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The cover picture shows the structure of Sutent®
superimposed upon the plants Isatis indigotica
(used to prepare the widely used traditional
Chinese medicine “Ban-Lan-Gen”) and Souliea
vaginata (the source of Soulieotine). Natural prod-
ucts possessing the 3-alkenyl-oxindole core are
presented in the Microreview by A. Millemaggi
and R. J. K. Taylor on p. 4527ff. We thank Adam
Gooch for his assistance with the cover graphic.
The cover photographs are used with per-
mission, and we are grateful to the following
sources: Isatis indigotica: Creative Commons
Copyright, Pethan, 2005. Souliea vaginata:
Copyright 2007 by D. E. Boufford [photograph
from the “Biodiversity of the Hengduan
Mountains” website (http://hengduan.huh.
harvard.edu/fieldnotes, 19-04-2010)].
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The structures and biological activities of
naturally occurring and man-made 3-alk-

7 enyl-oxindoles are reviewed and recently
/ o/ O developed tandem/telescoped  synthetic
B O o routes are described.
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A tripodal tren-based sensor containing
oxadiazole fluorophores and fluoroaryl-
ated moieties was designed as a new scaf-
fold for cation recognition. Metal coordi-
nation induces quenching of PET from the
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Novel unnatural optically active amino ac-
ids bearing the pyrrole moiety have been
synthesized under mild conditions in up to
90% yields by chemo-, regio- and stereo-
specific condensation of 1-vinylpyrrole-2-
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nitrogen atom to the fluorophores and pro-
duces an off-on signal response. Selective
Hg?* sensing was evidenced in organic and
mixed aqueous/organic solvents.
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NH;

carbaldehydes with L-lysine involving the
g-amino group only to afford products of
exclusively (E) configuration. The amino
acids synthesized fluoresce in the UV/Vis
region.
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FULL PAPERS

DNMR and ab initio calculations show o.-
tert-butylsulfonyl carbanions have an en-
antiomerization barrier that should be suf-
ficiently high to allow their enantioselective
synthesis at low temperatures. Analysis of
the racemic lithium o-zert-butyl-sulfonyl
carbanion salts revealed the existence of
monomeric and dimeric CIPs devoid of a
Li--C bond, which were converted upon
action of HMPA into SIPs.

Deprotonation of chiral S-zert-butyl sulf-
ones with rBuLi gives enantiomerically
highly enriched lithium a-zert-butylsulfonyl
carbanion salts that are configurationally
stable at —105 °C in the timescale of their
synthesis and reactions with electrophiles.
They react at low temperatures with elec-
trophiles with high enantioselectivity.
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straightforward
synthetic access

Enantiomerically pure as well as highly
decorated o,a-difluorohexanones were syn-
thesized and successfully tested as inhibi-
tors of the malarial aspartic proteases, the
plasmepsins. Optically active ligands were

A new “European” carotenoid oxide. The
orange food colorant carotenoid E160f
(“C30-ester”) forms a blue carotenoid with
FeCl; in air. In the presence of water, this
blue carotenoid is converted into a yellow
compound that changes back to blue with
traces of acid, and so forth. Thus, these
new interconverting carotenoids display the
colors of the European flag.

Eur: J. Org Chem. 2010, 4515—4520

facile separation

WWW.eurjoc.org

absolute configuration

obtained by separation of diastereoiso-
meric Mosher ester precursors, and sub-
sequent analysis allowed the assignment of
the absolute configuration.
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Introducing hydrophobic chains into non-
actin would allow the lifetime of the macro-
lide in the semipermeable membrane of
ammonium ion selective electrodes to be
increased. We have studied three different
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Over 20 aminobenzoates were used to pre-
pare symmetrically substituted diester
Troger’s base analogues, bearing esters at
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Carotenoids (Car) may just as well be anti-
reductants as they are antioxidants. Excep-
tional antireductant properties of caro-
tenoids have been predicted by DF calcu-
lations. Indeed, dioxocarotenoids in alka-
line DMSO or DMF easily take up elec-
trons under ambient conditions and form
stable, blue carotenoid dianions.
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routes. The route using thione esters as
substrates for the alkylation gave the most
satisfactory results. Ring-opening of the
tetrahydrofuran and scrambling of the con-
figuration could be avoided.
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the 1,7-, 2,8-, 3,9- and 4,10-positions of
the framework.
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A chemoenzymatic approach to C-terminal
building blocks for the synthesis of peptidyl
olefins is described. Lipase-catalyzed hy-
drolysis of prochiral diesters introduced
optical activity. The sequence of the sub-
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sequent chemical reactions, either protec-
tion—hydrolysis—functionalization or func-
tionalization—hydrolysis—protection, deter-
mined the absolute stereochemistry of the
product.
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When 2-bromoalka-1,(n+m+1)-dien-(n+1)-
ynes (I) were subjected to a palladium pre-
catalyst system typically employed for
Heck reactions, two palladium-catalyzed
oligocyclization modes either involving a
6m-electrocyclization or a 5-exo-trig carbo-

B-hydride elimin.
6n-electrocyclization

Route A

Route B
5-exo-trig
3-exo-trig m

B-hydride elimin.

palladation (route A and B) were observed
to give tricyclic or tetracyclic systems such
as II and III, respectively. The preferred
mode of the oligocyclization is determined
by the tether lengths linking the multiple
bonds.
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Azocalix[4]arene 3, containing both tri-
azoles and hydroxy azophenols as cation
and anion binding sites and the azophenol
moiety as a coloration unit, was designed
and synthesized. A distinct colour change
was found for compound 3 in the presence
of metal ions (Ca®>*, Pb>" and Ba’") or
anions (F~, AcO~ and H,PO,™), which
can be detected by the naked eye and has
been used to construct a combinational
logic circuit at the molecular level.

N
NN N

@@Q x\:, 0

I
HO. H o} éo O,
H,
N .\ NS “N
g A

N N-N N-N

z
z
z

D% YD

0 ©) 4 &
Amax = 496 nm Amax = 626 nm
3_caZ+ 3.F-

Supramolecular Ionophores

K.-C. Chang, 1.-H. Su, Y.-Y. Wang,

W.-S. Chung* ......ccocevvuerruernee 4700—4704
A Bifunctional Chromogenic Calix[4]arene
Chemosensor for Both Cations and

Anions: A Potential Ca®>" and F~ Switched
INHIBIT Logic Gate with a YES Logic
Function

Keywords: Calixarenes / Chromogenic sen-
sors / Logic gates / Host—guest systems /
Click chemistry

N-N
e N e
COMe NiCN_ N7 NHz  NaH
R — —
| R CO;Me  acidic
R | workup
R=Ar, R1 H R!

Substituted S-aminotetrazoles obtained
from primary allylamines derived from
Morita—Baylis—Hillman chemistry undergo
base-promoted intramolecular cyclization
to afford 2-azidopyrimidin-4(3H)-ones in-

stead of the expected tetrazolo[1,5-a]pyrim-
idin-5(4H)-ones. In methanolic solution,
the azido derivatives underwent azide—
tetrazole tautomerism to afford the desired
tetrazolo[1,5-a]pyrimidin-7(4 H)-ones.
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A nucleoside containing a 5'-6 ether link-
age and a 1,10-phenanthroline ligand moi-
ety was incorporated into DNA. Thermal
denaturation studies showed that the

has
similar to T (left). Modeling indicated that
the nucleoside is readily accommodated in
the helix (right).

nucleoside base-pairing properties
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An efficient Ph;PAuNTf,-catalyzed direct
double hydroamination and hydroamin-
ation/hydroarylation of terminal alkynes
has been developed. A significant rate en-

E—

et vates ot v lats

hancement was observed when the reac-
tions were conducted under microwave
conditions.
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