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COVER PICTURE

The cover picture shows the preparation of 1-oxonia-
adamantane by several different pathways under
superacidic conditions. The structure of the in-
triguing bridgehead oxonium ion was charac-
terized by NMR spectroscopy, DFT calculations
and X-ray crystallography as a CB;,CsH¢ coun-
teranion salt. The cation is a missing member of
the diamondoid 1-heteroadamantane series. De-
tails are discussed in the Short Communication
by G. K. S. Prakash, G. A. Olah et al. on p.
4555fT.
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An efficient bifunctional thiourea organo-
catalyzed asymmetric Michael addition of
acetylacetone to nitroolefins was developed
affording the corresponding enantiomeri-
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The use of Pd complexes as catalysts for
asymmetric conjugate additions of or-
ganometallics to activated Michael ac-
ceptors is reviewed. It may be viewed as an
important complement to the traditional
Cu- and Rh-catalyzed reactions for the
construction of homochiral aryl-containing
molecular frameworks, offering high en-
antioselectivities, lower catalyst loadings,
and mild reaction conditions.

The unusual tertiary cage oxonium ion, 1-
oxoniaadamantane, was prepared from
suitable bicyclic precursors. The compound
was characterized by NMR spectroscopy
and X-ray crystallographic structure deter-
mination. Calculations compare the data
with those for the parent adamantane, 1-
oxonia-, and 1-thiaadamantanes.

Perylene and benzoperylene carboxylic im-
ides were arranged to form a bichromo-
phoric dye with orthogonal electronic tran-
sition moments. However, quantitative
Forster-type energy transfer (FRET) pro-
ceeds in spite of this orthogonality.

Ac
NMe,
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cally enriched nitro ketone derivatives with
good to excellent chemical yields (up to
>99%) and enantioselectivities (up to
96%).

AcO
AcO
OAc

Up to 96% ee Catalyst
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Electron uptake and it goes... A new anaer-
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Pd(OAc), and p-benzoquinone, which aerobic Electrooxidative Homocoupling of
serves as a redox mediator. The homocoup- Arylboronic  Acids, Arylboronates and
ling can be performed in water and avoids Aryltrifluoroborates in DMF and/or Water
the use of stoichiometric chemical oxidants.
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The 1,5-dimethyl-3-phenyl-6-oxoverdazyl
radical reacts with itself in the presence of
oxygen to form an azomethine imine which

undergoes a 1,3-dipolar cycloaddition with
various dipolarophiles to form a series of
dihydrotetrazinone heterocyclic structures.
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Readily available boron-bridged bisoxazol-
ines induce high enantio- and diastereo-

“tBu

selectivities in copper-catalyzed nitroaldol
(Henry) reactions.

New two- and three-step synthetic routes
for the synthesis of (keto-aryl)diacetylenes
have been developed. Neither include pro-
tection/deprotection of the carbonyl sub-
stituent. All compounds were characterized
and their crystal structures (including
packing motifs) analyzed in detail.

BnO OBn
S% R'= RP=H R20Bn R20Bn
BnO ) R? = OBn RIALQ InCls 20%) g ﬁ%
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InCl; rapidly facilitates [1,3]-alkoxy mi-
grations of allylic ethers of glycals, re-
sulting in stereoselective formation of o-O-
unsaturated glycosides. Quite surprisingly,

Bi(NO3)g*5H,0
OQO 3)3

epoxide

CH,Cl,

nitrate ion

OzNO;O,OH
HO "ONO,
potantial

glycomimetics
and vasodilators
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under identical conditions, 2-C-hydroxy-
methyl galactal (an allylic alcohol) is trans-
formed into an o,0-(1—1)-linked disac-
charide derivative by a domino process.

New B-hydroxy nitrates have been synthe-
sized by the ring-opening reaction of epox-
ides with Bi(NO3);-5H,O used both as a
catalyst and reagent. The synthesized mole-
cules are both potential cyclitol mimics and
vasodilators due to the presence of the
hydroxy groups and nitrate esters.
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Four G officinalis tetrahydroquinoline al-
kaloids were synthesised by alkylation of
an o-aminonitrile prepared by controlled
potential electrolysis. New C—C bonds
were formed by reversal of the C=N bond’s

In HSO;F, diarylacetylenes bearing elec-
tron-withdrawing groups form stable ions,
protonated at these groups. Oxidation of
the diarylacetylenes in HSOs;F/PbO, and
quenching with HCI (or HBr) results in the
formation of (E,E)-1,4-dichloro(or dibromo)-
1,2,3,4-tetraarylbuta-1,3-dienes, which spon-
taneously undergo electrocyclic transform-
ation into substituted naphthalenes.

2D NMR

[
| q 2D HMB

A combination of NMR experiments (2D
HMBC) and theory (DFT GIAO) is a
reliable and convenient way for the struc-

o

A practical approach to the synthesis of
phytosphingolipids containing the 1,2-di-
amino framework is described. The method
is based on the regioselective ring-opening
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polarity, giving bifunctional o-amino nitriles.
NaBHy-mediated reduction proceeded
stereoselectively, yielding 2-alkyl-tetrahy-
droquinolines that were readily converted
into the title compounds.
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ture elucidation of regioisomeric hetero-
cyclic systems.

OH
- C14H29
" HN,_ oM
R2

R' = alkyl, aryl RZ=H or acyl

of N-nosylaziridines with primary or sec-
ondary amines, acylation and subsequent
deprotection steps.
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A series of novel chiral mono-sulfinyl di-
amines were prepared using a straightfor-
ward procedure starting from simple amino
acids. Rhodium and ruthenium catalysts
based on these mono-sulfinyl diamines
were employed in the enantioselective
transfer hydrogenation of alkyl-aryl ke-
tones generating the corresponding chiral
alcohols with up to 91% ee.

The structures and intrinsic gas-phase acidi-
ties of CN-, NO,- and NO-substituted
methanes have been studied by using the
B3LYP/aug-cc-pvTZ method of theory. For
the NO-substituted methanes, the oxime
species (aci form) represents the most
stable isomer, whereas for the cyano- and
nitromethane derivatives the C—H bonded
isomer was found to be the more stable
species.

Several 2-substituted methyl 5-methylox-
azole-4-carboxylates were prepared from
N-acyldehydroaminobutyric acid deriva-
tives by treatment with I, and then DBU.
Under the same conditions, N-acyldehyd-
rophenylalanine and alanine derivatives
gave low or zero yields of oxazoles. How-
ever, when DBU was omitted, the major
products obtained were the corresponding
B-iodo- or B,B-diiododehydroamino acids.
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We have implemented an efficient and
selective procedure for the synthesis of
novel 6H-[1,3]dioxolobenzo[4,5-h]pyrrolo-

zmmo’[?jx\OManou%%xwwc
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[1,2-a][1]benzazepin-6-one derivatives in
high yields from a short two-step sequence
promoted by commercial phosphoric acid.
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Easily prepared from hexylene glycol,
4,6,6-trimethyl-1,3,2-dioxaborinane (Methyl-
PentaneDiolBorane, MPBH) is an excellent
reagent for the [PdCl,(PPhj;),]-catalyzed
formylation of aryl bromides and iodides.

Spirovibsanin A

The arylboronic esters are stable and read-
ily undergo Suzuki coupling reactions.
MPBH is thus an excellent alternative to
pinacolborane.

KOMe

(+)-5,14-Bis-epi-spirovibsanin A

Synthesis of (+)-5,14-bis-epi-spirovibsanin A allowed direct stereochemical comparison to

spirovibsanin A.

* Author to whom correspondence should be addressed.
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