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COVER PICTURE

The cover picture shows the formation of the in-
clusion complex of acridine orange (AO) with cu-
curbit[7]uril (CB[7]) and the unusual downfield
NMR shifts of the proton resonances. This shift is
the net result of large downfield shifts arising from
the deaggregation of AO aggregates followed by
small upfield shifts resulting from the inclusion of
AO into the CBJ7] cavity. The background shows
the color change of the aqueous AO solution
from yellow to green in the absence and presence
of CBJ[7]. Details are discussed in the article by

J. Ma, X. Du et al. on p. 4931ff.
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Aquatic reaction of thioamidinium salts
and 2-aminophenol, 2-aminothiophenol,
and o-phenylenediamine was successfully
employed for the synthesis of benzoxazole,
benzothiazole, and benzimidazole deriva-
tives, respectively. The method represents a
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od for aziridinations of imines. This Micro-
review summarizes the pertinent features
and recent developments of the reaction.

Vinyl selenides can be easily obtained
through nucleophilic substitution of the
corresponding halides by using PhSeZnCl
in THF as well as in water suspension. Re-
tention of the olefin geometry is generally
observed. A mechanism involving the zinc
atom has been studied by DFT calcu-
lations.

HTAB (cat.) N
L
water, 80 °C Y
40 min 17 examples
59-91 %

promising alternative as an environmen-
tally safe synthesis of 2-aryl-substituted
benzazoles, which are extremely important
compounds in medicinal and industrial
chemistry.
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The unusual downfield NMR shifts of the
proton resonances of the inclusion complex
of acridine orange (AO) with cucurbit[7]-
uril (CB[7]) were the net result of large
downfield shifts arising from the deaggre-
gation of AO aggregates followed by small
upfield shifts resulting from the inclusion
of AO in the CBJ[7] cavity.
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Pyrrole 1-Pyrroline 2-Pyrroline

The hydrogen-bond properties of five-
membered nitrogen heterocycles are re-
ported. These compounds were found to
act either as very weak m bases or strong
imino or amino bases, depending on the

888

3-Pyrroline Imidazole Pyrazole

immediate surrounding of the nitrogen
atom. The individual hydrogen-bond ba-
sicity of the pyrrolinic and pyridinic nitro-
gen atoms of myosmine derivatives have
been determined.
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The asymmetric conjugate addition of tri-
alkylaluminium to oxacyclic substrates in
the presence of a copper catalyst with phos-
phoramidite ligands allows the simul-
taneous formation of two stereocenters.

The addition occurs syn to the bridging
oxygen atom, and the corresponding prod-
ucts were obtained in good yields and with
good to excellent enantioselectivities.
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Mono- and diphosphanyltriazines with a
variety of substituents on the triazine ring
were selectively synthesized from cyanuric
chloride by the one-pot step-by-step reac-
tion. Polymer-supported and water-soluble

ligands can be obtained by the same pro-
cedure. Phosphanyltriazine Pd complexes
are active catalysts in the Mizorogi—Heck
reaction and the Suzuki—Miyaura cou-

pling.
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We have developed a novel and efficient
method for the synthesis of various 1,4-di-
hydroquinoline derivatives from o-halo-
benzaldehyde and a wide range of B-enamin-
ones with the use of a Pd(OAc),/DABCO

Pd(OAc), (5 mol-%) \O
DABCO (10 mol-%)
CSZC03 (3 equiv.)

toluene / 110 °C

\\
R

catalytic system. Noteworthy, the catalytic
system was employed in the C—N cross-
coupling reaction for the first time and
showed outstanding performance.
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Cyclopentene derivatives can be obtained
by a Lewis-acid-catalyzed protocol in good
yield from readily accessible (arylmeth-
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The synthesis of new thiosugar scaffolds
containing unsaturated carbonyl systems —
namely S-thiopyranose-fused butenolides
and a l-eno-5-thiopentopyran-3-ulose —
from easily available starting furan-3-uloses

ylene)cyclopropanes 1 and bis(4-alkoxy-
phenyl)methanol (2) under mild conditions.
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was accomplished. Methods used included
the introduction of sulfhydryl groups at C-
5 on appropriate furanose intermediates
and took advantage of furanose—pyranose
conversion.

A: Statistical NMR UDB Analysis

.

1L R2 Superposition

Stereochemical
assignments of large
polypropionates

B: Statistical NMR UDB Analysis

A general method for the determination of
the configurations of large polypropion-
ates, based on NMR spectroscopic investi-
gation of intact molecules, is proposed. The
procedure, an extension of Kishi’s original

WWW.eurjoc.org

13C NMR UDB approach based on a sta-
tistical process, was applied to the stereo-
chemical determination of different pent-
ads and hexads.
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The Fmoc/phenoxyacetyl, Fmoc/levulinoyl
and Fmoc/allyloxy carbonyl pairs have
been studied as potential orthogonal ester
protecting groups for vicinal diols. Selective
access to the 3-hydroxy group or the 4-
hydroxy group of glucosamine has been in-
vestigated.
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Several new &-(polyfluoroalkyl)-6-hydroxy-
o-amino acids were synthesized starting

o [Ru]

)j\ + =R

R! OH

Aor MW

Tethered  (n':m®phosphanoarene)ruthe-
nium complexes, such as 5, are efficient
catalyst precursors (up to 5000 turnovers!)
for the highly regioselective synthesis of

Facile entry to the [4.3.3]propellane struc-
ture through a tandem radical cyclization
reaction of a dienyne set the stage for
stereoselective epoxide formation followed
by stereospecific Lewis acid catalyzed ring
contraction to an oxygenated modhephene
structure and led to the total synthesis of
(—)-13-acetoxymodhephene and (+)-14-
acetoxymodhephene.
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from corresponding 6-(polyfluoroalkyl)-
pyrones.
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Markovnikov vinyl esters 1 through the ad-
dition of carboxylic acids to terminal al-
kynes.
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stereoconvergent

A flexible common approach for the syn-
thesis of sphingofungins E and F is re-
ported. Steric effects of 2-substituents in
diastereoselective dihydroxylations of (E)-2-
hydroxymethyl-2,3-alkenoates were ob-
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X 3
Gold(I1T)-catalysed reactions of allene-

amides give benzazepines in the presence of
nucleophiles. This sequential process may

follow two different reaction pathways, and

these are discussed. Metal coordination to

Ar-SH

EtOH, NHR,
boiling

Heptamethine merocyanines containing a
nucleofugal chlorine atom react with aro-
matic and heteroaromatic thiols with for-
mation of ramified dyes. The reactivity dif-
fers from that of analogous cationic cyan-
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J
N
flexible & structurally divergent
served, and control over the configurations
of quaternary stereocenters in o-substi-

tuted amino acids through adjustment of
oxidation states was achieved.

Probed with silicon: Chirality at Si induces
decent diastereoselectivity in the B(C¢Fs)s-
catalyzed carbonyl reduction whereas no
stereoinduction is observed in the related
imine reduction. Mechanisms of action are
suggested for the irreversible, stereochemis-
try-determining hydride transfer from a
borohydride. Moreover, an unsual 1,6-re-
duction with a borohydride is disclosed for
a sterically congested ketone.

R R
Z =( N
+
l}l/\/\Nu !\j N
u
X 4

the allene and addition of NuH to give 3,
which can decompose into other products
and also form 4, is postulated as the best
explanation for these results.

X
L
N®
RP
Pyridine
boiling

ines and is consistent with a SyAr ad-
dition—elimination pathway. The stability
of the new dyes is significantly improved as
a result of the elongation of the polymeth-
ine chain.
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NOH OH
C-CGH“MQC' {\/
BnO” CN ————— BnoO" NH
MeTi(OiPr); 2
THF, rt dr> 95:5

A short and stereoselective synthetic path-
way to synthesize cyclopropane amino

o
g
~oa

acids derived from proteinogenic oi-amino
acids or analogues has been developed.
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