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COVER PICTURE

The cover picture shows two low-energy confor-
mations of monomeric units of [4.3.0]bicyclo-
DNA, a conformationally restricted DNA ana-
logue. In an energy-minimized double helix con-
taining a fully modified strand paired against its
complementary DNA, the [4.3.0]bicyclo-DNA
sugar arranges in such a way that O(5’) adopts
a pseudoaxial orientation. In the article by A.
Stauffiger and C. J. Leumann on p. 1153ff the
synthesis of the modified DNA building block,
the X-ray structure of the monomeric unit as well

as thermal melting properties of oligonucleotides
are discussed. The authors would like to thank
Michael Eggli for his help in designing the

cover picture.
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GREECE (ChemPubSoc Europe) has

taken the significant step
into the future by merging
their traditional journals, to
form two leading chemistry
journals, the European Journal
of Inorganic Chemistry and the
European Journal of Organic
Chemistry. Three further mem-
bers of ChemPubSoc Europe
(Austria, Czech Republic and
Sweden) are Associates of the

two journals.
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A concise synthesis of the natural poly-
enyne R-(—)-cicutoxin (1) is described.
After several trials, the successful synthesis
commenced with three key fragments, R-(—)-
1-hexyn-3-ol (8), 1,4-diiodo-1,3-butadiene
(9), and THP-protected 4,6-heptadiyn-1-ol
(6). The triply convergent synthesis gave R-
(—)-cicutoxin in 18% overall yield.
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A new methodology for synthesizing bioac-
tive merosesquiterpenes, such as the marine
(+)-puupehenone and related metabolites,
is reported. The sequence involves a cat-

Fe(Cl04)3xH,0 (10 mol-%)
o H,0, (4 equiv.)

+ ROH

OH

OMe

OMe

(+)-puupehenone

ionic-resin-promoted Friedel—Crafts alky-
lation of an aryl ether with a norsesquiter-
pene o,B-enone and further C—O coupling
catalyzed by palladium.

)]\H

A highly efficient, mild, and simple proto-
col for the direct oxidative esterification
of aromatic and aliphatic aldehydes with

R'

Trimethoxyborane serves as an inexpensive
and virtually nonacidic iminium ion gener-
ator, allowing Mannich-type reaction of al-
dehydes, secondary amines, and ketene silyl
acetals to afford B-amino esters. The re-
agent also allowed nonacidic Ugi-type
three-component coupling of aldehydes,
secondary amines, and isocyanides, which
leads to the formation of o-amino acid de-
rivatives.
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simple alcohols was accomplished by using
a catalytic amount of Fe(ClO4);*xH,0O with
hydroperoxide as an oxidant.
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A novel member of the bicyclonucleoside
family [4.3.0]bicyclothymidine was synthe-
sized and incorporated into oligodeoxynu-
cleotides. Their pairing properties to comp-
lementary DNA and RNA were investi-
gated and found to be similar to that of the
known [3.3.0]bicyclo-DNA.

Supramolecular Device

S. Andersson, D. Zou, R. Zhang, S. Sun,
B. Akermark, L. Sun* ............ 1163—1172
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The host CBJ[8] was selectively positioned
on the DMV moiety of a DMV-MV mole-
cular dyad and subsequently moved to the
MYV moiety through an electrochemical re-
duction. The host was moved back to the

-0.6 V vs SCE
—

DMV moiety by oxidation. The ability to
reversible move the host from one guest to
another contributes to the fundamental
understanding required for the design of
more advanced molecular devices.
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bonylation
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Pd(OAc),/Cu(OAc),

toluene

Phenanthro[9,10-b]indolizidin-9-ones, phen-
anthro[9,10-b]quinolizidin-9-one, and re-
lated benzolactams were obtained by phos-
phane-free Pd(OAc),-catalyzed direct aro-
matic carbonylation from the correspond-

n=1lor2
R!', R2=H or OMe

ing amines. This constitutes a formal syn-
thesis of the representative phenanthroind-
olizidine and -quinolizidine alkaloids (*)-
tylophorine, (*)-antofine, and (%)-crypto-
pleurine.
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Thermal Rearrangements of Perchloro-
hexatrienes—Structures and Experimental
and Theoretical Evaluation of Pathways to
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Ab initio calculations and pyrolysis experi-
ments are combined to investigate the
unique chemical behavior of perchloro-
alkenes. Thermolysis of perchlorohexatri-

enes in the condensed and in the gas phase
result in cis/trans isomerisation followed by
cyclization to cyclopentene or hexachloro-
benzene.
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New diphosphite ligands derived from
1,2:5,6-di-O-isopropylideneglucofuranose
have been synthesized and successfully
tested in the rhodium-catalyzed asymmet-
ric hydroformylation of styrene. The modi-
fication of the carbohydrate backbone and
diphosphite bridge affects the activity and
selectivity of the reaction.
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The kinetics of the reactions of benzhydryl-
ium ions with azulene and a series of fulv-
enes were determined and analyzed accord-
ing to the correlation logk(20°C) =
S(N + E). The nucleophilicities (N) of the

O-H,

/
\‘(\ i “double H- bond

Diels-Alder

cooperative

The bifurcated and cooperative com-
plexation of carbonyls with double-site hy-
drogen-bond donors were computationally
studied. A different activation pattern was

RZ
N H,0, 30 °C
+
.
The direct aza-Diels—Alder reaction be-
tween 2-cyclohexen-l-one and benzald-
imines in water has been efficaciously cata-

lyzed by layered o-zirconium hydrogen
phosphate (0-ZrP) in the presence of so-

FEur. J. Org. Chem. 2009, 1099—1105

a-ZrP, SDS
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title compounds allowed for the compari-
son of their reactivities with those of other
n-systems and will guide synthetic chemists
to explore further electrophilic reaction
partners.

N\, H, O H
enamine-aldol

bifurcated

found for reactions of distinct polarity, like
the Diels—Alder and enamine-aldol reac-
tions.

N R'F N H
R2 R?

dium dodecyl sulfate . The one-pot, three-
component version of the reaction and
the recycling of both the catalyst and the
aqueous mother liquor in toto have also
been investigated.
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The Mo-catalyzed hydrostannation of pro-
pargylic amines and amides gave rise to
functionalized vinylstannanes in good
yield. Starting from halogenated aromatic

o S\
R =z
O CFs
RN

22

R
CF3SO03H | Ac0

+ o+
D D D D
A A A AT

D = NMe,, NEt,, NPr,
A =CHO, NO,

Experimental and theoretical studies of a
series of 1,8-bis(dialkylamino)-4,5-dinitro-
naphthalenes and a peri-dialdehyde ana-
logue have unexpectedly disclosed essen-
tially higher m-acceptor ability of the CHO

0
NH 9
X H X 2
X + Y +R
¥ ¥

A micellar solution of sodium dodecylsulf-
ate (SDS) efficiently catalyzes a three-com-
ponent Mannich reaction in neutral pure
water at room temperature. The products
precipitate in good to excellent yields. The
salient features of this protocol include the

R SnBu; R

P
L,

DD 2.83-3.03 A
A--A 2.90-2.99 A
19.5-14.5 D

Amax 440—480 nm
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/. /R
[(ally)PdCl], N N
PPhy, THF * @E/(

amines, indoles and isoquinolines were
accessible through intramolecular Stille
couplings.

CF;-substituted  1-amino-5-thienyl-1-aza-
1,4-dien-3-ones 5 undergo three different
cyclization reactions upon treatment with
an excess of triflic acid, leading to novel
five-, six- and seven-membered carbo- and
heterocycles depending on the substitution
pattern. The cyclization reactions are be-
lieved to proceed under superelectrophilic
conditions involving mono- and dicationic
intermediates.

groups in the solid and gas phase compared
to the NO, groups. In solution, the
through-conjugation is almost equally ef-
fective for all molecules, with some pre-
dominance of the nitro compounds.

~ 1
Y
O HN
SDS (2.5-5 mol
" R >
X
NS
19 examples

use of water as a evironmentally friendly
solvent, low SDS loading, neutral con-
ditions, high yields, excellent regio- and
stereoselectivity, and clean reaction pro-
files.
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Omphalotins E—I, modified cyclododeca-
peptides, were isolated from cultures of
Omphalotus olearius. Four of the five om-
phalotins contained an unprecedented N-
hydroxylated tryptophan derivative. All
compounds exhibited strong and selective
nematicidal activity against the plant
pathogen Meloidogyne incognita, whereas
no cytotoxic effects were found.

Cyclopeptide Natural Products
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H. Anke 1256—1262

Omphalotins E—1I, Five Oxidatively Modi-
fied Nematicidal Cyclopeptides from
Omphalotus olearius
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Fe and Fe-Cu complexes of a super-struc-
tured porphyrin derivative have been stud-
ied for their ability to reduce dioxygen once

adsorbed onto the surface of a rotating
graphite electrode.
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Synthesis and Studies of a Super-Struc-
tured Porphyrin Derivative — A Potential
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1-Alkyl-3,4,5-triphenyl-1,2-diphospha-
cyclopenta-2,4-dienes 1 can act both as di-
enes and as dienophiles in cycloaddition re-
actions, similar to 2H-phospholes. How-
ever, in contrast to 2H-phospholes, the
cyclodimerization reactions of 1 occur only
under harsh reaction conditions to give a
[2+2] cycloaddition product.
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Cycloaddition Reactions of 1-Alkyl-3.4,5-
triphenyl-1,2-diphosphacyclopenta-2,4-
dienes
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Phosphorus
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