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COVER PICTURE

The cover picture shows a cyclohexallene-based
starry night over the cathedral of Santiago de Com-
postela in northwest Spain. 1,2-Cyclohexadiene is a
highly reactive cyclic allene that is usually generated
by the use of strong bases or highly nucleophilic
reagents, and this limits its scope. Herein we
described an improved method to generate this
molecule by fluoride-induced B-elimination of the
corresponding  6-(trimethylsilyl)cyclohexenyl tri-
flate. This method allows the generation of this
strained cyclic allene under mild reaction con-
ditions and with higher efficiency than classical
approaches, as demonstrated by trapping experi-
ments based on cycloaddition reactions. Details
are discussed in the article by D. Pefia et al. on @ LAy gl
p. 5519fT. : gy : §
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A Cyclohexallene-Based Starry Night over: |
the Cathedral of Santiago de Compostela
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The construction of mono- and bicyclic
phosphate triesters possessing divalent and
multivalent activation and their subsequent
use in the production of advanced polyol
synthons is presented. The method high-

(RR,Ps) (S,SPR)

lights efforts to employ removable, func-
tionally active phosphate tethers capable of
multipositional activation and their sub-
sequent role as leaving groups in selective
cleavage reactions.
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Free Energy

Product

Reagent

Reaction coordinate

We report a combined experimental and
theoretical study on the merging of Elcb
and E2 reaction mechanism, showing effec-
tive continuity of the reactive potential en-
ergy surfaces in systems activated by the
pyridine ring.
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The readily available, inexpensive and en-
vironmentally benign BiCl; was found cap-

Alkyl ortho-alkynylphenyl selenides 1 were
efficiently converted into 2,3-disubstituted
benzo[b]selenophenes 2 in the presence of
a catalytic amount of PtCl,. The reactions
were shown to proceed through carboselen-
ation, specifically the addition of a C—Se
bond to the alkynes.

Allylindium was isolated from allyl halide
and indium(0). The reaction of cinnamyl
bromide with indium gave two allylindium
species, cinnamylindium dibromide and di-
cinnamylindium bromide. Either species
were isolated after complexation of pyr-
idine-type Lewis bases and analyzed by X-
ray crystallography. Their reactivity was
also investigated.
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Fluoride-induced B-elimination of 6-(tri-
methylsilyl)cyclohexenyl triflate allows the
generation of highly reactive 1,2-cyclohexa-
diene in good yields and under mild reac-
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able to catalyze the cycloisomerization of
several enynes.
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tion conditions, as demonstrated by trap-
ping experiments based on Diels—Alder re-
actions.
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A Highly regioselective domino metathesis
reaction of 7-oxanorbornenes with vinyl
acetate has been developed and shown to
involve Fischer-type ruthenium carbene.
The reaction has been used to prepare four

2. NaBH,, HOAc
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3. TBSCI, imidazole, DMAP
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Three secondary metabolites named tri-
chocladinols A—C (1—3) have been isolated
from the Cordyceps-colonizing ascomycete
Trichocladium opacum with 1 and 2 featur-
ing a previously undescribed 2,9-dioxa-
tricyclo[5.2.1.03¥]decane  skeleton. Com-
pounds 1—3 showed cytotoxicity against the
human tumor cell lines HeLa and MCF-7.
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artificial glutamate analogues, one of which
has been identified as hypoactive. Further
electrophysiological studies suggested that
the analogue might interact with neuronal
receptor(s).

A straightforward approach to highly sub-
stituted pyrrolidines, giving rise either to
2,5-cis- or to 2,5-trans-configured pyrrolid-
ines, depending upon the base employed,
has been developed. Organocatalytic Man-
nich reactions were coupled with highly
diastereoselective aza-Michael reactions to
provide trisubstituted, enantiomerically
pure pyrrolidines.

© 2009 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

A L)

— q 1) Hydroamination
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3) Reduction R
(one-pot procedure)

R-NH,

A one-pot procedure for the synthesis of N-
substituted 2-(arylmethyl)pyrrolidines from
1-aryl-2-cyclopropylalkynes and primary
amines is presented. The procedure consists

of an initial Ti-catalyzed intermolecular
hydroamination, a subsequent NH4CI-
catalyzed cyclopropylimine rearrangement,
and a final reduction.
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(Hexahydro)xanthenols were converted
into diaryl ethers, biaryls or quinone
acetals.
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Some new star-shaped donor-m-acceptor
(D-m-A) molecules based on the 2,4,6-tri-
(thiophen-2-yl)-1,3,5-triazine unit were de-
signed and synthesized. The photophysical
properties can be modified by changing the
peripheral end group. All of them exhibit
large two-photon absorption cross sections.
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Dorzolamide, (4S,6S)-2-(aminosulfonyl)-4-
(ethylamino)-5,6-dihydro-6-methyl-4 H-
thieno[2,3-b]thiopyran 7,7-dioxide, is a
topically active human carbonic anhydrase
IT inhibitor. The use of lipase catalysis to
introduce enantio- and diastereopurity into
the key intermediates of dorzolamide has
been studied.
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and their mesomorphic properties investi-
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idinium Ionic Liquids
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The enantioselective 1,3-dipolar cycload-
dition reaction of azomethine ylides and
electrophilic alkenes is efficiently catalysed
by chiral phosphoramidite—Ag' complexes.

This methodology was applied to the syn-
thesis of enantiomerically enriched key
compounds in the total synthesis of the in-
hibitors of the hepatitis C virus (HCV).

Using the Hinsberg synthesis of thio-
phenes, a versatile method to prepare fully
derivatised, m-extended thiophenes is re-
ported. Functionalized thiophenes were di-
vergently synthesized to create three classes

NH,

NH, N
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of compounds — electron-deficient, ex-
tended conjugation and electron-rich — to
assess substituent effects on optical and
electrochemical properties. Properties were
assessed by several methods.

Three in a cycle: An efficient synthesis of
cyclotrisazobenzenes has been developed
with an overall yield up to 30% to test
whether these molecules still exhibit-
photochromism. Solid-state structures were
obtained.
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The addition of lithium enolates of the
esters 6 to oxiranecarbaldimines 1 leads to
new oxiranyl functionalised p-lactams 7 in
excellent enantio- and diastereoselectivity.
A simple one pot procedure affords B-lac-
tams with three or four neighbouring
stereogenic centres and unlike preference.

The mechanism of the acetolysis of acyl-
ated methyl L-ribofuranosides was studied
by in situ NMR and the rate constants for
the involved reactions were accurately de-
fined by a kinetic model. The results pre-
sented elucidate the reaction mechanisms
and hence enables further utilisation of this
valuable group of compounds in organic
synthesis.
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Amination of Aryl lodides
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