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COVER PICTURE

The cover picture shows a sun-shaped hexaphenyl-
benzene unit shining over the equator of a fullerene
spheroid. This macrocyclic fullerene bisadduct with
an equatorial addition pattern was obtained with
excellent regioselectivity from the reaction of Cgg
with a bismalonate constructed on a hexaphenyl-
benzene scaffold. Details are discussed in the arti-
cle by J.-F. Nierengarten et al. on p. 3879ff.

Eur. J. Org. Chem. 2009, 3819—3825 WWW.eurjoc.org

© 2009 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim 3819



CONTENTS

MICROREVIEW

W. A. Donaldson,*
S. Chaudhury ......cccoveeevveninnne 3831—3843

Recent Applications of Acyclic (Diene)iron
Complexes and (Dienyl)iron Cations in Or-
ganic Synthesis

Keywords: Diene ligands / Iron / Synthetic
methods / Regioselectivity / Nucleophilic
addition

Recent applications of organoiron com-
plexes to the synthesis of conjugated poly-

SHORT COMMUNICATIONS

A. Fateeva, J. Pécaut, P.-A. Bayle,
P. Maldivi, L. Dubois* ............ 3845—3848

Synthesis of Chiral Bridled Porphyrins in
their Two Enantiomeric Forms

Keywords: Porphyrinoids / Enzymes / Kin-
etic resolution / Circular dichroism / NMR
pectroscopy / Nitrogen heterocycles

J. A. Morales-Serna, Y. Diaz,
M. 1. Matheu, S. Castillon* .... 3849—3852

Efficient Synthesis of B-Glycosphingolipids
by Reaction of Stannylceramides with Gly-
cosyl Todides Promoted by TBAI/AW 300
Molecular Sieves

Keywords: Glycosylation / Glycolipids /
Sphingolipids / Tin / Ethers

3820

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

enes, cyclopropanes, and cycloheptadienes
are reviewed.

For the first time, the two enantiomers of
a chiral bridled porphyrin were obtained by
kinetic enzymatic resolution. This reso-
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lution method allows easy synthesis of chi-
ral precursors in high yield and on large
scale.

Tetrabutylammonium iodide and acid-
washed molecular sieves efficiently pro-
moted the glycosylation of stannyl cer-
amides with glycosyl iodides to give glyco-
lipids.
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An unusual scission—rearrangement pro-
cess, which couples radical and ionic reac-
tions, was observed with galactofuranose
derivatives. This one-pot process gave six-
membered-ring sugar analogues in good
yields. The method can also be applied to
prepare C-glycoside analogues.

Studies on the mechanism and understand-
ing of the enantioselectivity of the asym-
metric Biginelli reaction using proline ester
salts as catalyst affording 3,4-dihydropyr-
imidin-2(1 H)-ones were performed.

The electrogenerated cyanomethyl anion
reacts with carbonyl compounds to yield
the corresponding B-hydroxynitriles in
moderate to high yields. The reported
methodology is very clean and safe, avoid-
ing the use of any classical base or catalyst.

Novel organic disulfides derived from the
2-(substituted phenyl)quinolin-4(1 H)-one
ring are efficiently synthesized. The in vitro
cytotoxicity of the target compounds and
their precursors against various cancer cell
lines including polyresistant subclones is
reported and discussed. A method for the
preparation of 4-oxo-2-(substituted phen-
yl)-1,4-dihydroquinoline-3-sulfonamides is
presented.
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Treatment of various dienimides in the
presence of a Lewis acid and (trimethyl-
siloxy)furan leads to the corresponding

aniline furan-2(5H)-ones. The same reac-
tion with furan yields a triaryl byproduct
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and, surprisingly, a birdcage system with a
pentacyclo[5.4.0.0.0.0Jundecane main core
containing nine stereogenic centres. These
products were produced with complete dia-
stereoselectivity.
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The Wittig olefination—Claisen rearrangement protocol was applied to the total synthesis

of (£)-physovenine
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The concise synthesis of enantiomerically
pure bis(bipyridine)-BINOL ligands is re-
ported. The influence of spacer length on
the self-assembly of helicates formed by co-
ordination with transition-metal ions has
been studied. Only the formation of triple-
stranded helicates is less selective on in-
creasing the spacer length, the assembly of
double-stranded helicates still being com-
pletely selective.
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Mesoporous hybrid materials of (oligo)-
phenothiazines covalently grafted onto
MCM-41 or SBA-15 silica are readily ac-
cessible from (oligo)phenothiazinyl carb-

Two new fluorescent compounds, a pyr-
enylindole-2-carboxylate (left) and a phen-
alenoindole-8-carboxylate  (right), were
synthesized from the corresponding f,f-
disubstituted dehydroalanines. The photo-
physical behaviour was studied in solvents
and in lipid membranes. The results show
that the products can be used as fluorescent
probes for biological systems.

amates. The resulting hybrid materials are
highly fluorescent upon UV excitation and
form stable radical-cationic materials upon
mild oxidation.
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Acetyl cyanide adds to activated ketones to give enantioenriched O-acylated cyanohydrins

in the presence of a chiral base.
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A series of easily prepared bulky P*-chiral
diamidophosphites have been designed and
developed. Ligands of this type exhibited
high enantioselectivities in Pd-catalysed al-
lylic substitution reactions of (E)-1,3-di-
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phenylallyl acetate and in Rh-catalysed
asymmetric hydrogenations of dimethyl-
itaconate, methyl (Z)-2-acetamido-3-phen-
ylacrylate and methyl 2-acetamidoacrylate.
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Elimination of sulfuric acid from N’-aryl-
N-hydroxyguanidine O-sulfonic acids yields
(N-arylimino)diaziridines, 3aH- and 1H-
benzimidazoles, and 2H-indazoles. Precur-
sors with two aryl groups afford benzimid-
azoles and SH-dibenzo[d.f][1,3]diazepines,
but neither iminodiaziridines nor indazoles.
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A series of tripart histidine-based com-
plexing surfactants, containing a hydro-
carbon chain and peptidic and polyethyl-
enic moieties, were synthesized; their self-
assembling and complexing properties were
investigated. Correlations were established
between molecular structure and aggre-
gation properties. Gelation ability of some
of them for the obtention of stimuli-sen-
sible hydrogels was described.
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We report here the introduction of allyl and pre-
nyl side-chains into aromatic compounds by

Y = OH; OR' = pinacolate

Suzuki cross-coupling reactions as well as the
preparation of the starting organoboranes.
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An improved synthesis of hybrid aerobic
oxidation catalysts that include an oxygen-
activating motif and pendant hydro-
quinone groups is reported. The key step

OH O

RuCl; (2 mol-%), PPhg (4 mol-%)

AandB

is an efficient Suzuki cross-coupling, which
allows the use of unprotected aldehyde 5
to generate hybrid catalysts A and B in high
yield form inexpensive starting materials.

OH OH

R‘lk/u\RZ

R? = Me, nPr, iPr, nBu, nCgH,7

A variety of anti-1,3-diols were prepared in
good yields and with a high level of dia-
stereoselectivity through catalytic hydro-
genation of enantioenriched B-hydroxy ke-
tones by using RuCls associated with PPhs,

By using optical rotation and/or circular
dichroism, absolute configuration assign-
ments of bioactive chiral lactones were de-
termined.

* Author to whom correspondence should be addressed.

H, (10 bar), MeOH, 50 °C, 24 h
R' = nPr, iPr, Ph, CH,OBn, (CH,),OTBDPS

R N"R2

yields up to 99%
de up to 98%

both commercially available and inexpen-
sive reagents. This method is an interesting
alternative to the use of organoboron re-
agents for the diastereoselective reduction
of B-hydroxy ketones.
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