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COVER PICTURE

The cover picture shows the synthesis of a novel
class of carbohydrate—peptide conjugates, which
proceeds by a Staudinger-phosphite reaction of
glycosyl azides with phosphitylated peptides. The
synthetic protocol is easy to perform, as the carbo-
hydrate has to be added to the solid-supported
peptide before the resulting glycoconjugate is
cleaved from the resin by TFA treatment. The
obtained phosphoramidate-linked glycopeptides
derived from the dimethyl phosphitylated pep-
tides are stable under acidic and physiological
conditions. Details are discussed in the article
by C. P. R. Hackenberger et al. on p. 5004ff.
The authors thank Nico Zapke and the
“cowema.com medienlabor” for their contri-
bution in designing the cover picture.
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A protocol of water-soluble sulfonato—Cu-
(salen) complex catalyzed N-arylation of
simple aliphatic amines, amino alcohols
and amino acids in water has been devel-
oped. A variety of substituted aryl iodides,
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Macrocycles with embedded carbohydrates
have been prepared by metathesis. This
strategy has led to synthesis of ipomoeas-
sins natural products, of new bioactive
compounds that target RNA and inhibitors
of carbohydrate-protein interactions at cell
surfaces. Macrocycles with potential in
host-guest chemistry and as antiinfective
agents and as vaccines have also been pre-
pared.
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bromides and electron-deficient chlorides
were found to be applicable, and 1,2-disub-
stituted benzimidazoles could be prepared
conveniently by a cascade amination/con-
densation process in this catalytic system.
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An efficient, one-pot, multicomponent re-
action of aldehydes 1, p-methoxyaniline
(2a), and 2-vinylindoles 3 was developed.
The chemo- and regioselectivity of the re-
action can be tuned by changing the sub-

stituents on the indole component. This
method offers a practical approach to ob-
tain synthetically and biologically import-
ant tetrahydro-y-carboline and tetrahydro-
quinoline derivatives.
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Both bidentate bite: An organocatalytic
enantioselective Michael addition of 2-
hydroxy-1,4-naphthoquinone to f,y-un-
saturated o-oxo esters has been developed,
which was promoted by bifunctional chiral-
amine derived squaramides according to a

WWW.eurjoc.org

hydrogen-bonding mediated activation
mechanism and afforded the chiral adducts
in high yields (up to 88%) and excellent
enantioselectivity (up to 98% ee) under
mild conditions.
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A novel cooperative Lewis acid/primary
amine catalyst system, NDbCls/QN-NH,,
was found to be an effective promoter in
the asymmetric Biginelli reaction. Good
enantioselectivities (up to 84 %ee) were ob-
tained in this reaction.
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Three new bifunctional building blocks
containing a Weinreb amide functionality
and capable of performing C—C bond for-
mation through Wittig reaction have been

developed. These have enabled convenient
access to novel analogues of phenstatin and
a general route to the synthesis of diaryl
ketones.
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A Staudinger phosphite reaction is em-
ployed for the acquisition of phosphor-
amidate-linked glycopeptide mimetics. The
key steps in this transformation, the syn-
thesis of phosphitylated peptides as well
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MeO_ |

~—0
RO/\/A'LL P\O

QO p
Na RO~<——\ NH
then TFA Iﬁm

49-64% isoalated yield

(o)

as their reaction with glycosyl azides, are
performed on solid support, which pro-
vides easy access to the carbohydrate—pep-
tide conjugates.
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The self-assembly and the photophysical
properties of several fullerene—porphyrin
nanohybrids are presented in this study.
These supramolecular nanomolecules are
organized by the Hamilton receptor cyan-

uric acid binding motif and exhibit, besides
strong binding constants, unique cooperat-
ivities. Furthermore, all hybrids feature
interesting electron donor—acceptor inter-
actions.
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O

Synthesis of glycerol-based amphiphilic
polyether dendrons with a dansyl moiety at
the focal point up to third generations is
presented. Detailed fluorescence studies
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revealed the aggregation of isopropylidene
protected dendrons from the second gener-
ation onwards even at a very low concen-
tration (1 X 1078 m).
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The synthesis of functionalized triazatri-
angulenes is presented and the trans/cis iso-
merization of azobenzene derivatives in
solution is investigated. The described at-
tachment of various molecular functions to
the TATA platform represents a modular
system for the formation of switchable
SAMs.
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A novel triptycene-derived bis-macro-
tricyclic host was synthesized, and it was
shown to form a 1:4 stable complex with
4 equiv. of dibenzylammonium salt in solu-

TFA

|

TBA

tion and in the solid state. Moreover, an
acid—base switchable molecular handcuff
was constructed by using the host and
2 equiv. of bis-secondary ammonium salts.
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isomerization (+/-)-Rugulactone

The regioselective formation of unsatu-
rated pyrones was that includes tandem
ring closing/cross metathesis as the key
step. This procedure was applied to the

Tandem
reaction

four-step synthesis of rac-rugulactone
starting from readily available starting ma-
terials.
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An efficient protocol was developed for the
synthesis of allylic amines through allylic
amination of internal alkynes by using
polymer-supported triphenylphosphane—

CH30 OH

palladium complex as a heterogeneous re-
cyclable catalyst. The catalyst is widely ap-
plicable for the allylation of aromatic and
aliphatic amines

DH

Baker's yeast

_NO;
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1%D,0  DCH,0 OH

pH DH

ed D

mCHO Baker's yeast WOH
OEt
CH30 1% D0 DCH,0

Baker’s yeast transformations were per-
formed in the presence of deuterated water,
and the stereochemistry of the double bond

Imides can be readily obtained by direct
oxidation of o-amidoaryl sulfones by using
m-CPBA at room temperature. Alkyl, aryl,
p-tolylsulfonyl, and alkoxycarbonyl groups
can be included in the amido portion of the
substrates. Electron-withdrawing groups in
the arene unit usually provide better results
in the oxidation. An N-acyliminium ion is
believed to be formed as an intermediate in
this process.

Incorporation of three PEG chains into a
nanoparticle stabilizer was achieved by
click coupling. The Pd nanoparticles were
water-soluble, underwent Suzuki cross-
coupling in a water/acetone mixture, and
could be recycled several times. A range of
functionalized aryl bromides and boronic
acids also underwent efficient coupling.

Eur: J. Org Chem. 2010, 4947—4952
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reduction was investigated by deuterium
NMR spectroscopy.
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© 2010 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

Eur

European Journal
of Organic Chemistry

Y. S. Wagh, P. J. Tambade, D. N. Sawant,
B. M. Bhanage* .......ccccccenuee. 5071-5076

Allylic Amination of Internal Alkynes with
Aromatic and Aliphatic Amines Using
Polymer-Supported Triphenylphosphane—
Palladium Complex as a Heterogeneous
and Recyclable Catalyst

Keywords: Palladium / Alkynes / Amina-
tion / Supported catalysts / Allylic com-
pounds

E. Brenna,* G. Fronza,* C. Fuganti,
F. G. Gatti ..cceveeeveeerneereecreeenens 5077—-5084

Stereochemical Analysis of the Enzymic
Reduction of the Double Bond of o~ and
B-Substituted Nitrostyrenes and o-Ethoxy-
cinnamaldehyde through Deuterium Label-
ling Experiments

Keywords: Isotopic labelling / Enzyme
catalysis / Reduction

F. Martinelli, A. Palmieri,
M. Petrini® .....cooveeerveeenieensnnnes 5085—-5089

Metal-Free Synthesis of Imido Derivatives
by Direct Oxidation of a-Amido Sulfones

Keywords: Amides / Arenes / Imides / Oxi-
dation / Sulfur

N. Mejias, R. Pleixats,* A. Shafir,*
M. Medio-Simon,
G. ASENSIO ..eeevvnerirereirnnecrnnnes 5090—-5099

Water-Soluble Palladium Nanoparticles:
Click Synthesis and Applications as a Re-
cyclable Catalyst in Suzuki Cross-Coup-
lings in Aqueous Media

Keywords: Cross-coupling / Homogeneous

catalysis / Nanoparticles / Palladium / Su-
zuki reaction

4951

0



[n]

CONTENTS

Natural Products

S. Kumar Das, S. Kumar Das,
G. Panda™ ......cccveeveeecveeeennnnnne 5100—5107

Formal Total Synthesis of (—)-Raphidecur-
sinol B

Keywords: Antibiotics / Natural products /
Total synthesis / Oxyneolignan / Epoxides

An efficient enantioselective formal total
synthesis of the antimalarial natural prod-
uct (—)-raphidecursinol B along with its all
stereoisomers is described, starting from
commercially available 3,4,5-trimethoxy-
benzaldehyde.
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An efficient synthesis of indolo-benzazep-
ine and its derivatives through water-accel-
erated cationic m-cyclisation is described.
The strategy involved condensation of aryl-
amine moieties linked to C-4 of the indole/

azaindole with arylaldehydes in water con-
taining catalytic amounts of Brensted ac-
ids. In water the reactions were complete in
10—30 min, whereas in organic solvents 10—
12 h were required.
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A variety of functionalized 9,10-dihydro-
phenanthrenes were prepared by reaction
of 1,3-bis(trimethylsilyloxy)-1,3-butadienes
with  3-benzoyl-5-aryl-4,5-dihydrofurans.
These reactions proceed by a novel domino
[3+3]  cyclization/ring-opening/Friedel —
Crafts alkylation process.
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