Eur|OC

European Journal
of Oreanic Chemistry

VAN

ITALY GERMANY GREECE

The EUChemSoc Societies
have taken the significant

SN SfC step into the future by merg-
K5 618 4 ing their traditional journals,

\\
* ‘V’x et to form two leading chemistry

* ¥ FRANCE .

p journals, the _Europe?n Jour-
¥ # g nal of Inorganic Chemistry and
the European Journal of Or-
EU ChemSoc ganic Chemistry. Three further
SWEDEN czecu Rerustic . EUChemSoc Societies (Austria,
Czech Republic and Sweden) are

G’z‘]_l ® 1? KNCV Associates of the two journals.

:f;::: ey OF
AUSTRIA PORTUGAL SPAIN NETHERLANDS

COVER PICTURE

The cover picture shows the crystal structures and
colors of meso-pentafluorophenyl-substituted ex-
panded porphyrins. [18]Porphyrin, [26]hexaphyrin,
[36]octaphyrin, [44]decaphyrin, [52]dodecaphyrin,
[62]tetradecaphyrin, [72]hexadecaphyrin, and
[80Joctadecaphyrin were synthesized and charac-
terized. As indicated, the absorption bands of
these expanded porphyrins are redshifted as their
size increases, and [80]octadecaphyrin shows its
absorption maximum at 953 nm. Their solutions
exhibit various colors, reflecting the macrocyclic
conjugation like a rainbow. Details are dis-
cussed in the article by A. Osuka et al. on p.
1341ft.
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The tandem zirconocene-mediated or -cat-
alyzed cross-coupling—elimination reaction
is a powerful tool for the construction of
scaffolds that in many cases are difficult to
access by traditional organic chemistry. In
this Microreview we discuss the reactivity
of alkyne-, aryne-, alkene- and iminezir-
conocene complexes towards alkenes con-
taining a heteroatom functionality at an
appropriate position.

A fluorous racemic mixture synthesis
(FRMS) of nonproteinogenic polyfluoro
amino acid and peptide precursors was de-
veloped by the orthogonal use of fluorous
and chiral HPLC columns.

In this communication a one-pot hydroly-
sis-induced four-reaction lactonization cas-
cade is described for the synthesis of 3'-de-
oxyribolactones. These y-lactones are use-
ful synthetic intermediates towards biologi-
cally active chiral 4-butanolides.
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Large expanded porphyrins up to [80]octa-
decaphyrin 18 were synthesized and
characterized. The solid-state structure of
10 was revealed by X-ray diffraction analy-
sis to be a crescent-like conformation. The
absorption bands of the porphyrins are
redshifted as their sizes increase.
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A synthesis of methylene-bridged analogs
of rimonabant is presented. The prepara-
tion of the desired compounds is based on
a cyclocondensation reaction of tricyclic
1,2-diketones.
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C-Alkylation of phloroglucinol with prenyl
bromide in water provided a gem-disubsti-
tuted triprenylated derivative. Starting
from geranyl- and isolavandulylphloro-
glucinol, compounds possessing a prenyl
and a Cj, chain at the same position were

obtained. Subsequent C-benzoylation al-
lowed the synthesis of natural products.
Biomimetic-like electrophilic cyclization
reactions were attempted with the aim of
constructing  polycyclic  polyprenylated
acylphloroglucinols (PPAPs).
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Pauson—Khand reactions of functionalized
allenes with different alkynes give mono-
cyclic cyclopentenones with generally high
regio- and stereoselectivities. The allenes
react with the external double bonds,

giving cyclopentenones with exocyclic
double bonds at their  positions, mainly
with E stereochemistry. Some intramolecu-
lar reactions with allenynes connected
through aromatic rings are described.
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An efficient Hg-BINOL-based chiral phos-
phoric acid catalyzed asymmetric Michael-
type Friedel—Crafts alkylation has been de-
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Van der Waals interactions between ef-
fector molecules in aqueous solution lead
to contraction of polyallymine gel particles,
which for benzoic acids increase from
about 18% to 70% by the presence of nitro
groups, and to 67% with naphthalene de-
rivatives. The observed cooperativity indi-
cates dispersive forces as major driving fac-
tor for volume changes in such intelligent
materials.

The Lewis acid-promoted reaction of o-
oxime esters with trialkylzincate or dialkyl-
zinc reagents afforded C-alkylation of the
oxime group. Subjection of the thus ob-
tained adducts to hydrogenolysis catalyzed
by palladium-on-carbon brought about the
cleavage of the C—N bond to give o,o-di-
substituted o-amino esters.

By using a bidentate ligand derived from
1,1,1,3,3,4,4,4-octafluoro-2-phenyl-2-buta-
nol, diastereomeric pairs of O-equatorial
and O-apical spirophosphoranes were syn-
thesized. Kinetic measurements of the ster-
eomutation of the two isomers revealed
that the O-equatorial phosphoranes are less
stable than the O-apical isomers by
13.7 kcalmol 1.

| (R)-2¢:

Up to 56% ee

veloped to provide the products in good
yields and with moderate enantioselectivi-
ties.
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Multi-substituted 2-iminopyridines can be
synthesized by conjugate addition of ethyl
cyanoacetate derivatives to alkynyl imines.
Deprotection of the substituent on the nitro-
gen of 2-iminopyridines under acidic con-
ditions gives 2-aminopyridines.
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Highly substituted indene and naphthalene
derivatives have been readily prepared
in good-to-high yields by a palladium-

R1

catalyzed domino reaction. This domino
reaction involves a Heck carbopalladation/
cyclization/coupling process.
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A new class of furan-fused tetracyclic
compounds, which have an oxa-furano-
steroidal framework, have been synthesized
via an o-quinodimethane generated by
thermal electrocyclic ring-opening of
benzocyclobutene derivatives. The stereo-

The novel nitronyl nitroxide biradical sys-
tem based on the 2,6-bis(pyrazolylmethyl)-
pyridine unit exhibits a through-bond ferro-
magnetic interaction (0.06 cm™!'<AEgr =
2Jlkg <0.6 cm ') which vanishes (2J/ky =
0) upon coordination with Zn>* metal ions.

FEur. J. Org. Chem. 2008, 1303—1308
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selectivity could be controlled by preinstal-
lation of a bulky silyl substituent onto the
furan ring, enforcing an exo transition
state. Preliminary biological evaluation of
these compounds suggests they have poten-
tial as new anti-influenza agents.
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Phenacyl azides can be transformed into
ethyl 4-aryl-3-azido-2-methyl-4-oxobut-2-
enoates by base-induced coupling of o-
azido ketones with an o-oxo ester followed
by elimination from the mesylate generated
in situ from the labile aldol-type interme-

O  COOEt O  COOEt
MsCI P PhMe M
py Ar Me A Ar N Me
N3
diates ethyl 4-aryl-3-azido-2-hydroxy-2-

methyl-4-oxobutanoates. Thermolysis of the
ethyl 4-aryl-3-azido-2-methyl-4-oxobut-2-en-
oates gives the hitherto unknown 3-aroyl-2-
ethoxycarbonyl-2-methyl-2 H-azirines.

(@] 2
OHC Ph organocatalysis K/\/\/ R! organocatalysis R
B [EE— ] B E
H - —_— Ar“‘ S
B R! = CHO R' = COHEt NO,
NO, A -NO2 R?=CHO
_ >30:1 dr
E = CO5Et > 09% ee

Organocatalytic conjugate addition of 7-
oxohept-2-enoate and nitrostyrene fol-
lowed by intramolecular cyclization affords
the highly functionalized cyclohexane car-

boester with four stereogenic centers with
high diastereoselectivity and high enanti-
oselectivity (>99% ee).

Pd(PPh,)Cl,,
BOHY  H,N BusP, =% 1
| A il | 1,4-dioxane, AR
P + - Na,CO3, reflux /
Cl N Cl Cl N N

Functionalised heteroarylpyridines have
been synthesized by Suzuki methodology
using  (2,6-dimethoxy-3-pyridyl)boronic
acid, (2,3-dimethoxy-4-pyridyl)boronic

R
X=P,S; R=Ph, N(CH,CH,CI),, O, electron pair

The cyclizations of tetrahydroisoquinoline
1,2-amino alcohols with phenylphosphonic
dichloride, bis(2-chloroethyl)phosphor-
amidic dichloride, thionyl chloride and sul-
furyl chloride were utilized to synthesize 5-

Cl

acid, (2,6-difluoro-3-pyridyl)boronic acid,
(2,6-dichloro-3-pyridyl)boronic acid and
(2,3-dichloro-4-pyridyl)boronic acid as key
reagents.

membered O,P,N- and O,S,N-heterocycles.
NMR spectroscopic analysis revealed the
existence of conformational equilibria that
are fast on the NMR timescale.
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