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COVER PICTURE

The cover picture shows data on the total world-
wide industrial production of acrylonitrile and
acrylamide. These monomers were found to be
carcinogenic in rats, mutagenic in E. coli, harmful
to blood and to the liver, as well as to the immuno,
neuro, reproductive and respiratory systems. Their
enzymatic epoxidation to even more poisonous
oxiranes is believed to be responsible for the
carcinogenic activity. In vivo, cyano- or carb-
amoyloxiranes readily react with glutathione and
at the end of this metabolic path yield two re-
gioisomeric S-alkylated N-acetylcysteins (see co-
ver picture). Both acrylonitrile and acrylamide
are present in cigarette smoke. Acrylamide has
also been found in various starchy foods such
as the ones shown, which have been roasted or
baked. Though the possible risk of such food
to public health is unclear, dietary intake of ac-
rylamide contributes a lot to overall human
exposure. For quantification of the oxidative
metabolites of acrylonitrile and acrylamide in
humans, two sets of the regioisomeric refer-
ence compounds were synthesized with deu-
terium labels. They may be used as “ideal”
internal standards in all toxicological studies
aimed at quantitative determination and
product distribution of oxidative urinary
metabolites of acrylonitrile and acrylamide.
Details are discussed in the article by A. de
Meijere et al. on p. 4417ff. The authors
acknowledge the support of this work by
Irene Bottcher-Gajewski (Gottingen), who
provided the photographical content of the

cover picture.
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A union formed by chemi-
cal societies in Europe
(ChemPubSoc Europe) has
taken the significant step
into the future by merging
their traditional journals, to
form two leading chemistry
journals, the European Journal
of Inorganic Chemistry and the
European Journal of Organic
Chemistry. Three further mem-
bers of ChemPubSoc Europe
(Austria, Czech Republic and
Sweden) are Associates of the

two journals.
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o} PhN=C(CF,)CI

ACO%J«SH

A new class of glycosyl thioimidates,
glycosyl  N-phenyl-trifluorothioacetimid-
ates, were readily prepared and activated
with catalytic amounts of BF;Et,O. Their

K,CO,  AcO

(2
OH o
‘O (2 mol-%) R/\Et

(0]
)J\ + Et;B

R™ 'H

%SYCQ

This review covers general strategies for the
synthesis of spiroaminal frameworks.

ROH e}

Nes0R
BF,EL,O (cat) Ac

O

NPh

reactions with acceptors gave the corre-
sponding glycosidation products in very
good to excellent yields.

Ph

J

OH

Ph
OH

R = aryl, alkenyl

Triethylborane can be used in the asymmet-
ric alkylation of aldehydes by using a 3-(3,5-
diphenylphenyl)-Hg-BINOL-derived tita-
nium(IV) catalyst in the presence of an ex-
cess amount of titanium tetraisopropoxide.

0O
0
CN

The reaction rate for the Michael addition
of malonodinitrile to chalcone was found
to be higher in some common imidazol-
ium-based ionic liquids than in conven-
tional organic solvents. The catalytic

Ti(OiPr), (3 equiv), THF, 66 °C

N
i
(N»

solvent, r.t.
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85-97% ee

The reaction proceeds with a low catalyst
loading (2 mol-%), exhibiting high enantio-
selectivity for aromatic and unsaturated
aldehydes.

CHs

O  CH(CN),
activity of N-methylimidazole as a basic
catalyst was much more expressive in the
studied imidazolium ionic liquids than in
molecular solvents.
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Cu?* complexation of a bispicolylamide
entity leads to weakening of the N—C-
amide bond, which can then be cleaved by
methanolysis. On the basis of this principle,
we developed a versatile and robust linker

FULL PAPERS

Practical syntheses of all four oxidative
metabolites of acrylamide and acrylonitrile
in their unlabelled and deuterium-labelled
forms make it possible to clarify the metab-
olism of and quantify human exposure to
these toxic electrophiles. An approach to
compounds with the rare structural frag-
ment R'OCH,CH(SR?)CN [R! = protect-
ing group or H, R? = (functionally substi-
tuted) alkyl or aryl group] has been devel-
oped.

Surprisingly, it was found that aryl trialkyl-
silyl ketenes are easily obtained from aryl-
substituted o-silyl o-diazo ketones in an
acid-catalyzed Wolff rearrangement. Fur-
thermore, these ketenes react smoothly
with o-silyl a-diazo ketones to form 3-silyl-
1-silyloxyallenes.

o\
o M o
jr_b\/
o R!

1

R2CO0™ g,

In, THF/NHCl(sat.),
rt.

Regio- and stereoselective acyloxyallylation
reactions of azetidine-2,3-diones with 3-
bromopropenyl esters (acetate or benzo-
ate), promoted by indium under Barbier
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for solid-phase chemistry that was evalu-
ated for its utility in peptide synthesis and
in reductive amination, Pd-mediated C—C-
coupling, and metathesis reactions.
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anti-2

conditions in aqueous media, gave densely
functionalized 3-substituted 3-hydroxy-p-
lactams.
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Cu'-modified zeolites, especially Cu!-USY,
have proved to be very efficient catalysts in
multicomponent reactions. Such catalysts
allowed for an efficient, solvent-free syn-
thesis of propargylamines from aldehydes,
amines, and terminal alkynes.

Palladium has been employed as an ef-
ficient catalyst in the isomerisation of easily
synthesised vinylidenehydrofurans to the
corresponding 1,3-dienes. When treated
with dienophiles, these stable compounds
afforded the expected Diels—Alder adducts
in good yields and high diastereoselectivi-
ties.

Reaction of oxygen-centered radicals at the
boron center is initiated by approach of a
lone pair on oxygen to the empty boron p
orbital, bearing close resemblance to the

mechanism for nucleophilic substitution,
and it is best described as a nucleohomo-
lytic displacement, rather than a homolytic
reaction.

2

R; (' RSH Cul BN R SR
_ . dioxane, reflux -

PhSe YR PhSe YR!

R = alkyl, aryl; YR' = SCH;, SeCH;; 2= alkyl, aryl, heteroaryl

A new method for the synthesis of densely
substituted alkenes containing chalcogenide
atoms by cross-coupling reactions between
1-iodo-2-chalcogenoalkenes and  thiols

WWW.eurjoc.org

using copper(l) as catalyst in a ligand-free
system is described. The desired cross-
coupling products were obtained in good
yields and with satisfactory selectivity.
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No carbene found! High-level ab initio cal-
culations carried out on the reactivity of
oxiranyllithium show that no such inter-
mediate is found on the various potential
energy surfaces. The effect of solvation by
MelLi was explored: the catalytic effect of
an excess of MeLi is highlighted by olefin
formation.

The solvatochromism of barbiturate dyes
bearing different chromophoric systems
has been investigated to separate the effect
of the solvent’s dipolarity from its polari-
zability. Thus, the UV/Vis absorption max-
ima of these dyes in a variety of solvents
have been analysed by using the Kamlet—
Taft and the Catalan solvent parameter
sets.
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H-migration
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Subvalent vanadium(I) salts of empirical
formulas, VCI, vanadium(I) chloride and
LiVH,, lithium vanadium(I) dihydride, are
evaluated in their reactions with a wide

variety of m- and o-bonded organic sub-
strates. Compared with their chromium
counterparts, these reagents are much
milder and selective epimetallating agents.

Hoveyda-Grubbs

RF\/\ + X R
1 2

Perfluoroalkyl groups can be easily at-
tached to various compounds under mild
reaction conditions by cross-metathesis be-

FEur. J. Org. Chem. 2008, 4379—4384
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reflux

tween terminal alkenes and (perfluoro-
alkyl)propenes catalysed by the Hoveyda—
Grubbs second-generation catalysts.
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Novel pyrazoles and triazoles with or with-
out phosphorus substituents have been syn-
thesized from allenylphosphonates.

)J\ SO4Et O
j\ N j\ Catalyst1(25mol-%)  NC o~ o7 ™~ \{l@N
—_—
R7H <707 NCN Imidazole (10mol-%) R %y N
-20°C H
yield up to 97%
ee up to 97%

Cyanoformylation of aldehydes catalyzed
by VV chiral salen complex 1 was ac-
complished in the presence of several co-
catalysts. Excellent yields and ee values for

Catalyst 1

the resulting cyanohydrin carbonates were
achieved when imidazole was used as a co-
catalyst at —20 °C. The ee values could be
improved by recrystallization.
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