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COVER PICTURE

The cover picture shows the iron door of the vineyard
of Prof. Pierre Vogel in the Lavaux region, 12 km
east of Lausanne along the Geneva Lake (Lac
Léman) in Western Switzerland. This region is now
part of the world heritage (UNESCO). The opened Iron Catalysis : Open Door to
d001.r symbolizes iron-c.atalyzed.reactic.)ns and,. in Sustainable Development
particular, a new allylation reaction of inexpensive
Grignard reagents with alk-2-enesulfonyl chlo-
rides obtained in a new way that is the endergonic
H-ene reaction of sulfur dioxide with simple
alkenes. The lake and the mountains in the back-
ground have been here for very long and will stay
as such for much longer if civilization will con-
centrate on more sustainable development. Vine-
yards have existed in this area for more than
1200 years, and the grapes produced sometimes
need a little sulfur dioxide to become a good
wine (a practice that is ca. 8000 years old). The
chemistry disclosed here uses sulfur dioxide for
allylic C—H activation. The unstable alk-2-
enesulfinic acids so obtained are oxidized with
NCS to alk-2-enesulfonyl chlorides. The latter
are then coupled with Grignard reagents un-
der desulfinylation conditions and iron ca-
talysis. Sulfur dioxide can be recovered. De-
tails are discussed in the article by P. Vogel
et al. on p. 6281ff.
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We have developed an efficient and simple
procedure for the cross-coupling of alk-2-
enesulfonyl chlorides with Grignard re-
agents by using 5 mol-% of inexpensive and
air stable Fe(acac); as the catalyst in THF
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A critical overview of the quickly emerging
field of propargylic substitutions is given.
This Microreview focuses on experimental
results that deal with catalyzed substi-
tutions of propargylic alcohols and their
derivatives.

Chiral B-amino carbonyl compounds bear-
ing an o-alkylidene group were easily syn-
thesized under mild and simple conditions
from o,B-unsaturated aldehydes and o-
amido sulfones in good yields and diaster-
eoselectivities and excellent enantioselectiv-
ities.

67 %

at room temperature. Iron-catalyzed reac-
tion of Grignard reagents with func-
tionalized alk-2-enesulfonyl chlorides pro-
vided the corresponding cross-coupling
products in good yields.

The metal-mediated oxidative coupling of
caffeic acid esters has been employed in the
biomimetic synthesis of dimeric lignans
and neolignans. The manganese-mediated
reactions afforded the unusual benzo[kl]-
xanthene lignans 6 and 15. This route was
employed to obtain rufescidride (9) and
mongolicumin A (10). A mechanistic study
was also carried out.
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(R,R)-DUPHOS-iPr was tested in the asym-
metric allylic alkylation reaction using rac-1,3-
diphenylpropenyl acetate and a variety of Pd
pre-catalysts. Excellent ee values could be ob-
tained. There was a switch in the absolute
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A series of isomeric “extended” biphenols
based on the terphenyl backbone was syn-
thesized by Suzuki cross-coupling. The or-
tho isomer (3) and its methylated precursor
exist in the form of syn and anti atropiso-
mers at low temperature, which were ana-
lyzed by DFT calculations and 'H NMR
spectroscopic studies.
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The efficiency of various promoters in in-
tramolecular C—C coupling reactions for
the successful direct synthesis of fullerenes
under flash pyrolysis conditions has been
investigated with benzo[c]phenanthrene as
a model system. Fluorine was found to be
a promising candidate for efficient intra-
molecular condensation and seems to pro-
vide all the properties required for an
“ideal promoter”.
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This is a contribution in which a well-
known reaction, that is, the coupling be-
tween sulfenic acids and thiols, can be re-
garded as a general methodology for the
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N,N'-Diacetylcystine dimethyl ester has
been arylated at both sulfur atoms with
arylboronic acids in the presence of Cu! or
Cu'" complexes under modified Chan—
Lam—Evans coupling conditions to yield
arylmercapturic acids.

Reactions between malononitrile and
cyclopentadiene-protected fused 2-thioxo-
1,3-dithiole-p-benzoquinones under differ-
ent experimental conditions proceed either
through the expected Knoevenagel conden-
sation to afford the corresponding TCNQ
analogues or through Michael additions
with subsequent ring opening of the 1,3-
dithiole moiety, leading to ketene imines.
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synthesis of disulfides, where the S—S
bridge links different residues with base-,
acid- and temperature-sensitive functional
groups. Compound 14 is an example.

Fluorescent chemosensors 6—9, bis-tri-
azoles with a variable length polyoxyeth-
ylene chain, have been obtained by click
chemistry. Of the 15 metal perchlorate salts
screened, compounds 6—9 in MeOH
showed selective fluorescence quenching
towards only Ag* and Hg?". Under similar
conditions, the control compound, a tri-
azolylmethoxymethylpyrene, showed selec-
tive fluorescence quenching towards only
Hg?*.
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Pretubulysin, a biosynthetic precursor of
the tubulysins, shows potent biological ac-
tivity in the subnanomolar range towards
various tumor cell lines and is therefore an
ideal lead structure for the development of
tubulysin-based anticancer drugs.
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The kinetics of the reactions of primary
and secondary amines with benzhydrylium
ions and quinone methides have been stud-
ied spectrophotometrically in acetonitrile

HO,C
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From readily available pulegone 2 (Mentha
pulegium,  Pennyroyal), galbanic acid
(Ferula asafetida), iridals (Iris germanica),
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The asymmetric synthesis of a novel tetra-
dentate 1,10-phenanthroline from two
starting pyridine subunits with subsequent
coupling reactions has been accomplished.
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at 20 °C. From the linear free energy re-
lationship logk, (20 °C) = s(N + E), the N
and s parameters of these amines were de-
termined.

(#)-4R!=H, R?= CO,H
(+)-5 R' = OMe, R2 = CHO
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and various analogues have been synthe-
sized via a common intermediate 3 by
using the appropriate antipodes.
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The new chiral ligand has been successfully
employed in metal-catalyzed epoxide-open-
ing reactions and in enantioselective amin-
ations of B-keto esters.
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The ring-opening reactions of aziridine
derivatives of 1,6-anhydro-2,3.4-trideoxy-
2,3-(tosylepimino)-f-D-hexopyranoses with
nucleophiles [azide, halides, haloacids, ben-
zylamine, benzyl alcohol and benzyl mer-

W s

equatorial cis unsaturated

NHTs Nu NHTs NHTs

captan (BnSH)] were studied, and the re-
gioselectivity and stereoselectivity of the
cleavage with respect to the Fiirst—Plattner
rule were examined.
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Pd"-catalysed cyclization of O-allylic and
O-homoallylic trichloroacetimidates pro-
vides 4-vinyloxazolines and a 4-vinyldi-
hydrooxazine, respectively. (Z)-Allylic im-
idates with a secondary d&-acetoxy group

R'=H
E-olefin formation,
chirality transfer:

CCl;  from ee 98% to ee 93%

give (E)-4-vinyloxazolines selectively and
with high chirality transfer. The mechan-
ism of the reaction is discussed based on
the observed stereoselectivity.
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