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COVER PICTURE

The cover picture shows the easy and efficient Pd-
catalyzed transformation of the pool of vitamin E
(VE) compounds (tocopherols and tocotrienols
coming from natural sources) into the correspond-
ing VE amines in enantiopure form. The latter are
promising therapeutic agents and building blocks
of VE analogues that showed high antitumoral
activity. Details are discussed in the article by
F. Mazzini, T. Netscher, P. Salvadori et al. on
p- 2063ff.
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Molecular constructs with photoswitchable
fluorescence can be assembled from fluo-
rescent and photochromic components. In

the resulting systems, the photoinduced
transformation of one component modu-
lates the emission of the other.
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ditions to afford chiral, macrobicyclic or

Reaction: De Novo Synthesis of Sugar— P NN :o Q macrotricyclic glycocryptands by a tandem
Ureido Cryptands oo 4. g" %MN/C\NA Staudinger—aza-Wittig reaction. The ma-
\ o N o
N SN oH ) a crocyclisation step was shown to be under
Keywords: Cryptands / Template synthesis / (N\o ° o\ cation size control.
Carbohydrates / Crown compounds i 0\]
\0 (° e HN M
N0 X
" n%%oﬂ%g?og,ﬂ
o
Suzuki Cross-Couplings
X.-L. Fu, L.-L. Wu, H.-Y. Fu, H. Chen,* o B(OH) A
R.-X. Li 2051-2054 i PdCl, (1 mol-%) 0
N + Anylhalide P-Phos (2 mol-%) N 29 exa:npl_e
. . or BUOH. K+PO, > or up to 99% yield
Efficient Diphosphane-Based Catalyst for ST
. ; - BOH); 100 °C A
the Palladium-Catalyzed Suzuki Cross- | /(\/E
Coupling Reaction of 3-Pyridylboronic HaCO™ “N” “OCH, HyCO” N7 “OCH,

Acids

Keywords: Nitrogen heterocycles / Boron /
Cross-coupling / Phosphane ligands / Pal-
ladium

Pyridine-derived boronic acids do not read-
ily participate in Suzuki cross-coupling
reactions. We have developed a catalyst
system derived from PdCl, and P-Phos,

which exhibits high catalytic activity in the
Suzuki reaction between 3-pyridylboronic
acid and a variety of aryl halides.
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A novel photoactivated phosphamide mus-
tard prodrug (13) equipped with a new
phototrigger was designed and synthesized.
The prodrug is water soluble and stable

Simple copper salt catalyzed C-imidation
of tertiary amines with sulfonyl azides un-
der mild conditions was achieved in moder-
ate to high yields (up to 96%).

FULL PAPERS

Tocopheryl amide derivatives (VE amides)
show very interesting and promising pro-
apoptotic activity against various tumor
cell lines. Key precursors of VE amides are
the corresponding tocopheryl- and tocotri-
enylamines. An efficient and easy synthesis
of enantiopure VE amines by palladium-
catalyzed N-arylation is reported.

A common synthetic route to o-tocotrienol
and a-tocopherol has been achieved by a
biomimetic cyclisation that yields the chro-
manol ring, the a-tocopherol being formed
by diastereoselective hydrogenation of the
o-tocotrienol. The chirality at C2 of the
chromanol was induced by a covalently
attached chiral dipeptide.
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under laboratory lighting. It effectively re-
leased aldophosphamide (4) upon irradia-
tion at 350nm.
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3,4-Dihydro-3 H-pyrrol-2-imines 2, confor-
mationally restrained 1,3-diazabuta-1,3-di-
ene derivatives, were easily accessible from
aryllithium species and succinonitrile 1
after trapping with TMSCI. Palladium-cat-
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Rate acceleration factors of up to 25 can be
achieved when a sequence internal cysteine
assists thioester-based ligation reactions.
The investigation reveals a strong sequence
dependence and suggests optimal distances
between the internal cysteine residue and
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Sulfides and sulfoxides are oxidized with
periodate species of different reactivities
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alysed C—N bond-forming reactions gave
N-arylated compounds 5, displaying inter-
esting pH dependent colour changes and
fluorescence properties.

The tripodal adamantane ethynylene linker
12, containing nitrile groups for metal—
molecule contacts, has been synthesized by
means of a palladium-catalyzed cyanation.
Sonogashira conditions have been devel-
oped for the coupling of the linker 12 with
the novel 6-bromo-substituted indolylfulg-
imide 2 to give the indolylfulgimide linker
conjugate 1.
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:
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the N-terminal amino group. Internal cyst-
eine ligation can include sites such as Pro-
Cys sites which are difficult to approach di-
rectly by conventional native chemical li-
gation.
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H3I04>7) by one-step oxygen-transfer reac-
tions that involve very early transition
states.
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The Caribbean sponge Amphimedon com-
pressa contains two novel glycosphingolip-
ids, amphiceramide A (1a) and B (2a),
which possess an unusual AS-phytosphin-
gosine. The saccharide chain of amphicer-

amide A is composed of a B-glucose resi-
due glycosylated at the 6-position by an /N-
acetyl-B-glucosamine and has never been
found before in a natural product.
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Ferrocene conjugates with amino acids
were synthesized employing copper-cata-
lyzed 1,3-dipolar cycloaddition. Ethynyl-
ferrocene and ferrocene-derived azides
were used for labeling. Diverse amino acid

Concise syntheses of ulocladol and of the
lichen metabolites graphislactones A, C—F,
and H are presented. NMR spectroscopic
data of graphislactones E and F showed
that the originally proposed structures were
incorrect. Corrected structures matching
the published data were synthesized.

derived azides and alkynes were synthe-
sized and labeled with ferrocene. A few
conjugates were characterized by cyclic vol-
tammetry.
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Although the conditions to prepare the still
unknown tetra-fert-butylethene from a
“half-tert-butylated diketone” were ideal,
the system found a way to escape the in-
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tended route and produced a fully alkylated
furan derivative instead upon treatment
with dimethyltitanium dichloride.
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The resident planar-chirality in monosub-
stituted diferrocenyl ketones is capable of
efficiently directing an ortho-metalation/
functionalization reaction in a highly dia-
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A simple “heavy” lipophilic tag readily pre-
pared from inexpensive gallic acid can
greatly simplify the purification steps in
oligosaccharide synthesis by means of
liquid-liquid extraction with two immis-
cible organic solvents. A single tag is

CH,
O Br:
L
o =

1 CH

|

4

OH
BnO. A

OBn

OH
(o} O—l»
O o O o}
— \
OBn OBn
Functionalized Furanoid Glycals
2,5-Dihydrofurans

WWW.eurjoc.org

BnO O
BnO
BnO

o)

74% (alp = 1:3)

sufficient to ensure a high affinity of the
tagged molecule for alkane solvents even in
the case of highly polar substrates. Simple
and efficient tagging and detagging pro-
cedures are described.

Furo[3,4-b]benzodioxin 1 reacts with a
suitable dienophile to give a mono-adduct
that proves the first reaction transforms the
C4a—Cl10a bond into a double bond. Sub-
sequently, the internal double bond of the
1,4-benzodioxin framework acts a new di-
enophile in a second cycloaddition reac-
tion. With this uninterrupted cycloaddition
sequence, the formation of stable bis-
adducts was observed.

Differently protected enantiomerically pure
furanoid glycals and highly functionalized
2,5-dihydrofurans were synthesized from
glycal-derived allylic alcohols.
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3-Arylindoles, including that constituting
the skeleton of Fluvastatin and other phar-
maceutically active compounds, can be
obtained regioselectively in one step from
unfunctionalized nitroarenes and alkynes
under CO pressure in the presence of a pal-
ladium—phenanthroline catalyst. The ad-
dition of Ruz(CO),,, dimethyl carbonate,
or both to the reaction mixture improves
the selectivity.

An optimized fluoride ion treatment re-
leases base-sensitive oligonucleotides con-
nected to solid supports through the Q-
linker or a silyl-type linker. It was applied
to the preparation of chimeric oligoribo-
nucleotides containing pivaloyloxymethyl
groups and a 2'-OH group leading to
modified biolabile RNA with high ef-
ficiency and purity.

4 1

Phosphirano-[1,2]thiaphosphole—W(CO);
complexes 1 undergo a thermal valence iso-
merization to form 2H-phospholothia-
phosphiranes 2 and fragmentation/cyclo-
addition to generate bicyclic 1,3,2-dithia-
phospholanes 3. The latter ring system is

* Author to whom correspondence should be addressed.
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also formed from 1 or its uncomplexed
analogues and thiobenzophenone. Thus,
the thermal behavior of phosphiranes 1 is
different from that of the 6,6-diphenyl-sub-
stituted relatives.
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