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COVER PICTURE

The cover picture shows two low-energy geometries
of a new bis(diamido)-bridged basket resorcin[4]-
arene, which features two (1R,2R)-(+)-1,2-diphen-
ylethylenediamine bridges in its structure. The first
“drops” schematically show the geometry assumed
by the molecule in chloroform solution, tenta-
tively designated as the “folded wings” structure
(bottom left); the top right structure represents
the geometry adopted when the solvent is re-
moved and is named the “open wings” structure.
Stochastic dynamics simulations run at 300 K,
which demonstrate the irreversible conversion of
the latter structure into the former one, support
the “folded wings” geometry as the most likely
3D structure of the basket resorcin[4]arene in
chloroform. It can be shown by FT-ICR mass
spectrometry that such a receptor can selec-
tively accommodate the enantiomers of amino
acid derivatives and amphetamine in its chiral
cavity. Details are discussed in the article by

B. Botta, M. Speranza et al. on p. 5995ff. The
authors thank Dr. Giovanna Cancelliere and

Dr. Deborah Subissati for their contribution

in designing the cover page.
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Enantioselective catalytic formation of
tertiary stereogenic centers has nowadays
reached an impressive level of maturity,
which is reflected in the large variety of
available methods that afford high yields
and high stereoselectivities. In this review
we discuss recent highlights of a new direc-
tion in catalysis research: the formation of
quaternary stereogenic centers by enantio-
selective catalytic methodologies.
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gas phase chloroform solution

Bis(diamido)-bridged basket resorcin[4]ar-
enes (M) in both the gas phase and chloro-
form solution were investigated by 'H and
13C NMR spectroscopy and molecular
modeling calculations. Their aptitude to
selectively accommodate the enantiomers
of Trp, Tyr methyl ester, and amphetamine
(A) in their chiral cavities was evaluated.
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3-Benzoyl-2-oxa-3-azabicyclo[2.2.2]oct-5-
ene undergoes cycloaddition with benzo-
nitrile oxide to afford a mixture of syn and
anti regioisomeric cycloadducts. The anti
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cycloadducts were easily elaborated to
stereodefined isoxazoline-based carbocyclic
aminols that serve as synthons for the lin-
ear construction of purine nucleosides.
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Carbohydrate scaffolds are used to gener-
ate mimetics of VEGF-D cyclic loop 2 mi-
metic CNEESLIC that is a good inhibitor
of VEGF-D binding to its receptor
VEGFR-2. The structure design is based
on molecular modeling studies.
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An efficient experimental procedure involv-
ing the use of simple cinchonidine and cin-
chonine-derived ammonium salts as highly

- Ar/\(ﬁ\

for 3d

% |

5 (20-23%)
5:NR, = NPr,, NBu,

2-Bromo-3-arylpropenyl  trifluoromethyl
ketones 3a—c underwent domino reactions
triggered by secondary amines to give un-
expectedly 2-amino-1-trifluoromethylinden-

1,10-Phenanthroline-bridged calix[6]arenes
have been coupled to form a trimeric con-
cave reagent.
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3: Ar="Ph (a), 4-
2,5-(Me0),C¢H; (¢), 2-thienyl (d)

N % COatB

R Me
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enantioselective phase-transfer organocata-
lysts for the asymmetric a-alkylation of
aldimine alanine esters was described.

CF, + HNR, — 0> X NR,
for 3a—c
OH

F5C 4 36-74%)

4: X =H, 6-OMe, 4,7-(OMe),
NR, = NEt,, NPr,, NBu,

MeOCH, (b),

ols 4 in good yields, whereas treatment of
2-bromo-3-thienyl derivatives 3d with the
same nucleophiles afforded the captodative
trifluoroacetyl(amino)alkenes.
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Base- and acid-promoted aldol reactions
were investigated by density functional
theory calculations. The OH™-containing
reactions have three elementary processes.
Whereas the rate-determining step of the

The use of aryl azides as atom-efficient ni-
trene transfer reagents in the (porphy-
rin)ruthenium-catalyzed aziridination of
olefins has been investigated. Very small
amounts of catalyst can be used.

Amphiphilic nucleosides with one or two
long alkyl chains attached to the 5'-posi-
tion by an amino or a phosphate group
were synthesized. As shown by solid-state
NMR spectroscopic methods, these com-
pounds anchor in phospholipid bilayers
through the alkyl chains without disturbing
the organization and dynamics of the mem-
brane.

acid catalyzed
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reaction of acetaldehyde is C—H bond
scission, that of acetone is C—C bond for-
mation. The H;O"-containing reactions
have two elementary processes.
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BOCQ OBn steps BocN steps
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Protected o.,B-Unsaturated R =H, (+)-Hyacinthacine A (1)
DALDP (3) ester (8) or ketone (9) R = Me, (+)-Hyacinthacine A4 (2)

The scarcity of bioactive natural products
for pharmaceutical and medical studies as
well as drug development is a problem that
can be overcome, in principle, by total syn-
thesis. The naturally occurring glycosidase
inhibitors (+)-hyacinthacine A; (1) and

WWW.eurjoc.org

(+)-hyacinthacine Ag (2) have now been
synthesized from a readily accessible
homochiral and triorthogonally protected
polyhydroxylated pyrrolidine (DALDP, 3)
in a highly stereoselective fashion.
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Simple and inexpensive copper-mediated
N-arylation of heteroarylamines was
achieved by using DMEDA as a ligand and
K,CO; as a base in dioxane heated at
100 °C. The influence of the copper species,

N-Silyl-B-enaminoimines and  silylated
indazolines and N-silyloxindoles were syn-
thesised by treatment of pyrazolium and
indazolium salts with silylcuprates. This is
a reaction without precedent in carbon
chemistry.
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Five-, six-, and seven-membered cyclic
polychalcogenides fused to an aromatic
system were synthesized. The chalogenide

DQ “R® MeCNMeOH R

R! 29-90%

R =H, OMe; R’

Tetrahydroisoquinolines underwent tan-
dem piperidine ring enlargement in the
presence of activated alkynes in acetonitrile
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ligand, base and solvent was investigated in
detail. N-Arylated derivatives of several
heteroarylamines were synthesized in good
yields under optimized reaction conditions.
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ring contains selenium, and the lability of
the ring systems and the extrusion of
selenium were also examined.

/R2

= Alkyl, Aryl, Benzyl; R? = Et, Benzyl

and methanol, producing tetrahydrobenzo-
[dlazocines in high yields.
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R, R2 = piperazines
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high yield + high rate

Microwave irradiation was exploited to
synthesize a family of 4-aminoquinoline
derivatives possessing antimalarial activity
in high yield and purity, without further
purification steps and requiring very short
reaction times.
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The combination of a chiral palladium
catalyst and a solid—liquid phase-transfer
catalyst provides an effective method for

NH HR
PPh2 Ph2P

the chemo- and enantioselective prep-
aration of the chiral quaternary center of
an allyl aryl piperidinedione.
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