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COVER PICTURE

The cover picture shows the chemically induced
reversible cycling of a BODIPY-based dyad from
the dark quinone state to the highly emissive
hydroquinone form. The change in luminescence
intensity can be readily seen by the eye. The
phenylene spacer between the BODIPY and the
redox-active units is essential to the operation of
the molecular dyads. Without this group, the
fluorescence from the BODIPY group is
quenched in both the quinone and hydro-
quinone forms. The reason for the difference
in behaviour is discussed in the article by
A. C. Benniston et al. on p. 2705ff, along with
the full details of the synthesis, structural, and
sensing capabilities of the molecular systems.
The authors thank the EPSRC for financial
support of the work.
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provided for commonly encountered scen-
arios. The step-by-step analyses of menthol
and salvinorin A are provided to illustrate
these strategies.

Bis(coumarinyl) Schiff base 1 was devel-
oped as a fluorescence turn-on chemodosi-
meter for Fe’*. It displays a large fluo-
rescence enhancement upon addition of
Fe?*. Furthermore, 1 was also highly selec-
tive to Fe** over other metal ions.

(0] CF3
H _0)
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% NH, DMSO, r.t. to 50 °C = N/ R2

The first proline-catalyzed Friedlander an-
nulation for the synthesis of 2-substituted
4-trifluoromethyl quinoline derivatives is
described. Excellent regioselectivity as well
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as good yields are shown in a variety of
cases, and a tandem aldol-cyclization path-
way might be involved.
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A sulfonated 2-hydroxyisoquinolin-1-one
(1,2-HOIQO) ligand provides a general
synthetic route to a new class of aromatic
cyclic hydroxamic acids that are extremely
water-soluble. The readily functionalized li-
gand is prepared by amide coupling using
a key carboxylic acid intermediate. The re-
action sequence is optimized to allow for
easy handling and purification by standard
methods, which is often impossible for sul-
fonic acid species.
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Myxobacteria are a great source of biologi-
cally active secondary metabolites. Among
them the B-methoxyacrylate antibiotic cys-
tothiazole A has attracted particular atten-
tion as it exhibits potent antifungal and
cytotoxic activity. Herein we present a
novel cross-metathesis-based —approach
towards its total synthesis.
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The properties of a series of boron dipyrro-
methene (BODIPY) dyads, incorporating
redox-active units appended at the meso
position, are described. One such quinone-
based dyad shows excellent on/off lumi-
nescence switching under external chemical
or electrochemical stimulus. The potential
uses of this system for detection of reactive
oxygen species are discussed.
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Their strong activities against some
Mannheimia haemolytica strains qualified
the recently patented pasteurestins A (1)
and B (2) as potential lead structures for
new veterinary antibiotics. However,
neither the absolute nor the relative con-
figurations were determined from the iso-
lated products. We thus completed total
syntheses of 1 and 2 and clarified their
structures and their biological profiles. Key
steps in both syntheses were two [2+2+2]
CpCo(CO),-mediated ~ Vollhardt  cyclo-
trimerizations.
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A detailed comparison of the group-IV
metal catalysts Ti(NMe,),;, Ind,TiMe,,
Ind,ZrMe, and Ind,HfMe, in the hydro-
amination/cyclization of 1-amino-4-pen-
tenes and l-amino-5-hexenes suggests that

N NH,

variation of the metal, the ligands present
at the metal centres involved, as well as the
ring size of the product can result in signifi-
cant mechanistic changes.

CN one-pot
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The 1,2-addition of deprotonated o-amino
nitriles to aldehydes and subsequent re-
ductive decyanation of the intermediates
with BH;—THF predominantly furnishes
anti-configured 1,2-amino alcohols in mod-

N [Cu], I-Het-Br N
OO 2 O
H N

Step 1:
N-C coupling

An expedient route to tris(hetero)aryl scaf-
folds comprising two or three N-hetero-
cyclic rings has been established by sequen-
tial copper-catalyzed N-heteroarylation of
benzimidazole, 1-methylbenzimidazolone,
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Two series of dispiropyrrolidine derivatives
were synthesized by a tandem Knoevena-
gel—1,3-dipolar  cycloaddition reaction
sequence of four components in one-pot

Het
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erate-to-good yields. The reaction sequence
allows the synthesis of trisubstituted vicinal
amino alcohols from two aldehydes and a
primary amine.

o N
[Pd], Het-B(OH), \>
N
Step 2: \
C-C coupling Het
Br
Het

imidazole and pyrrole, followed by pal-
ladium-catalyzed Suzuki—Miyaura meth-
odology. Both steps can be accomplished in
one pot.

one-pot e

.

without any catalyst, which allowed the
dipole azomethine ylide and the dipolaro-
phile to be generated in situ.
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The guanidine-catalyzed 6-exo-trig-type in-
tramolecular asymmetric oxa-Michael ad-
dition of o,B-unsaturated esters with a 2-
hydroxyaryl moiety at the C-5 carbon has

A study on the asymmetric epoxidation
of trans-chalcones promoted by easily
accessible primary, secondary, and tertiary
B-amino alcohols and terz-butyl hydroper-
oxide is presented.

Rapid electronic energy transfer occurs
from the appended perylene units to the
BODIPY-based dye, which itself is
equipped with an ancillary binding unit.
Cations can coordinate to the pyridine N
atom and thereby switch on an intramo-
lecular charge-transfer process. On cation
binding, fluorescence from perylene in-
creases and that from BODIPY decreases.

A novel organozinc reagent, (4,5-dihydro-
furan-2-yl)zinc chloride, undergoes Pd-
catalyzed cross-coupling reactions with 6-
iodopurines to give 6-(4,5-dihydrofuran-2-
yDpurines in high yields. Their catalytic
hydrogenation gives 6-(tetrahydrofuran-2-
yl)purines. These compounds are saturated
analogues of cytostatic and antiviral 6-het-
arylpurine nucleosides.
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chromane skeletons with a quaternary car-
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The microwave-assisted cyclocondensation
of tetrahydrobenzofuran in the presence of
glycine gives 4-oxotetrahydroindole, which
can be transformed into the corresponding
(Z)-oxime. Beckmann rearrangement of the
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oxime in the presence of polyphosphoric
acid produces a pyrrolo-azepine scaffold.
Trimethylaluminium-mediated amidation
and N-alkylation furnishes an array of 52
(pyrrolo-azepinyl)acetamides.
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A three-component reaction involving
allylindation of 3-carbaldehyde in the pres-
ence of C and N nucleophiles under mild
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conditions and in aqueous media to gener-
ate a library of variously functionalized in-
dolylbutenes is reported.

Enantiopure  2,3-dihydro-1H-pyrrolizines
and 5,6,7,8-tetrahydroindolizines have been
synthesized starting from L-o-amino acids
and an intramolecular cycloaddition reac-
tion is the key step. A theoretical investi-
gation at the HCTH/6-311+G(d,p)//
HCTH/6-31+G(d) level of theory was per-
formed with the aim of rationalizing the ef-
fects of substituents on the regiochemistry
of the cycloaddition reaction.

A new application of cross-metathesis
(CM) to the synthesis of valuable cyclic
quaternary o-amino acids decorated with
lipophilic and functionalized side chains is
described. The method is wide in scope and
allows the introduction of variously func-
tionalized side chains on the 2-position of
proline starting with N-Boc-2-allylproline.

Eur. J. Org. Chem. 2008, 2659—2665
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The subvalent vanadium reagents, va-
nadium(I) chloride and lithium va-
nadium(I) dihydride, have been prepared
from VCl; or VCl, by alkylative reduction
with n-butyllithium and characterized by

val,

THF

5 BuLi .
—==—  LiVH,
- AN (linear biradical
VH, anion)
+ 4 LiCl

gasometric protolysis, infrared and EPR
spectral analysis and by reaction with selec-
tive organic substrates. The LiVH, has a
biradical anion of an H—V—H linear array.
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