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The combination of RCM followed by an
intramolecular Pauson—Khand reaction
gives direct entry to tricyclic compounds.
The procedure has been studied for dien-
ynes containing heteroatoms and allows

A NO2 0

Amberlite IRA900F (Amb-F) is an ef-
ficient metal-free catalyst for activation of
Si—N and Si—O bonds and a mild base in

Pyranoid and furanoid glycals can be con-
veniently prepared from glycosyl sulfoxides
by treatment with organolithium reagents
at low temperature.

By using a D-glyceraldehyde-derived
nitrone as the only chiral source the enantio-
divergent synthesis of all-cis 6-substituted
4-hydroxypipecolic acid derivatives has
been achieved by sequential allylation and
intramolecular cycloaddition of nitrones.
The cycloaddition takes place by a hitherto
unknown 2-aza-Cope rearrangement, as
demonstrated by the observed cycload-
ducts.
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the building of [6,5,5] and [7,5,5] tricyclic
systems. The feasibility of the process de-
pends strongly on the nature of the sub-
strate.
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An exhaustive QM-J-based analysis has
been used to replicate the experimental
H—H and C—H coupling constants and
13C NMR chemical shifts. Also, the B3LYP
GIAO methodology with the 6-311-G(d,p)
basis set shows that data obtained from
rings A and B are sufficient to calculate the
correct stereochemistry of the 5,6-epoxy
and 7-hydroxy groups.
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Substituted 1,4-dihydropyridines are easily
obtained by a multicomponent one-pot
and solvent-free condensation between aro-
matic amines, B-keto derivatives and ethyl
propiolate mediated by Mg(ClO,),. Con-

AR +Q AA
< @

-Q AA
AA

~
R

ROM-CM

R/\\\\‘N&o « X = CHy, CO

n=0-2

(R = H, SiMej)

The chemoselectivity of the metathesis re-
actions of N-substituted 3-oxo-2-azanor-
bornene derivatives may be tuned by using

U
X R—CH=CH,
LA /%
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50°C, neat N

Ar
formational isomers generated from the use
of ortho- or meta-substituted arylamines
have been submitted to an NMR study to
calculate the energy barriers involved in
their interconversion.

Fold and unfold: A terpyridine scaffold has
been developed as a reversible inducer of
folding of amino acids or dipeptide
sequences by metal complexation/decom-
plexation or by protonation/deprotonation.
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X n=0;Ar

the second-generation Hoveyda—Grubbs
catalyst.
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The synthesis of polyhydroxylated y-azido HO, COH
and y-amino acids from (—)-quinic acid is ! i)< o
described. The reactivity of highly func- HO, COH MeOC & HO g
tionalized azides 2 and 4a with alkynes by @ -7 OH
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New 6-aryl-4-oxopipecolic acid derivatives
have been prepared by imino-Diels—Alder
reactions. The effect on the reactivity and
diastereoselectivity produced by the aro-

The first total synthesis of the naturally oc-
curring dihydropyranone dodoneine is re-
ported. Asymmetric allylation reactions
were used for the stereoselective generation
of the two stereogenic centers. The pyr-
anone ring was created by ring-closing
metathesis.

»—{;ymon)2 + Br/1~®

1.3 equiv. 1 equiv.

. |
11 equiv. KOH, THF c
_—

64 h, 67 °C, air
Several novel diimines (Salen-type ligands 2)

and their reduced diamine counterparts 3
form Pd complexes 4 and 5. Employment
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1 mol-% 5f, |
3 equiv. K,CO4

DMF, air, 120 °C, 24 h
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The diastereoselectivity of the process
depends on the aryl group

matic ring has been studied. Solid-sup-
ported imines yielded the N-deprotected
cycloadducts by direct cleavage from the
resin with no diastereoselectivity.

HO

asymmetric

Dodoneine allylation

@ COOH
o~

Dihydro-p-coumaric acid

HO

S LI e

23-99 %

of the isolated complexes 4e and 5f yield
polychlorinated biphenyls (PCBs) according
to the Suzuki cross-coupling protocol.
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Readily available methyl 2-(5,6-dihydro-
4H-1,2-oxazin-3-yl)acetates 6 under cata-
lytic hydrogenation conditions undergo
selective N—O bond cleavage to give dy-
namic mixtures of enamines 7 and tetra-

M(tOTf) R -
C }

\

J

hydro-2-furanamines 7' or substituted pyr-
rolidines 13. The products 77" can be
further transformed into dihydrofuran de-
rivatives and 1,4-amino alcohols.

cat.
R? Agx

_,hﬂ

M = Ag or Zn, Tf = SO,CF3, X = NO3 or OTf

The addition of pyrazoles to alkynes with
broad substrate scope was realized for the
first time in the presence of a Lewis acid
catalyst. The notable feature of this meth-

Bn Bn
O — &
o) OH
Bn Brl1
N R N R

odology is that the appropriate selection of
the Lewis acid catalyst allows us to change
the reaction course between the double and
single addition.

Azabicyclo[3.1.0]hexan-1-ols undergo
either base-catalyzed rearrangement to give
racemic pyrrolidinones and piperidinones
or oxidation to furnish chiral dihydropyrid-
inones or chiral tricyclopiperidinones,
whereas the palladium-mediated hydrogen-
ation of the intermediate dihydropyridi-
nones led to chiral piperidinones and pyr-
idinols.

Cul (10 mol-%)
2 (20 mol-%)

AX ¥ Ph—=

Ar Ph

Cs,CO3 (2 equiv), DMF

X=1,Br,Cl
Ar = aryl, heteroaryl

Copper-catalyzed cross-coupling reactions
of aryl and heteroaryl halides with terminal
alkynes were carried out in DMF at 110—
130 °C to provide the corresponding coup-
ling products in satisfactory-to-good yields
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0,
TAC-ABA S0 A up to 96 % yield

by using inexpensive 8-hydoxyquinoline (2)
as the ligand. The bifunctional copper

catalyst was successfully used in this alkyn-
ylation reaction for the first time.

% Supporting information on the WWW (see article for access details).

org Eur. J. Org. Chem. 2008, 3883—3888



