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COVER PICTURE

The cover picture shows the photochemically
promoted acylation of alcohols under very mild
conditions. The experimental protocol is extremely
simple, thanks to the use of a benchtop photo-
chemical reactor based on UV LEDs. The acyl
transfer proceeds well for primary, secondary and
even tertiary alcohols. The choice of a long wave-
length (up to 420 nm) allows the presence of
otherwise photosensitive groups, which can later
be photolyzed at a higher energy. Details are
discussed in the article by C. G. Bochet et al. on

p. 2073 ft.
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\ additions

conjugate additions

are efficient Lewis acids for modern and
mild organic transformations. This micro-
review reports an overview of recent appli-
cations of these salts in organic synthesis.
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Alumina-supported MoO; was found to
be an efficient heterogeneous recyclable
catalyst for the oxygenation of imines to

Bis(diisopropylamino)carbene easily reacts
with phthalic anhydride to give quantita-
tively the isochromane derivative which un-

WWww.eurjoc.org
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oxaziridines in excellent yields with the use
of anhydrous TBHP as the oxidant under
mild reaction conditions.

(iPr),N-22 77
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dergoes unusual isomerization with the for-
mation of a strained azetidine ring and a
very short intramolecular hydrogen bond.
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A fluorous chiral BINAP—Ru complex was
used in the asymmetric hydrogenation of
olefins. Successful recovery and reuse of the
complex was accomplished by means of
noncovalent immobilisation on FSG. Addi-
tionally, the accelerating effect of porous
silica gel on the asymmetric hydrogenations
was investigated.

365 mum (write)

—_—.
.‘7
>510 nm (erase)

A photo- and proton-dual-responsive
fluorescence switch based on a bisthienyl-
ethene—naphthalimide dimer was de-
scribed. On the basis of fluorescence with
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the use of light and proton sources, the
overall write—conceal—display process of
information in security data storage was
successfully demonstrated.

OHOH

vapol

Catalysts generated from B(OPh); and the
vanol and vapol ligands are highly effective
in the catalytic asymmetric aziridination
of diazomethyl vinyl ketones with ethyl

FULL PAPERS

The efficient preparation of esters from al-
cohols by a photoacylation reaction is now
possible. The reaction conditions, both che-
mical and photochemical, are very mild,
thanks to the use of monochromatic LEDs.

Eur. J. Org. Chem. 2007, 2027—2033
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diazoacetate to give high asymmetric
inductions and high diastereoselectivity for
cis-aziridines.

o

8]
375 nm P
- + phain R —— % ]
?Fn?:ll-f @ah roam femp. R-0° 'R
oy il LV-C
rsg;zr;faf}f neutral medium
allylic
benzylic

WWWw.eurjoc.org

© 2007 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

Eur

European Journal
of Organic Chemistry

J. Horn, W. Bannwarth* 2058—-2063

Repetitive Application of a Fluorous
Chiral BINAP—Ru Complex in the Asym-
metric Hydrogenation of Olefins

IO

Keywords: Asymmetric catalysis / Biphasic
catalysis / Supported catalysts / Green
chemistry / Hydrogenation

G. Jiang, S. Wang, W. Yuan, Z. Zhao,
A. Duan, C. Xu, L. Jiang, Y. Song,*
D. Zhu 2064—2067

Photo- and Proton-Dual-Responsive Fluor-
escence Switch Based on a Bisthienyl-
ethene-Bridged Naphthalimide Dimer and
Its Application in Security Data Storage

Keywords: Fluorescence / Photochromism /
Dual-responsive / Security data storage

Y. Deng, Y. R. Lee, C. A. Newman,

W. D. Wulff* ...cceevireiinnnnnes 2068—2071
Aziridinyl Vinyl Ketones from the Asym-
metric Catalytic Aziridination Reaction

Keywords: Aziridines / Asymmetric cataly-
sis / Lewis acids

J.-L. Débieux, A. Cosandey, C. Helgen,
C. G. Bochet* ......ccovvuvvvrunen. 2073-2077

Photoacylation of Alcohols in Neutral [
.
Medium

Keywords: Alcohols / Esters / Acylation /
Protecting groups / Photochemistry

2029



0

IO

CONTENTS

Asymmetric Hydrogenation

C. Darcel,* D. Moulin, J.-C. Henry,
M. Lagrelette, P. Richard, P. D. Harvey,
S. Jugé* 2078—-2090

Modular P-Chirogenic Aminophosphane-
Phosphinite Ligands for Rh-Catalyzed
Asymmetric Hydrogenation: A New Model
for Prediction of Enantioselectivity

Keywords: Rhodium / P ligands / Amino-
phosphane-phosphinites / Hydrogenation /
Asymmetric catalysis

Me, R PR

A series of P-chirogenic AMPP ligands has
been synthesized from (+)-ephedrine by a
versatile three-step methodology and tested
in catalyzed hydrogenations of methyl o-
acetamidocinnamate by Rh complexes.
Variation of the substituent on a P-center

MeO,C, NHCOMe
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92 R

of the ligand affords the phenylalanine de-
rivatives with ee values ranging from 99 %
(S) to 88 % (R). A new model for the enan-
tioselectivity, taking into consideration the
boat conformation in the AMPP-RhH,
substrate complex, has been proposed.
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Design and Synthesis of Long-Wavelength
Fluorescent Boronic Acid Reporter Com-
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B(OH),

R = benzyl, methyl, H

Three new fluorescent probes based on the
4-amino-1,8-naphthalimide structure were
synthesized, and their sugar binding pro-
perties were studied in 0.1 M phosphate
buffer at pH 7.4.

Chiral Morpholines
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N then NaOMe \,[__'-‘ thesis of 2-(hydroxymethyl)morpholines is
Efficient One-Pot Synthesis of Enantio- R 57-77% R presented. LiClO4-induced ring opening of
merically Pure 2-(Hydroxymethyl)morph- R =Bn, Me (S)- or (R)-epichlorohydrin with chiral -
olines R'=H, Me, Ph, "benzc" amino alcohols and subsequent cyclization

under basic conditions delivered the target
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Concise Synthesis of 2,6-Disubstituted
Morpholines by Cyclization of Epoxy
Alcohols
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A novel, straightforward and high yielding
synthesis of enantiomerically pure 2,6-
disubstituted morpholines was developed

Ts
N
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by acid-catalyzed cyclization of epoxy
alcohols.
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The synlanti diastereoselectivity of the
addition of the lithium derivative of terz-
butyldimethylsilyl propargyl ether to N-
benzylimines derived from (R)-glyceralde-
hyde can be controlled and reversed by the
appropriate use of Lewis acids as imine
precomplexing agents. Double stereodiffe-
rentiation processes occur with total stereo-
control.

8]
Rd -

OMe

T((Pry, +

An improved procedure for the preparation
of cis-1,2-dialkylcyclopropanols, minimiz-
ing the formation of side products that are
not readily separable, has been elaborated.
Inhibitory action of carboxylic esters
towards the reduction of titanium(IV)

Are [6+6]photocycloadditions between
highly proximate and (nearly) perfectly
face-to-face oriented benzene and pyrid-
azine rings possible? Are the respective
cycloadducts useful for the construction of
azapagodane-type cage molecules? The
answers are given in this article.
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isopropoxide with alkylmagnesium halides
and some other observations were ex-
plained in the context of the specified ate
complex mechanism for the titanium-
mediated cyclopropanation of carboxylic
esters with Grignard reagents.
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CuOAc-Mediated N-arylation of 1H-in-
doles and 1 H-carbazole with aryl iodides un-
der base-free and ligandless conditions pro-
vides a variety of N-arylazoles with com-
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plete N-selectivity and an unprecedented
tolerance of functional groups in moderate
to good yields.
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The carbonylative Suzuki—Miyaura cou-
pling reaction of enol triflates derived from
lactams, lactones, and thiolactones with
alkenylboronic acids provides unsymmetri-
cal dienones in 50—86 % overall yields. The
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coupling reaction occurs at room tempera-
ture under CO pressure with palladium
catalyst and allows for a rapid preparation
of substrates useful in conjugate additions
and Nazarov reactions.

N-Butyl-2,4,6-trinitroaniline in 10 % di-
oxane/H,O in basic media leads quantitati-
vely to substitution of the amino group,
whereas in 60 % dioxane/H,O the observed
rate constant for this reaction decreases by
about one order of magnitude making the
cyclization reaction leading to benzimid-
azole N-oxide a competitive pathway.

Two series of new pyrazolo- and isoxazolo-
[60]fullerenes covalently linked to vinylene-
phenylene and bearing two donors have
been synthesized. A charge separation pro-
cess takes place in the bis(ferrocene)—pyr-
az0lo-Cgy system more efficiently than in
the isoxazolo-Cg, triads.

New lactone-type natural products, among
them massarigenin E and coniothyrenol,
were isolated from Coniothyrium sp. to-
gether with other known lactones. The rela-
tive configuration of coniothyrenol with an
unprecedented benzo[a]xanthene skeleton
and ten chirality centers was determined by
1D- and 2D-NMR spectroscopy.
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Three new fungal polyketide metabolites,
chaetocyclinone A (1) to C (5), were pro-
duced by cultures of Chaetomium sp.
(strain G6 100/2), which was isolated from
marine algae. The structures of the novel
compounds were established by detailed
spectroscopic analysis. Additionally, an
X-ray analysis of 5 was performed (red =
0). The biosynthesis of 1 and 5 was studied
by feeding '3C-labelled acetate and the
biological activity of all compounds is
reported.
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A new imidazolium-based phosphinite
ionic liquid is reported as an effective
reusable medium and suitable Pd'" ligand
for C—C bond formation through Heck
coupling reactions of aryl iodides, bro-
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mides and also chlorides with styrene and
n-butyl acrylate. The ionic liquid, still con-
taining its corresponding Pd" complex,
was easily recovered and reused in several
runs without losing its efficiency.
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