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COVER PICTURE

The cover picture shows the synthetic pathway
for the substitution of two carbon atoms of the
fullerene Cg, framework with two nitrogen atoms,
bringing the new heterofullerene football CsgN,
into play. The easily accessible (CsoIN), is used as
a starting material for a tether-based functionaliz-
ation sequence leading to a direct CsgN, pre-
cursor. The chemical transformation of this
precursor molecule under the same conditions
used for the introduction of one nitrogen atom
leads to a reaction product that, according to
FAB mass spectroscopic analysis, contains up
to 20% of a CsgN, species. This represents
the first strategic chemical synthesis of the
CsgN, cage. Details are discussed in the article
by A. Hirsch et al. on p. 4109ff. The authors

acknowledge the support of this work by Dipl.
Chem. Benjamin Gebhardt, who designed the
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cover page.
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Indazoles are of great current interest
which is due to their broad spectrum of
biological activities. This review summar-
izes not only structures of pharmacologi-
cally interesting indazoles published during
the last decade, but also syntheses, reac-
tions and functionalizations. Recent ad-
vances in the field of derived N-heterocyclic
carbenes, indazol-3-ylidenes, and indazol-
ium salts are also reported.

2 H, + Si-O-Si

2 Si-H o
R-C=N
dehydration
j\ (ACE)Ru3(CO);
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2 Hy + SIFO-Si

A practical procedure for production of
nitriles is offered by the triruthenium
carbonyl cluster catalyzed dehydration of
primary carboxamides with hydrosilanes
under neutral conditions. This is the first

Pd/xantphos
(1 or 2 mol-%)

Ar”OH  + HsPO

DMF, 110 °C or

t-AmOH,

Dean-Stark, reflux

A green, PCls-free access to benzylic-H-
phosphinic acids was developed from
benzylic alcohols and H;PO, by using Pd/
xantphos. A range of benzylic alcohols re-
act successfully to give moderate to good

GO

] O  OH
o 8 mol-%
R z R
f THF ' n
r.t., 30 min
n=12 59-93 %
R = methyl, aryl, cyclohexyl, tButyl 10 examples
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example that a transition-metal-catalyzed
activation of Si—H bonds does not lead to
the reduction of carbonyl compounds but
to dehydration.

(0]
Ar/\lg:OR

R =H, NHy4, Bu
18 examples, 32-93 % isolated yield

yields in ~AmOH at reflux with a Dean—
Stark trap or in DMF at 110 °C. The prep-
aration of phosphinic and phosphonic ac-
ids and the asymmetric reaction of a sec-
ondary alcohol are also demonstrated.

1,5,7-Triazabicyclo[4.4.0]dec-5-ene rep-
resents a new and very active class of or-
ganocatalysts for the direct 5-and 6-enolexo
aldolization of unfunctionalized acyclic ke-
toaldehydes. The aldol addition products
are obtained in good-to-excellent yields.
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A new approach towards the synthesis of
the elusive heterofullerene CsgN, is pre-
sented. The synthetic strategy is based on
the intramolecular [3+2] addition of a
spacer-linked azide to a monoazaheteroful-
lerene (CsoN) core. One-pot experiments
gave promising mass spectrometric results.
Although isolation could not be achieved
in this case, a major step forward towards
this fascinating compound has been
achieved.
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Evaluation of an Intramolecular Approach
for the Synthesis of the Elusive CsgN,
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Discotic liquid crystalline n-acceptor com-
pounds were synthesized by using anti- and
syn-pyrenediones. The liquid crystalline
phases were assigned to be Dy , from POM,
DSC, and XRD measurements and single-
crystal study of the model crystalline com-
pounds.
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Liquid Crystals
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A facile, one-pot, selective synthesis of
2-arylbenzimidazoles using immobilized
(meso-tetrakis(o-chlorophenyl)porphyr-
inato)iron(III) on activated silica as a new
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(exclusive) (not formed)

AFM 3.D Image of T(2-C)PPFell
Supported on Activated Silica Gel

heterogeneous and reusable catalyst in the
presence of atmospheric air as a “green”
oxidant at ambient temperature is de-
scribed.
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Purposely designed and synthesized iso-
meric dendrimers provide a good bench-
mark for separation science and mass spec-
trometry. A handy topological view of the
isomerism of dendrimers is proposed and
used to analyze their properties.

Q [2 % PACl(PPhg), 4 % Cul] 4 5
7J\ + —= 2 1.05 equiv. NEt3, THF, 1 h, rt. WR
L T then: R3NHNH, (3) N—N,
CH3OH, CH3COOH R

1 2

Highly fluorescent 3,5-disubstituted and
1,3,5-trisubstituted pyrazoles are synthe-
sized by a regioselective one-pot three-com-
ponent Michael addition/cycloconden-
sation sequence in good yields. According

10 min, 150 °C, MW

4 (22 examples, 52-95 %)

to UV/Vis, fluorescence and computational
data, the excited state is highly polar and
allows fine-tuning of the absorption and
emission properties.

OtBu
=3 TfaHN_ _COO(Bu
OCOOEt TfaN\Z 5
A~ — 2 L G

[Pd(allyl)Cl),]
PPh,, THF

Isomerization-free reactions of dienyl
carbonates with chelated amino acid ester
enolates at —78 °C provide important

Y X
z Cp*RuCI(COD
}b +| THF
z
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Y = CH,, O, NBoc

Y X Y
ot =
74 — i/
Z R A

information concerning the mechanism of
these dienylations.

R = alkyl, aryl, ester, sulfone
R' = H, alkyl, SiMej3, Ar, alkynyl

Alkynyl halides were found to undergo Ru-
catalyzed [2+2] cycloadditions with bicyclic
alkenes. The halide moiety greatly enhances
the reactivity of the alkyne component in

WWW.eurjoc.org

the cycloaddition and can be transformed
into a variety of products that are difficult
or impossible to obtain by direct cyclo-
addition.
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Functionalized 7,8-benzo-anellated 9-aza-
bicyclo[3.3.1]nonan-3-ones (isobenzomor-
phans) were prepared by cycloconden-
sation of isoquinolines with 1,3-bis(silyl-
oxy)-1,3-butadienes.
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The kinetics of the reaction of 4-nitrophen-
yl sulfamate NH,SO,0C4H;NO,-4 and
other sulfamates in acetonitrile with amines
have been studied. The sulfamates (models

0 0
F3CSO,N=S-CF3 F3CSOZN:|S
Y DMF,-20°C
+ R~ —= |

X >
H\ﬁY

1,1,1-Trifluoro- N-[oxido(phenyl)(trifluoro-
methyl)-A*-sulfanylidene]Jmethanesulfon-
amide enters a vicarious nucleophilic sub-
stitution (VNS) process. This is the first ex-
ample of the VNS reaction at a benzene

* Author to whom correspondence should be addressed.

for enzyme inhibitors) and the amines
(models for enzymes) react by an eliminative
decomposition route involving N-sulfonyl-
amines/anionic sulfonylamines.

O O

CF3  F4CSO,N=S-CF;  FsCSO,N=5-CFs
|
+ tBuOK +H*
R -HX quench
X Y R YR

ring activated by an electron-withdrawing
group different than the nitro group. The
orientation of the substitution is exclusively
para.
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