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COVER PICTURE

The cover picture shows the phenomenon of thermo-
chromism, i.e. a reversible, temperature-dependent

change in color in polycyclic aromatic enes (PAEs). i Pﬂmm":::‘“
The yellow room-temperature folded confor-
mations represented by the central structure
exist in unimolecular equilibria with the deep-
colored twisted conformations: bianthrone, green;
1,8-diazafluorenylideneanthrone, red; fluorenyl- :
ideneanthrone, purple; benzo[b]fluorenylidene- AH = 10.7 kd/mol
anthrone, blue. The PAEs under study exhibit o -~ '
thermochromic behavior at room temperature,
having readily populated twisted conformations.
The twisted and folded conformations intercon-
vert rapidly. Details are discussed in the article
by 1. Agranat et al. on p. 5198ff. The authors
thank Dr. P. U. Biedermann (Max-Planck-
Institut fiir Eisenforschung) for enlightening
advice and suggestions. AH = —0.8 kJimol

AH = -1.3 kJimol
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Carbohydrate Chemistry in the Total Syn-
thesis of Saponins
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a) glycosylation, b) protective manipulation
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Significant examples relating to the total
synthesis of natural saponins with potent
biological activities are discussed, with
major emphasis on the applicability of

Total Synthesis of Saponins
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contemporary glycosylation and protecting

group manipulation protocols to the
sophisticated scaffolds of steroids/tri-
terpenes.

Open-Shell Ions in ESI-MS

M. Schifer,* M. Drayf, A. Springer, 100 M*- Compounds with low oxidation potentials
P. Zacharias, K. Meerholz ...... 5162—5174 N hC. s CH can form open-shell molecular ions in elec-

g 3N 3

5 N trospray MS (ESI-MS). However, mecha-
Radical Cations in Electrospray Mass 3 nistic studies of solution-phase reactions
Spectrometry: Formation of Open-Shell 3 proceeding via open-shell intermediates re-
Species, Examination of the Fragmentation ” quire exclusive phase-transfer of the species
Behaviour in ESI-MS"™ and Reaction formed in solution in the ESI-MS process.
Mechanism Studies by Detection of Transi- N Correct assumptions therefore rely on suit-
ent Radical Cations HaC CH, able control experiments and cautious

interpretation of ESI-MS and ESI-MS"
Keywords: Electrospray mass  spectro- data sets.
metry / Radical molecular ions / Even O b s
electron rule / Reaction mechanism studies
by ESI-MS/MS
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Keywords: Alcohols / Chemoenzymatic
synthesis / Enzyme catalysis / Reduction /
Wittig reactions

A one-pot two-step process for the enantio-
selective synthesis of hydrophobic allylic
alcohols was developed, which comprises
ketone formation by the Wittig reaction

dehydrogenase

and their enzymatic in situ bioreduction
into the desired products. The allylic al-
cohols were prepared with conversions of
up to 90% and with ee values of >99%.
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Palladium-catalyzed alkynylcarbonylation
of aryl iodides was accomplished by using
Mo(CO)4 as a CO source. The reaction was

conducted at room temperature with the
use of /BusP as a ligand, which was found
to be essential for smooth carbonylation.

Alkynylcarbonylation Reactions

M. lizuka, Y. Kondo* ........... 5180—5182
Palladium-Catalyzed Alkynylcarbonylation
of Aryl Iodides with the Use of Mo(CO)g
in the Presence of rBusP Ligand
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Phosphane ligands

FULL PAPERS

Klebsiella oxytoca BAS-10 is able to grow
on high concentrations of heavy metals, re-
sponding to these conditions by producing
large amounts of an exopolysaccharide
with metal-chelating properties. Complex
disruption was monitored by atomic ab-
sorption and by '"H NMR, leading to the
structure determination of the polysacchar-
ide.
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Exopolysaccharide Structure
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F. Baldi, R. Lanzetta ............ 5183—-5189

Structure of the Iron-Binding Exopoly-
saccharide Produced Anaerobically by
the Gram-Negative Bacterium Klebsiella
oxytoca BAS-10
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A practical approach to the synthesis of the
liverwort sesquiterpenoids, including di-
meric derivatives, from the common tri-
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Bisacutifolones
cyclic intermediate is reported. The stereo-

chemical nature of the Diels—Alder reac-
tion has been calculated.

Liverwort Sesquiterpenoids
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R. Obata, S. Nishiyama* ...... 5190—-5197

Synthesis of Pinguisane-Type Sesquiter-
penoids Acutifolone A, Pinguisenol, and
Bisacutifolones by a Diels—Alder Dimeri-
zation Reaction

Keywords: Liverwort / Terpenoids / Total
synthesis / Autoxidation / Biomimetic syn-
thesis

AGly; = 65.5 Kmol

The overcrowded fluorenylidene-anthrone
and related bistricyclic aromatic enes
(BAES) exhibit thermochromic behavior at
room temperature due to the equilibrium
between the yellow anti-folded confor-

mations and the intensive-colored twisted
thermochromic conformations. Introduc-
ing nitrogens conformations into the fjord
regions affects the balance between these
conformations.

Thermochromism of BAEs

A. Levy, S. Pogodin, S. Cohen,

I. Agranat* 5198-5211

Thermochromism at Room Temperature in
Overcrowded Bistricyclic Aromatic Enes:
Closely Populated Twisted and Folded
Conformations

Keywords: Thermochromism / Strained
molecules / Conformation analysis / Den-
sity functional calculations
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Synthetic investigations of 1,3-dichloro-
5,6-dicyanobenzoquinone-mediated benzylic
oxidation is reported for the synthesis of
natural alkaloid analogues. Extensive ex-
plorations of the oxidative nucleophilic

Hemivannusal, isolated from a cell culture
of the marine ciliate Euplotes vannus, is
thought to be a biogenetic precursor of
vannusal A. The chemodiversity observed

Sarcodictyins
Eleutherobin

Our synthetic approach to marine diter-
penoids sarcodictyins A and B and eleu-
therobin relies on the one-step attachment
of a C5—C9 side chain at the C10 position.
The CI1,C10 cis-disubstituted cyclohexene

CgH13, CeHia

substitution of the benzylic position of -
phenylethylamine derivatives and the syn-
thesis of functionalized tetrahydroiso-
quinolines of ecteinascidin 743 precursors
have been carried out.

W

vansal A

Dac

in secondary metabolites isolated from
E. vannus is thought to derive from the di-
vergence in the cyclization processes from
common biogenetic precursors.

TMS
TMEDA Li
syn Sg OHC_ :
-— \ + ChQ
86 %

derivative is obtained in 86 % yield with
total stereoselectivity. The reaction is based
on a syn Sg' process involving a cyclic (Z£)-
allyl diisopropylcarbamate.

CeH13, CeH1s

Cetliz Cetig

CeH1s CeMis

F F

FOAO  OLAF

inzF FJCEF
F F

An aryleneethynylene derivative of ca.
8 nm molecular length with terminal al-

Wwww.eurjoc.org

kyne substituents and 9,9-dihexylfluorene
units in the backbone has been synthesized.
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R \I)L” + BryCHCO,Et + CrCl;

NGp
NGp= NBn;, NHBoc

Enantiopure N,N-dibenzyl- or N-Boc-pro-
tected  (S,E)-o,B-unsaturated  y-amino
esters have been readily prepared by CrCl,-
mediated sequential reaction of ethyl di-
bromoacetate with various N,N-dibenzyl-
or N-Boc-o-amino aldehydes. The C=C

The synthesis of diastereoisomers of LNA/
o,B-D-CNA dinucleotide building units of
nucleic acids, in which one § torsional an-
gle is constrained by an LNA structure and
the o and B torsional angles are stereocon-
trolled by a dioxaphosphorinane ring struc-
ture is described. NMR structural analysis

CHs
° 20 mol-% Sml,
+ PhCHO + | _—
5A MS
NH,
1 2

THF
OEt
NGp

bond was generated with total or very high
E selectivity and the (S, E)-o,B-unsaturated
v-amino esters were obtained with com-
plete enantiomeric purity, except from N-
Boc-phenylalaninal (chiral HPLC).

LNA/e-D-CNA  OH

showed that §,, oy, and By torsional angles
of the (Rcs,Rp)-configured LNA/o,B-D-
CNA TT dimer are restricted to the cano-
nical {gauche(+)lanticlinal(+), gauche(—),
trans} conformation typically observed in
A-type duplexes

50 °C, 5 h, THF, yield: 93%, 3/4 = 4:96
0 °C, 24 h, solvent-free, yield: 70%, 3/4 = 82:18

Three-component aza-Diels—Alder reac-
tions involving aromatic aldehydes, aro-
matic amines, and dihydropyran or di-
hydrofuran are effectively catalyzed by
samarium diiodide to afford pyrano[3,2-c]-

The syntheses of a pentacationically substi-
tuted azidobenzene and the tetracat-
ionically substituted o-diazidobenzene are
reported. Their corresponding triphenyl-
phosphazides are stable at room tempera-
ture. Application of the Staudinger reac-
tion yielded the corresponding polyonio-
substituted aniline and o-phenylenedi-
amine, respectively.
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or furano[3,2-c]quinolines in good yields
and with high stereoselectivities. Either the
cis or the trans isomers can be obtained as
the major products by conveniently con-
trolling the reaction conditions.

Ny
+L L+
50Tf~
+L L+
L+
L = 4-(dimethylamino)pyridine (DMAP)
L+
YL N3
40Tf"
‘L Nj
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WWwWw.eurjoc.org

© 2007 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

Eur

European Journal
of Organic Chemistry

J. M. Concellon*
C. MEJICA .oouvrerneecnccncencanenne 5250—5255
Highly Selective Synthesis of Enantiopure
(S,E)-o,B-Unsaturated  y-Amino  Esters
Through a Sequential Reaction of Ethyl
Dibromoacetate with o-Amino Aldehydes

Promoted by Chromium Dichloride

Keywords: Diastereoselectivity /  Chro-
mium / Asymmetric synthesis / Amino
esters / Sequential reactions

C. Dupouy, P. Lavedan,

J.-M. Escudier* 5256—5264

Synthesis and Structure of Dinucleotides
Featuring Canonical and Non-canonical
A-Type Duplex o, f and & Torsion Angle
Combinations (LNA/o,-D-CNA)

Keywords: Strained molecules / Confor-
mational analysis / Nucleotides / DNA
structures / Phosphorus heterocycles

Z.. Zhou, F. Xu,* X. Han, J. Zhou,
Q. Shen™ .....covevvvrvurviincininnene 5265—5269
Stereoselective Synthesis of Pyrano[3,2-c]-
and Furano[3,2-c]quinolines: Samarium
Diiodide-Catalyzed One-Pot Aza-Diels—
Alder Reactions
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Oreacerebrosides: Bioactive Cerebrosides
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The sea star Oreaster reticulatus contains
oreacerebrosides A—1I, which are glyco-
sphingolipids with a triunsaturated sphin-
goid base. Oreacerebrosides A—C have a f3-
glucopyranoside as the sugar residue, and

OH

o i
Y\N\MLH;H:}

NH Oreacerebroside |

O S
W’E}.Hu
OH

oreacerebrosides D—I1 are [-galactosyl-
ceramides. The proangiogenic and cyto-
toxic activity of oreacerebrosides was
shown to be affected by the nature of the
sugar.

Alkaloid Synthesis

A. B. J. Bracca,
T. S. Kaufman* ..................... 5284—-5293

Synthesis of the Carbon Framework of the
Stephaoxocanes Employing a Sequential
RCM/Pomeranz—Fritsch Approach

Keywords: Synthesis design / Cyclization /
Stephaoxocanes / Carbon framework / Iso-
quinolines / Alkaloids

HO CHO
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MeO

MeQ H MeO

The syntheses of cyclodecalij]isoquinoline
derivatives 6 and 7, which embody the
carbon framework of stephaoxocanidine,
excentricine and the recently isolated ste-
phalonganines A, B and C, are reported.
These were accomplished employing ring-
closing metathesis and variations of the
Pomeranz—Fritsch cyclization, as key
steps.
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