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COVER PICTURE

The cover picture shows how thiazole orange and its Cyanine Dyes as Fluorescent DNA Base
elongated derivative TO3 can be combined as a s . .
fluorescent base pair for imaging nucleic acids Substitutions for Live Cell Imaging
inside living cells. Both dyes were incorporated
synthetically as DNA base substitutions and are
able to display DNA dehybridization by changing
color from red to green. Details are discussed in
the article by H.-A. Wagenknecht et al. on p.
12391t
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Squaraine Compounds: Tailored Design
and Synthesis towards a Variety of Mater-
ial Science Applications
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Since their discovery in 1965, squaraine
compounds have evolved from insoluble
and poorly characterized compounds to
highly specialized functional molecules
having relevant applications in materials
science. We show the main synthetic stra-
tegies for squaraine preparation and we
discuss most recent results dealing with
their exploitation in a variety of relevant
technologies.
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Pd-Catalyzed Alkenylation

H. Jiang*, Z.. Feng, A. Wang, X. Liu,
Z. Chen 1227-1230

Palladium-Catalyzed Alkenylation of 1,2,3-
Trizoles with Terminal Conjugated Alkenes
by Direct C—H Bond Functionalization

Keywords: Palladium / Alkenylation / Ni-
trogen heterocycles / Alkenes / C—H
functionalization

8 atm O, 10 mol-% Pd(OAc),
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A palladium-catalyzed alkenylation of
1,2,3-triazoles with terminal conjugated al-
kenes by direct C—H functionalization has
been developed in the presence of Cu-
(OAc), and dioxygen. A variety of terminal
alkenes can perform the direct oxidative
coupling reactions with 1,2,3-triazoles to
afford the corresponding alkenylated prod-
ucts in a moderate to good yield.

Transsiliranation Reaction

J. A. Mayoral, S. Rodriguez-Rodriguez,
L. Salvatella® ..........cceueruennnen. 1231-1234

A Theoretical Insight into the Mechanism
of the Silver-Catalysed Transsiliranation
Reaction

Keywords: Density functional calculations /
Reaction mechanisms / Silanes / Silver /
Small ring systems
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DFT calculations on a silver-catalysed
transsiliranation reaction (silylene transfer
from a silirane to an alkene) have shown
the key role of a silylenesilver ion in the

catalytic cycle. Although the triflate-bound
species has previously been observed, no
significant silylene-transfer activity is pre-
dicted for such nonionised structures.
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R'=Cl, CH30,H R2=H, CHj
R? = aryl, CH3

A concise oxime ether synthesis by a metal-
free dehydrogenative cross-coupling reac-
tion between allylic sp> C—H bonds and
oximes promoted by 2,3-dichloro-5,6-di-

FULL PAPERS

The optical properties of TO and TO3 were
studied in different DNA base environ-
ments and with different opposite bases.
Both dyes as fluorescent DNA base substi-
tutions show a brightness that is sufficient
for bioanalytic and imaging applications.
They can be combined to a FRET pair.

DDQ (1.2 equiv.)

CH,Cl, 0
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cyanoquinone (DDQ) is reported. The cor-
responding oxime ethers are obtained in
good yields.
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Calix[4]- and calix[6]arenes containing azo-
calix[6]arene groups on the upper rim are
described. The kinetics of the cis/trans iso-
merization are obtained by either a photo-
induced or a thermal process. The global
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rate constants for this isomerization are ap-
proximately two orders of magnitude lower
for the thermal process than for the photo-
induced process.
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Synthesis and Photoisomerization of Azo-
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Aza-C-glycosides

HO

aorf saturation/
stereochemistry length spacer

A series of lipophilic - and o-aza-C-glycos-
ides and its evaluation for inhibitors of
three enzymes involved in glucosyl-ceram-
ide metabolism is described. The studies

Carolacton

A new “catch” and “release” method for
oligosaccharide assembly that combines
one-pot synthesis and fluorous solid-phase
extraction was developed. A branched tri-

Respiratory tract of CF
individual .
bacteria

S o® Oy

Collapsed mucus

Ineffective cilia

Mucociliary cells

R'=H or (R/S)-CH,OH
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reveal a 3-aza-C-glycoside as a selective in-
hibitor of B-glucosidase 2 and several o-
aza-C-glycosides as potent and selective in-
hibitors of glucocerebrosidase.

Targeting Biofilms: The structure eluci-
dation of carolacton — the first highly po-
tent compound from myxobacteria that se-
verely reduces the number of viable cells in
biofilms — was achieved by a combination
of NMR analyses, chemical derivatization,
molecular modeling, and X-ray analysis,
which allowed confirmation of the absolute
configuration of all the stereogenic centers.

saccharide and a linear tetrasaccharide
were synthesized rapidly in this fashion
without the need for any silica gel chroma-
tography.

The endotoxin analysed in this work was
extracted from a B. cenocepacia ET-12
clone recovered after lung transplantation
from a cystic fibrosis patient. The lipid A
moiety was comprised of a mixture of spec-
ies carrying one or two 4-amino-4-deoxy-
L-arabinose residues. The core oligosac-
charide portion was a short saccharidic
chain, in which we distinguished the com-
mon Burkholderia inner-core motif.
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A new tandem isomerization/cyclization
process for (epoxy—allyl)silanes is de-
scribed. The factors governing this process
are studied and a mechanism proposed.
The stereoselectivity of the reaction shows

The synthesis of C-glycoside amphiphiles
under environmentally friendly conditions
still represents a real challenge in carbo-
hydrate chemistry. We describe herein
the development of organic solvent-free
Horner—Wadsworth—Emmons-based  re-
actions that afford an easy conversion of
unprotected sugars to the corresponding C-
glycosides bearing alkyl chains of various
lengths.

The synthesis, characterisation and behav-
iour of a family of rotaxanes containing
fulleropyrrolidine stoppers and two ferro-
cene moieties on the macrocycle is reported
and discussed in detail.

7/

A series of novel benzo-fused tricyclic B-
lactams were prepared by starting from epi-
bromohydrin via phosphonoazadienes. The
two key reactions in this route are a Stau-
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Lewis acid dependence: thus, cyclization in
the presence of BF;-OEt, leads to cis-meth-
ylenecyclohexanols, whereas the use of
TiCl, allows the synthesis of trans-methyl-
enecyclohexanols.
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dinger reaction towards the B-lactams fol-
lowed by radical ring closing, resulting in
the envisaged phosphono-substituted tri-
cyclic compounds.
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Palladium-Catalyzed Direct Arylation of 4-
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Racemic Isoflavanones and 3,3-Diaryl-4-
chromanones
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o Pdy(dba)s (2.5 mol-%) o
R! AXFSG tBusPHBF, (10 mol-%) R!
B KHCO3 (2 equiv.)
R? 40 RS H,0, reflux R? ] o
(33-61%) (2 equiv.)
(1 equiv.)

Racemic isoflavanones have been selec-
tively prepared by Pd-catalyzed direct C-3
arylation of 4-chromanones with aryl
bromides with the aid of a Pd,(dba)s/
tBusPHBF, catalyst system in the presence

Pd,(dba)s (2.5 mol-%)

tBusPHBF4 (10 mol-%) R! Ar-FG
+ FG-Ar-Br KHCO3 (2 equiv.
R3 dioxane/Hz0 (4:1), reflux R 0" "R®
2a 3
(1 equiv.) (29-81%)
(4 equiv.)

of KHCOj; as the base in a dioxane/water
mixture (4:1). This catalyst system has also
been used for the synthesis of 3,3-diaryl-4-
chromanones through direct arylation of 4-
chromanones in water.

Lipooligosaccharide Structure
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V. Gargiulo, P. Landini, R. Lanzetta,

B. Lindner, L. Pagani, M. Parrilli,
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Complete Lipooligosaccharide Structure
of the Clinical Isolate Acinetobacter bau-
mannii, Strain SMAL

Keywords: Structure elucidation / Mass
spectrometry / Glycolipids / NMR spec-
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A lipooligosaccharide from A. baumannii
SMAL possesses an inner core moiety with
a zwitterion structure and a heterogeneous
mixture of lipid A molecules. The hexa-

acylated species is the most abundant, and
its acylation pattern together with the types
of fatty acids classify this molecule as an
agonist Lipid A.

Chiral Supramolecular Fluorophores
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Y. Nakano, T. Harada, T. Sato, M. Fujiki,
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A 2D Layered Chiral Supramolecular Or-
ganic Fluorophore Composed of 1-Amino-
2-indanol and Carboxylic Acid Derivatives
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Fluorophores / Supramolecular chemistry /
Luminescence
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2D layered network structure

NH,
SO,

A chiral supramolecular organic fluoro-
phore composed of a 2D layered network
structure was developed by combining 1-
amino-2-indanol and 2-anthracenecarb-

Supramolecular fluorophore

oxylic acid molecules. This 2D layered chi-
ral supramolecular organic fluorophore ex-
hibits circularly polarized luminescence in
the solid state.

Methylenecyclopropane Chemistry

B. Hu, L. Jiang, J. Ren,

Z.. Wang* 1358—1363

A nBuLi-Mediated, Expeditious and
Stereoselective Ring-Opening Rearrange-
ment of (Arylmethylene)cyclopropane-1,1-
dicarboxylates

Keywords: Small ring systems / Strained
molecules / Rearrangement / Ring open-
ing / 1,3-Dienes / Methylenecyclopropane

R2 R2
nBuLi e 2 CO,R!
LCOZR1 T
CO,R! COR!
R' = Me, Et, iPr, and Bn 0-72% yield

R2 = substituted phenyl 4ZIAE = 77:23 to >20:1

An nBuLi-mediated, expeditious ring-
opening rearrangement of (arylmethylene)-
cyclopropane-1,1-dicarboxylates has been
studied. The results are different from
those observed for nonactivated methylene-
cyclopropanes. The stereoselectivities are
good, (47)-1,3-dienes are obtained as the
major isomers.
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Brefeldin A (BFA) inhibits activation of the
G protein  Arfl by its protein effector
(GEF) by stabilizing an abortive complex
between Arfl-GDP and GEF; this might
represent an original tool for cellular path-

chain elongation
then H
macrolactonization IS le)

_ R o R2

BFC: R'=H, R = Me
nor-Me BFA: R = OH, R? = H

way inhibition. To study the elements of
BFA involved in its binding we prepared
three analogues. The formation of the C11—
C12 and C3—C4 bonds is unusual in BFA
synthesis.

Synthesis of Brefeldin A Analogues

S. Archambaud, F. Legrand,

K. Aphecetche-Julienne, S. Collet,

A. Guingant,* M. Evain ........ 1364—1380
Total Synthesis of (+)-Brefeldin C, (+)-nor-
Me Brefeldin A and (+)-4-epi-nor-Me Bre-
feldin A

Keywords: G protein / Brefeldin A ana-
logues / Desymmetrization / Macrolactoni-
zation / Macrocycles / Asymmetric syn-
thesis / Total synthesis

From the leaves of Trichilia connaroides, a
new limonoid with an unprecedented bi-
cyclo[5.2.1%1%decane motif in the nortri-
terpenoid core, has been isolated. Its struc-
ture, including the absolute configuration,
was elucidated by spectroscopic analysis
and computational methods. Its activity
against tumor cell lines and wnt signaling
was evaluated. A biosynthetic pathway the
limonoid is also proposed.

Terpenoids

X. Fang, Y. Di,* Z. Geng, C. Tan, J. Guo,
J. Ning, X. Hao* ....ccceceevueenne 1381—-1387
Trichiliton A, a Novel Limonoid from
Trichilia connaroides
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