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COVER PICTURE

The cover picture shows the products of the inter-
molecular Pauson—Khand reaction of meso-substi-
tuted porphyrins. In addition to various monomers,
this method offers easy access to porphyrin dimers
with well-defined stereochemistries. Details are dis-
cussed in the article by S. Horn and M. O. Senge
from Trinity College Dublin on p. 4881ff.
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Acyclic precusors
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N-functionalized cyclens

fluorescent probes and heavy metals sen-
sors. This review describes the various syn-
thetic methodologies employed for the
preparation of N-functionalized cyclens.
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A practical method for the iron-catalyzed
epoxidation of aromatic and aliphatic ole-
fins is described. The iron catalyst system
is generated in situ from iron trichloride
hexahydrate, pyridine-2,6-dicarboxylic acid

(H,pydic), and benzylamines. Both ali-
phatic and aromatic olefins are oxidized in
high yield and selectivity in the presence of
hydrogen peroxide as the terminal oxidant.

ﬂo,,s/,o o\\SJ<

I ) L1 S O
i N -78°C,20h N™ %
EtO,C” H 7% EtO,C CO.Et

Optically active heteroaromatic glycine de-
rivatives are prepared in moderate-to-good
yield from a TMSOTSf promoted addition
of an N-tert-butanesulfinyl o-imino ester to

O/CHs w03 (20 mol-%) | N
70% TBHP (8 equiv.), 3//
aq. NaOH, 80°C,10h R
yield = 71-93%

R'=R2=Cl, Br, F, NO,, Me, OMe, etc.

An efficient catalytic method for the C—H
oxidation of methylarenes and C—C bond
cleavage of alkyl aryl ketones to the corre-
sponding benzoic acids in good yields has

WWW.eurjoc.org

five-membered aromatic heterocycles. Dia-
stereoselectivities up to 99% were ob-
served.

o)
OH WOj3; (10 mol-%) N R
-
70% TBHP (4 equiv.), K
ag. NaOH, 80 °C,8h R
R = alkyl

yield = 83-94%

been described. Alkylarenes are oxidized to
either benzylic alcohol or ketones whether
base is used or not.
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Porphyrins containing alkenyl- and alky-
nyl-substituents at the meso position can be
used as precursors for the intermolecular
Pauson—Khand reaction. A variety of
cyclopentenyl-substituted porphyrins can
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Benzylic stereocentres in dihydroisoindoles
can be prepared by 1,2-induction in enantio-

The stereoselective total synthesis of
several members of the styryllactone family
was achieved efficiently from a common in-
termediate prepared by using a catalytic
asymmetric inverse-electron-demand
hetero-Diels—Alder/allylboration sequence.
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be synthesised in moderate to good yields.
Porphyrin dimers can be obtained with
well-defined stereochemistry via a two-step
double Pauson—Khand reaction in nearly
quantitative yield.
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merically pure imino sulfoxides in combi-

nation with gold-catalysed ring-closure.
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Nickel nanoparticles have been found to
activate primary alcohols used for the o-
alkylation of ketones or in indirect aza-
Wittig reactions. For the first time Ni is
employed in both reaction types as a poten-
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tial alternative to noble-metal-based cata-
lysts. Reactions are carried out under mild
conditions in the absence of any ligand, hy-
drogen acceptor or base.
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Total syntheses of allocolchicines with a
seven- or eight-membered B-ring and the
C-ring ester functionality at the C10 or C11
positions are reported. The main features
included the elaboration of the AB bicyclic

WWW.eurjoc.org

Several deoxyadenosine triphosphates con-
taining modifications at the 8-position have
been synthesized. Incorporation assays
were performed for these modified residues
with many commercially available DNA
polymerases.

o-Lithiosulfinyl carbanions react either in-
termolecularly, after transmetalation into
organocopper derivatives in an Sy2-type
process, with zinc carbenoids or intramole-
cularly by higher-order zincates through a
tandem zinc homologation—B-elimination
reaction into the corresponding alkenes.

Nicotine binds to Zn pyropheophorbide a
in a receptor-like manner to form a 1:1
complex with PB-face diastereomeric con-
figuration, as evidenced by 'H NMR,
ROESY and DOSY spectroscopic experi-
ments and molecular modelling DFT
B3LYP calculations at the 6-31G* level.

ring system by an enyne RCM reaction. A
subsequent Diels—Alder/aromatization se-
quence afforded the set of functionalized
ring-C allocolchicinoids with high regio-
selectivity.
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Catalyzed by NHCs, readily available for-
mylcyclopropane 1,1-diesters can undergo
domino redox esterification/cyclization

with salicylaldehydes to give coumarins in
moderate to excellent yield.
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The L-acid fragment of pamamycin-593
and de-N-methylpamamycin-579, strong
aerial mycelium-inducers of Streptomyces
alboniger, was synthesized using a cis-selec-
tive iodoetherification and nucleophilic ad-
dition of cerium acetylide to aldehyde as
the key steps.
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The stereocontrolled synthesis of four Cs-
symmetric ethers has been achieved using

diastereo- and enantiopure

a chiral base/arene chromium tricarbonyl
activation approach.
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The total synthesis of L-(+)-swainsonine, a
potent and specific inhibitor of naringin-
ase, was achieved in 14 steps in 17% overall
yield by starting from D-(+)-glucose. The
syntheses of six unnatural indolizidine aza-
sugars are also reported, two of which were
found to be good glycosidase inhibitors at
micromolar concentrations.
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Compound 1 was rationally designed and
synthesized as a new chromogenic sensor
for transition-metal ions, and it showed ion
discrimination by exhibiting different ex-
tents of bathochromic shifts: 118 nm for
Cu?", 80 nm for Ni*", and 55 nm for Cd>*.
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Break, re-build and re-break! A domino
ring-cleavage/ring-reconstitution — strategy
allowed for the synthesis of cis-o.,y-disub-
stituted cyclopentanones, precursors of bi-
cyclo[4.2.1]Jnonanes, following an olefin-
metathesis cyclization with excellent regio-

H . H
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Qn = n
R’ R'
H H
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and stereocontrol. An additional fragmen-
tation step of the cyclopentanone in the bi-
cyclo[4.2.1]nonane products opens a route
to densely functionalized eight-membered
rings.
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12-Phosphotungstic acid was used as an ef-
ficient, ecofriendly, and air- and moisture-
stable catalyst to promote the direct substi-
tution of the hydroxy group of benzylic and
allylic alcohols with various B-dicarbonyl

compounds. This powerful protocol for
carbon—carbon bond-forming reactions
provides monoalkylated dicarbonyl com-
pounds in high yields with great efficiency.
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