / Photoelectron spec-
troscopy / Density functional calculations
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A monolayer of isocyanate was synthesised
at the surface of an oxidised silicon wafer.
This monolayer was used to graft different
biomolecules and a helicene derivative
possessing a primary NH, group.

Thymine and cytosine 2-oxo deletion
mutants were incorporated into pyrrolidino
DNA and their triplex binding properties
analyzed. The observed destabilization
clearly highlights their importance in the
base-recognition process, irrespective of the
underlying sugar unit.
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radicals that reduce aromatic aldehydes to
the corresponding 1,2-diols.

The perchloric acid mediated synthesis of
lumazine derivatives from pterins and xan-
thine from guanine is reported along with
the novel supramolecular assembly of
lumazine dimers in co-crystal 21 through
bridging with a HsO," unit.
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The regioselectivity of the boron-mediated
aldol reactions of 2-(1,3-dioxolan-2-yl)ethyl
ethyl ketones depends on both substrate
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structure and solvent and can be inverted
with synthetically useful levels of selectivity
(Chx = cyclohexyl).
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Reactions between o-isocyanoacetamides
and aldehydes can be performed at low
temperature in the presence of stannous
chloride to furnish oxazoles in good to ex-
cellent yields. In the presence of the chiral
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Palladium-catalyzed reactions of methyl-
enespiropentane with aryl iodides contain-

1) Pd(OAc),, TFP, NEt;
_DMF.80°C.3h

2 MeOZC%COZMe
80°C,48h

catalyst [Sn-(R)-Ph-PyBox](OTY),, the reac-
tion between the chelating aldehyde 2g and
1a afforded the corresponding S-aminooxaz-
ole 3g in good yield and enantioselectivity.
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benzotetrahydrooxepines and -azepines,

respectively, which undergo Diels—Alder

ing an internal hydroxymethyl or amino- reactions  with  subsequently  added
methyl group, in a cascade consisting of six dimethyl fumarate.
individual steps lead to 3,4-dimethylene-5,6-
Type A  Type A Type A TypeB Benzo Benzo
No 2 Zwit Zwit
MeOH's MeOH's ueoH s 0 MeOH's4 MeOH's
0.40 0.28 0.15 0.35 0.56 0.20
LUMO @eesjleoess ]eees ). —I— —|— —|—
0w e e == o i
1.60 1.7 1.44 1.79

The zwitterion vs. diradical nature of the
SO intermediate in photochemical enone
and dienone rearrangements has been as-
sessed by experimental and computational
means. In this study we report a number of
new reactions and their mechanisms in
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both ground and excited states. Natural or-
bital analyses are used in one approach.
Charge and electron density distribution
are used in another. Explicit inclusion of
solvent is demonstrated to be important.
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CORRECTION
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Stylissamide B

CO,H
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The structural analysis of four new cyclic
proline-rich heptapeptides from the sponge
Stylissa caribica using a combination of
spectroscopic methods (NMR, MS, and
MS") is described. One of the peptides,
stylissamide B, contains the wunusual
sequence Pro-Pro-Pro, and stylissamide D
shows the inverse sequence of stylisin 1.
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50-88 % vield { Conventional conditions)

An improvement to the use of DMF as a
solvent for the condensation of 2-chloro-
benzoic acids with aliphatic amines by
using a copper catalyst was described.
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Novel Sorbicillin  Derivatives with an

Unprecedented Carbon Skeleton from the
Sponge-Derived  Fungus  Trichoderma
Species

Ultrasonic trradiatic

This condensation reaction could also be
achieved under ultrasonic irradiation,
allowing high yields and reducing the
reaction time to minutes.

Migration preferences upon Baeyer—
Villiger oxidation of a bicyclo[2.2.2]octan-
one framework were investigated, demon-
strating that the nature of substituents at
C2 and C8 strongly influence the sense of
oxygen insertion.

Keywords: Natural products / Sorbicillin
derivatives / Structure elucidation / Tricho-
dermanones / Configuration determination
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