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COVER PICTURE

The cover picture shows the photochemical cycliza-
tion of silyl-substituted trans-1,2-bis(benzodithio-
phen-2-yl)ethenes into the corresponding silylated
helicenes and the transformation of these into new
halogenated helicenes. The picture underlines a
peculiar aspect of the paper, that is, the high solu-
bility of the above silylated zrans alkenes, which is
a consequence of the presence of the two silyl
groups and results in a very fast and easy photo-
cyclization that can be perfomed in solution by
using a glass reactor with an immersion Hg
lamp. The molecular packing of the trans al-
kenes in solution shows a long interplanar dis-
tance between two molecules, which accounts
for its high solubility. The work is a collabor-
ation between Milan and Parma Universities,
whose Cathedrals are shown. Details are dis-
cussed in the article by E. Licandro et al. on

p. 4499ft.
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Synthesis of ureas from amines traditio-

RNH, LIN.. J-L nally involves stoichiometric reactions of
oxidant s e phosgene or its derivatives, which are asso-
o ciated with environmental and waste dispo-
sal issues. Because of the prevalence of urea
moieties in molecules of interest, alterna-
tive catalytic routes for the oxidative con-
version of amines to ureas using CO as the
carbonyl source have been developed. This
microreview discusses recent developments
in transition metal-catalyzed oxidative
carbonylation of amines to ureas.
W _CHaCl N WO, Ar-CHO - HoN-Ar + ChxoBCl
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The reaction of an aldimine with dicyclo-
hexylboron chloride in the presence of hy-
drogen peroxide gives N-[cyclohexyl(aryl)-
methyl]arylamines 2 in good yields via
oxidized imine—borane complexes. The

A7 - D

A BiCls-catalyzed hydroamination of nor-
bornene, in which different electron-with-
drawing groups were tolerated on amines,
was presented. This process represents a

10 mol-% catalyst

toluene, 169 °C
3-6h NH
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amines can also be obtained by a three-
component reaction involving an arene-
carbaldehyde, an arylamine and a dialkyl-
chloroborane reagent.

reusable BiCl; catalyst
up to 92% yield
highly chemoselective

rare system for main group Lewis acid cat-
alyzed intermolecular hydroamination of
unactivated alkenes.
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Phenyliodine(I1I) sulfate, which has a com-
plex polymeric structure of the trimeric
iodosylbenzene units linked by sulfate
anions, was prepared; this sulfate can find
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The reaction of (benzyloxymethylene)cyclo-
propane with alkylidenemalononitriles at
ambient pressure afforded the correspond-
ing cyclobutane derivatives in good-to-

R? CN

practical application as a readily available,
stable, and water-soluble hypervalent
iodine reagent with a reactivity pattern
similar to that of iodosylbenzene.
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high yields. Control experiments proved
that the reaction proceeds via a well-stabi-
lized zwitterionic intermediate.
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Lithiation of 2-bromo-2’-diphenylphos-
phanyl diphenyl ether in toluene prevents
the undesirable cyclization observed in
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PhMe
PPh
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THF and allows access to a phosphane—
borane and an unsymmetrical diphosphane
featuring a flexible diphenyl ether tether.

I
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A novel N-thiophosphoryl imine based
aza-Morita— Baylis—Hillman (MBH) reac-
tion was developed. The corresponding
aza-MBH adducts were obtained in fair-to-
excellent yields in the presence of an
efficient air-stable nucleophilic trialkyl-
phosphane organocatalyst — PTA. More-

Eur: J. Org Chem. 2007, 4443—4449
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over, the N-thiophosphoryl moiety can be
readily deprotected through acidic meth-
anolysis in excellent yields. This protocol
provides a convenient method for the syn-
thesis of synthetically valuable o-methyl-
ene-fB-amino ketone or acid derivatives.
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The binding behavior of 1,2-bis(pyridin-
ium)ethane derivatives with dibenzo-24-
crown-8 derivatives has been investigated.
The results obtained indicate that the
formation of [2]pseudorotaxanes is an
enthalpy-driven process, and the nature of

OR'
OR' NBS [ HE
PN sive, 1 NTHMS
1vie;
R\'K/_/

nBu4Nli/ \I‘-IF/pyndlne
Ph* [Ng

Br

AT A Ye Y

WWW.eurjoc.org

Ab initio and DFT calculations showed
that tricyclo[4.2.1.0>°]non-2(5)-ene  (5),
tricyclo[4.2.2.0%5]dec-2(5)-ene (8) and the
related compounds shown are pyrami-
dalized compounds. Triene 9, which dis-
plays a method-dependent ground state, is
antiaromatic.

The synthesis and X-ray characterization
of novel silyl-functionalized helicenes, the
separation into enantiomers of one of them
and their regioselective transformation into
dihalogenohelicenes are described.
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the substituents attached to 1,2-bis(pyridi-
nium)ethane and the catechol ring on di-
benzo-24-crown-8 dramatically affects the
molecular recognition behavior and the
binding thermodynamics.

B-Amino alcohols with an (E)-vinylsilane
moiety were cyclized in the presence of N-
bromosuccinimide to afford diastereomeri-
cally pure azetidines. The reactivity of the
azetidines towards fluorinated reagents
was studied.
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A transition-metal-free, simple and ef-
ficient one-pot method for the synthesis
of indole-2,3-dicarboxylates and 2-aryl-
indole-3-carboxylates is described. The
corresponding products are obtained by a

Tertiary phosphane—borane complexes
containing different alkyl groups can be
casily obtained by addition of different
Grignard reagents to benzothiadiphos-
phole 1 followed by direct complexation
with BH;*THF. Treatment of the resulting
mixture with PCl; led to the reformation of
the starting reagent 1, which was quantita-
tively recovered from the reaction mixture
by simple crystallization.

Unsymmetrical metal-free and zinc com-
plexes of pyrazino-quinoxalino-porphyraz-
ines bearing eight diethylamino groups
have been synthesized by statistical tetra-
merization of 2,3-bis(diethylamino)quin-
oxaline-6,7-dicarbonitrile and 5,6-bis(di-
ethylamino)pyrazine-2,3-dicarbonitrile  in
lithium butanolate. The effect of the
insertion of benzene rings into the tetra-
pyrazino-porphyrazine system is discussed.
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Tetraselenotungstate mediates a new se-
lena-aza-Payne-type rearrangement of azi-
ridinylmethyl tosylates. This rearrangement
yields allylamines as the major products
and cyclic five-membered diselenides as mi-

Eur: J. Org Chem. 2007, 4443—4449
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domino hydroamination/Fischer indole
cyclization in good-to-excellent yields from
easily available 1-alkyl-1-phenylhydrazines
and acetylenecarboxylates.
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nor products with excellent regio- and
stereocontrol without using any Lewis acid
or base. Reasonable mechanisms have been
postulated for the formation of the prod-
ucts.
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The bigger the better: three new expanded
porphyrins containing 26, 36 and 54 « elec-
trons have been synthesized in one-pot re-
actions using tripyrranes and terthiophene
diols: the o® values measured through

EL
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zscan techniques show the highest value
for the 54m system, revealing the impor-
tance of the number of © electrons in conju-
gation for third-order NLO activity.
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Highly functionalized anthraquinones
which derive from the natural products
mensacarcin, islandicin, and chrysophanol
have been synthesized using a Diels—Alder
reaction and an addition of an aryllithium
species onto different aldehydes as key
steps. Furthermore, the antitumor activity
of these novel compounds has been studied
by the in vitro growth inhibition of human
lung carcinoma cells of line A549.
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A series of pyrimidinophanes and their
acyclic counterparts with two 3,6-dimethyl-
uracil or 3-methyluracil units attached to
the thymine or isocyanurate fragment by
polymethylene or xylylene spacers have
been prepared. The mutual arrangement of
the uracil moieties in the triuracils has been
determined in the solid state by X-ray dif-
fraction and in solution by NMR, UV and
computational methods.
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Highly constrained polycyclic spiro-f-
lactams were obtained from rigid bicyclic
ketenes by the Staudinger reaction. De-
pending on the imine component used,

reaction
—_— .

I/(o P
Staudinger Nm
d 6
R/

75-96% de

high diastereoselectivity was observed in
the process, and aromatic imines gave
preferential formation of the cis-dia-
stereoisomer.
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In the palladium-catalyzed reaction of
acrylates, C—N bond activation and acetal-
ization occurred under different conditions.
Described herein is a highly efficient
palladium-catalyzed C—N bond activation

Eur. J. Org. Chem. 2007, 4443—4449

reaction and subsequent new C—N bond
formation to directly construct B-amino
acids from triethylamine and acrylate esters
in isolated yields of up to 95 %.
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