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COVER PICTURE

The cover picture shows the synthesis of three novel
phosphorus-based macrocycles with acetylenic
scaffolds from simple and accessible building
blocks. The 14-membered macrocycle was ob-
tained as cis and trans isomers from cyclization
of diisopropylphosphoramidic dibromide and
1,2-bis(ethynyl)benzene. The four- and six-edged
macrocycles in which the iPr,NP(O) units are
connected through 1,3-butadiyne rods were
obtained after multiple acetylene coupling reac-
tions under oxidative Hay conditions starting
from the diethynylphosphinic amide building
block. Further details are discussed in the article
by K. Lammertsma et al. on p. 2405fF.
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Lithiated (dimethoxymethyl)diphenylphos-
phane oxide is an ideal formyl anion
equivalent for the asymmetric formylation
of aldehydes, whereas the silyl-substituted
carbanion may be looked upon as a latent
dianion that can react either with two elec-
trophiles or with bis-electrophiles, prefera-
bly with epoxides or epoxides carrying a
remote leaving group.

Aryl cyanides have been prepared from the
corresponding aryl bromides with potas-
sium hexacyanoferrate(Il) using Pd/C as a
catalyst. The addition of BusN is the key
factor in obtaining the corresponding aryl

K4[Fe(CN)g4]

cyanides. The catalyst can be recycled by
filtration and washing sequences, making
the method attractive for industrial appli-
cations.
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The synthesis of novel phosphorus- and
acetylene-based macrocycles has been
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explored through Grignard and acetylene
coupling reactions.
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Secondary N-hydroxy amino acids have

been synthesized through a strategy with
nitrone reduction as its key step. The

A new example of the behaviour of
N-aminides as 1,4-nucleophilic/electro-
philic ylides is exemplified by reactions be-
tween 2-ethoxycarbonyl azinium salts and
different types of reagents such as carbo-
diimides, benzoyliso(thio)cyanates and
heterocyclic imidoyl chlorides to afford
new heterobetaines containing the [1,2,4]-
triazinium system.
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products are amavadin-related ligands, and
their complexation with vanadium has
been investigated.
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A versatile alternative approach to the syn-
thesis of butenolides, quinolones and 3-
pyrrolin-2-ones has been achieved by gal-
vanostatic electrolysis of MeCN/TEATFB
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Common  3-deoxyanthocyanidins  and
novel dicationic flavylium-benzopyrylium
derivatives are easily and efficiently syn-
thesized through reactions between the

Eur: J. Org Chem. 2007, 2379—2384

solutions and subsequent addition of the
cathodic solution to alkynes bearing proxi-
mate malonyl moieties.

3

corresponding phenols and aryl ethynyl
ketones in the presence of aqueous
hexafluorophosphoric acid.
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A family of azo dyes containing amide,
urea, thiourea, carbamate or amino hydro-
gen-bond donating groups were synthesi-
zed and their chromogenic response toward
anions was studied. Two different effects
were observed; (i) bathochromic shifts of
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<40 nm due to anion coordination, and (ii)
red shifts of ca. 200 nm due to deprotona-
tion. This behaviour is associated with a
balance between the deprotonation ten-
dency of the binding sites and the proton
affinities of the anions.
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Efficient functionalisation of camphene by
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triflate catalysis, with suppression of the
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classical bicycle rearrangement to iso-
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2-Deoxy-2-iodopyranosides were synthe-
sized from sulfanyl alkenes using a “one
pot” consecutive cyclization—glycosylation
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process. Sulfanyl alkenes of all configura-
tions were used as starting materials.
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The synthesis of arenediynes from arene-
1,2-dicarbaldehydes and bis(dibromometh-
yl) or bis(diazo) compounds is reported.
Deuterium-labeling experiments established
the predominance of alkylidenecarbenes in
the case of tetrabromides. The scope of this
novel method was extended to the synthesis
of various heteroatom-based (S, Se, and P)
enediynes by quenching the acetylides with
suitable electrophiles.
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Solvent effects in the enantioselective cata-
lytic-phase-transfer alkylation of polymer-
supported glycine—imine fert-butyl esters
to afford (R)-o-amino acid derivatives are
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described. The chemical yields and enan-
tioselectivities were found to be dramati-
cally dependent upon the ratio of water to
organic solvent.
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Branched-regioselective  and  position- functions by employing the catalyst-direct-

selective hydroformylation of allylic alco-
hol systems can be accomplished with
mono-, di-, and trisubstituted alkene

Two new cyclized C-geranylated flavonoids
were isolated as minor compounds from
the aerial parts of Bonannia graeca
(Umbelliferae). The structures were eluci-
dated by a combined approach of spectros-
copic and quantum mechanical methods.
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ing 0-DPPB group (CDG = catalyst-direct-
ing group).
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A series of succinimidyl carbamate deriva-
tives has been prepared starting from diver-
sely substituted N-protected a-amino acids

2 H 8] g B H I and dipeptides, and their reactivity with ex-
Succinimidyl Carbamate Derivatives from § R'=PG-Xaa ternal amines has been studied. The syn-
N-Protected o-Amino Acids and Dipep- i thesis of ureidopeptides and oligourea/pep-
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The synthesis of a new family of haloge-
nated B-lactams by oxidative substitution
of vinylic hydrogen in conjugated double
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ported. Optimised procedures give chloro,
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Bromoallylic alcohols were transformed
diastereoselectively into the respective vinyl
bromides in a sequence of reactions invol-
ving the following key steps: (1) the Mitsu-
nobu inversion using 1,3-benzothiazol-2-yl
sulfide, (2) cleavage of 1,3-benzothiazol-2-
yl sulfides (or the respective sulfones) and
(3) fragmentation of allylsulfinic acids.
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