Eur|OC

European Journal
of Organic Chemistry

VA

ITALY GERMANY GREECE

The EUChemSoc Societies
have taken the significant

A SfC step into the future by merg-

* Q\ =7 ing their traditional journals,

X :. croe|  to form two leading chemistry

BeLGIUM *V* FRANE journals, the European Jour-

BRG] > ** g nal of Inorganic Chemistry and
» v

: 5 EUChernSoc the_ Europe?n Journal of Or-

e ganic Chemistry. Three further

Czecu Reruslic . EUChemSoc Societies (Austria,

SWEDEN

Czech Republic and Sweden) are

2—2 @ Associates of the two journals.
QH O rQ kv '

Poooren = OF

DE QuiMICA

AUSTRIA PORTUGAL SPAIN NETHERLANDS

COVER PICTURE

The cover picture shows a collection of china,
pewter cups, mugs, and jugs. For these and other
macroscale objects, it is easier to decorate their
exterior rather than their interior surface. Not
surprisingly, the same asymmetry is seen at the
molecular scale; it is generally easier to decorate/
functionalize a convex than a concave surface.
One approach to endo functionalization of deep-
cavity cavitands is directed ortho metalation
(DoM). In the paper by K. Srinivasan et al., on
p. 32651t it is shown that various electrophiles
quench the lithiates formed according to DoM
protocols. Reaction control leads to between
one and five functional groups being intro-
duced at the endo and exo positions of these
hosts.
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Azaphthalocyanine self-assembled J-dimers
are formed in noncoordinating solvents.
The addition of pyridine leads to mono-
merization and quenching of fluorescence
and singlet oxygen formation as a result of
intramolecular  photoinduced electron
transfer (PET). PET is inhibited in dimers;
therefore, dimers have higher fluorescence
and singlet oxygen quantum yields than the
corresponding monomers.
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two distinct reaction sites

The endo- and exo-rim positions of deep-
cavity cavitand 1 were functionalized by di-
rected ortho metalation procedures to give
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Triazenes derived from 5-nitrobenzo|c]-
1,2-thiazole-3-diazonium and primary or
secondary aromatic amines are protonated
in acid media at the heterocyclic nitrogen

e O

Nitrosoarenes react with nitric oxide in ap-
rotic media and in an ESR cavity to afford
the corresponding diarylnitroxides through
the intermediate formation of N-nitrosoar-
ylnitroxides. Diarylnitroxides are also ob-

LG=Cl,OMs R!
Azetidines undergo stereospecific ring ex-
pansion to produce stereodefined pyrroli-
dines bearing a functional group at C-3
(N3, OAc, OH, CN, CI, or OMS). The
scope and mechanism of this rearrange-
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n=1-8...69 possible regio- and stereoisomers

a range of cavitands with ester, phenol, and
thioether functionality.

atom, which explains their high stability.
Stable triazenes are formed by the reaction
of this diazonium cation and 2-alkyl-
aminonaphthalenes.

e ses

tained from nitrosoarenes when treated
with small amounts of nitrogen dioxide.
The mechanism of this reaction is proposed
and discussed.

R®  Nu
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N

& Nu = OAg, N3, CN, OH

ment was investigated, and it involves the
formation of an intermediate bicyclic azir-
idinium ion, which is opened regioselec-
tively at the bridgehead carbon atom.
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Bicyclic compounds with a silicon atom at
the ring junction have been prepared in a
few steps from commercially available chlo-
rosilanes. The bicyclic core was constructed
by a diastereoselective ene reaction.

C8-perfluoroalkyl thiols bearing a polyoxy-
ethylene chain of variable length were pre-
pared in good yields following a straight-
forward synthetic strategy. These thiols are
soluble in organic solvents of different po-
larities from chloroform to methanol. The
thiol with a PEG550 chain shows very
good solubility in water.

1-(2-Substituted phenyl)-3,3-diisopropyltri-
azenes are versatile and valuable synthetic
intermediates because they are capable to
stand strong bases. Beside they tolerate, in
contrast to most triazenes, metal/acid re-
ductive conditions and even the presence of
strong Lewis acids like AlMes.

The construction of a series of bis(terpyrid-
ine) building blocks has resulted in the for-
mation of a family of trimetallic hexamers
using Fe!! for terpyridine connectivity. The
synthesis involved Suzuki and Sonogashira
couplings as key transformations. The
metallomacrocycles were fully charac-
terized by standard methods; their UV
spectroscopic and electrochemical proper-
ties are also reported.
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A novel, efficient, and atom-economic

stoichiometric

methodology for the preparation of a large I I or R~
series of diversely substituted (pyridin-2- catalytic |
. CpCo(CO),
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. . . . m \> microwave N N
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alafosfalin
Enantioenriched tributylstannylated «- ated from O-silylated tributylstannylated o-

amino alcohols were synthesised by an im-
proved procedure based on ring opening of
2-tributylstannyloxazolidines. Correspond-
ing o-amino organolithiums were gener-

amino alcohols and trapped with retention
of configuration. Thereby, this method-
ology was used to synthesise alafosfalin.
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The iridium-catalyzed asymmetric hydro-
genation of various B-dehydroamino acids
is presented. For transferring chirality
easily accessible monodentate octahydro-
binaphthol-based phosphoramidite ligands

147.7Oé

\

The influence of ethers upon carbenes has
been investigated. Ylide formation is only
obtained with reactive electrophilic carb-
enes like cyclopentadienylidene, whereas
more nucleophilic carbenes like cyclopent-
2-enylidene associate by interactions of the

Eur. J. Org. Chem. 2008, 3223—3229

up to 94% ee

have been used. Good to excellent enantio-
selectivities and yields were obtained for
the first time in the presence of monodent-
ate ligands.

lone pair of the carbon atom and the lone
pairs of the oxygen atom with C—H bonds.
Between the stabilized electrophilic di-
chlorocarbene and the oxygen lone pair
only weak complexes are formed.
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Catalytic oxidation of alkyl aryl sulfides to
sulfoxides by H,O, catalyzed by Ti-salan
complexes is reported. The high ee values
observed (up to 97%) are due to tandem
asymmetric oxidation/kinetic resolution
processes.

The diazotization reaction of 5-amino-4-
carbonitriles is a very good methodology
to prepare pyrazolo[3,4-d|[1,2,3]triazin-4-
ones in one step. In this work we report the
synthesis of new pyrazolotriazinones, and
we also describe how the reaction con-
ditions affect the formation of the products
in the diazotization of 5-amino-1-phenyl-
1 H-pyrazole-4-carbonitrile.

[(R)-enantiomer X (R)-(+)-1-PheEtNH;]
+ DFC

(R)-enantiomer

phy. The absolute configuration of the (R)-
enantiomer was determined by X-ray crys-
tallography, it can serve as chiral auxiliary
for resolving rac-diamines.

The synthesis of several oxazole-containing
derivatives of 1B-01211 is described. Stud-
ies on the macrocyclization reactions of
peptides containing three, four, and five
2,4-concatenated azoles were performed.

Eur. J. Org. Chem. 2008, 3223—3229



OHC(CH,),CHO
+
L-Proline

TSs associated with the C—C bond-forma-
tion step in proline-catalyzed intramolecu-
lar aldol reactions of 1,7-dialdehydes are
studied using DFT methods. Two reactive
channels, corresponding to the anhydrous

Rh-dppp

Mlcrowave irradiation
t- amyl alcohol, 120 °C
aldehyde or formate

R = aryl, alkyl
X =0, NTs, C(COOEt),

Microwave-assisted Rh—diphosphane-com-
plex-catalyzed dual catalysis is reported.
This cooperative process provides [2+2+1]
cycloadducts by sequential decarbon-
ylation of aldehyde or formate and car-

* Author to whom correspondence should be addressed.
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system or to the explicit inclusion of water
are analysed. Theoretical data allows the
rationalization of the experimental results
and validates the proposed mechanism.

o
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(o] C
up to 90% ee 7 PPhz
ur to 89% |e|d PhyP

8 examples)

(S)-BisbenzodioxanPhos

bonylation of enynes within a short period
of time. In the presence of the chiral Rh
complex, the cyclopentenone products were
achieved with ee values up to 90%.
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