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COVER PICTURE

The cover picture shows live-cell images of novel
fluorescence-labelled Duocarmycin analogues. Im-
ages a and b represent the cellular uptake of the
new compound at A, = 405nm and 4., =
500 nm (a) and at Aoy = Sl4nm and A, =
560 nm (b), whereas image ¢ shows the overlap
of a and b. Images d and f show colocalisation
experiments with Hoechst 33342 (d) and Mito-
Tracker® DeepRed (f), whereas image e shows N O e, Live Cell
the cellular uptake of the new compound (Ao = SNy N
514 nm, J.,, = 560 nm) again for comparison N Imaging
with MitoTracker® DeepRed. Details are dis-
cussed in the article by L. F. Tietze et al. on
p- 69091t.
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Architectures based on [2.2]paracyclo-
phane (pCp) have received considerable at-
tention owing to distinct spectroscopic
properties. The properties stem from in-
ternal charge transfer (ICT) between the
rings of the cyclophane core. The aim of
this microreview is to highlight deck- and
bridge-substituted pCps and describe how
the optical properties of pCp can be per-
turbed to affect electronic communication.
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Dimethylaluminium methaneselenolate  creates symmetric macrodiolides rather

(Me,AlSeMe, 1) acts as an acyl transfer
agent for esterification. In cases of direct
macrolactonisation (n = 10—12), this selen-
ium—aluminium complex preferentially

than macrolides. The factors determining
macrodilactonisation were investigated and
applied toward the total synthesis of nor-
pyrenophorine.

Absolute Configuration
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The Absolute Configuration of Dibromo-
palau’amine

Keywords: Configuration determination /
Chirality / Residual dipolar coupling /
Electronic circular dichroism / Chiroptical
methods / Dibromopalau’amine

dibromopalau’amine

Based on experimental and DFT-calcu-
lated electronic circular dichroism (ECD)
and optical rotatory dispersion (ORD)
spectra the absolute configuration of
natural (—)-dibromopalau’amine was deter-
mined as 65,10R,11S5,12S,16R,17S,18S,20S.
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The use of catalytic amounts of sodium
hydride as an efficient promoter for the di-
merization of aromatic and even heteroaro-
matic aldehydes under standard laboratory
conditions is reported. A range of substi-

FULL PAPERS

Fluorescence-labelled compounds can be
used for verification of interaction with
cellular targets on the molecular level by
use of confocal laser scanning microscopy
for cell cultures and the Explore-Optics in-
strument (GE) for mice. The described flu-
orescence-labelled  glycosidic  prodrugs
based on the cytotoxic antibiotic duocar-
mycine SA have high potential for selective
treatment of cancer.

A click reaction allows the efficient intro-
duction of a maleinimido group into azido-
modified fluorophores to yield thiol-reac-
tive labels. Specifically shown for three
fluorescent thiol labels, the approach can
also serve as a tool for the preparation of
isotopic, radioactive, electro-active, or spin
labels.

HO.

“CH,

curvulone A (1)

The 12-membered macrolide curvulone A
(1) with a unique benzo[b]furanone moiety
and the open-chain precursor curvulone B
(2) have been isolated from the fungus
Curvularia sp. Their absolute configura-
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tuted aromatic and heteroaromatic alde-
hydes was converted, and the correspond-
ing esters were obtained in good to excel-
lent yields even on a multigram scale.
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tions are of the rare 15R type and were de-
termined by a combination of single-crystal
X-ray analysis and CD calculations (by the
solid-state ECD TD-DFT method).
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rac-2-hydroxy-
cyclohexanecarbonitrile

CAL B, [bmim][PFg], 35 °C

i) enzymatic transterification, 100 mmHg,
(S)-enantiomer removal by extraction

i) enzymatic transterification, EtOH, 1 day

CN

(1R, 28)-2-hydroxy-
cyclohexanecarbonitrile

WOH
- O
CN

(1S, 2R)-2-hydroxy-
cyclohexanecarbonitrile

from i) from ii)

(R)-enantiomer removal by extraction

Potential acylating agents containing pen-
dant ionic groups have been screened for
the enzymatic kinetic resolution of rac-sec-
ondary alcohols in ionic liquids with CAL-
B as biocatalyst. This study has allowed the

o COsEt
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I Na EtOH @ COZE‘
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74-77%

Starting from alkynyl esters tethered to bi-
cyclo[n.2.0]Jalkanones (n = 3—5), a new
methodology was developed to prepare 5-
6-5, 6—6-5, and 7-6-5 tricyclic fused ring sy-
stems that are important substructures of
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identification of the 1-methyl-3-alkylimid-
azolium cation attached to a carboxylate
group through a Cjg-alkyl chain as an ef-
ficient acylating agent for this transform-
ation.

EtO OTBS(or OTMS)
CO,Et

e,

74-100%

TBSOTf or
TMSOTf

numerous bioactive compounds. Key steps
include a base-promoted domino reaction
followed by a Lewis acid induced Dieck-
mann ring closing reaction.

The synthesis of two zigzag-shaped oligo-
phenylene strands functionalized with
hydroxy groups is described. Two synthetic
approaches were evaluated and compared.

Anomeric center as spiro carbon, we have
synthesized a novel class of oxa-aza spiro
sugars from D-glucose-derived &-lactone.
These sugar-templated azasugars are con-
formationally rigid, and two of them are
highly selective and moderate inhibitors of
o-mannosidase.
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A copper-catalyzed system for the selective
synthesis of di- and triphenylamines has
been developed. This new protocol pro-

AcO

OAc 1) 0sO4, NalO4
i) —> HO_ CN
A%%o 2) oxynitrilase, )<
O\/\ 3) lipase,

Fully acetylated allyl o-D- and o-L-mannos-
ides have been converted into the corre-
sponding aldehydes in two steps with high
yields. A pathway involving oxynitrilase-
catalysed nitrile addition followed by the

A facile protocol has been developed for
the carbonylative Suzuki coupling reaction
of aryl and heteroaryl iodides with Pd/C as
effective, heterogeneous, reusable catalyst.
The system is applicable for a wide variety
of aryl and heteroaryl iodides.

vides a direct and efficient way to synthe-
size o-hydroxy-substituted di- and tri-
phenylamines.

AcO OAc AcO  OAc
AcO O * AcO O
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lipase-catalysed kinetic resolution of dia-
stereomers was explored that allows all
four possible stereoisomers of the mannose
derivatives to be isolated with good yields
and diastereopurity.
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An efficient method for conversions of
N-tosyltetrahydroisoquinolines  (N-tosyl-
THIQs) and N-tosyltetrahydro-B-carbol-

ines (N-tosyl-THBCs) into isoquinolines
and B-carbolines is described. Treatment of

Eur. J. Org. Chem. 2010, 68716877
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Tandem reaction

R
xR
H R’
N-tosyl-THIQs or N-tosyl-THBCs with
base affords dihydroisoquinolines or di-
hydro-B-carbolines. These can be oxidized

in situ by molecular oxygen to furnish iso-
quinolines or B-carbolines.
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New methodology involving the use of
microwave irradiation has allowed calix[6]-
arene building blocks to be obtained. The
synthesis of compounds 1 and 2 is de-
scribed. These compounds are A,D-m-xyl-

The total synthesis of (+)-strictifolione has
been achieved by using a practical and ef-
ficient strategy amenable to both syn- and
anti-1,3-diols with high degrees of enantio-
and diastereoselectivities.

ylenedioxy-bridged calix[6]arenes in cone
conformation, functionalized with poten-
tial amino groups in the lower rim spacer
(5-position) and amino or their precursors
in A,D-para positions at the upper rim.

(0}
RCOMEt + RMgBr anhydrous Et,0O /lL
R = alkenyl, alkynyl, ~ —/0°C, 5-20 min R™ R
alkyl or aryl =70°C to 60 °C, 10 min 54_g70,
R¢ = n-C4Fg, n-CgF13  then—60°C

Perfluoroalkyl ketones can be prepared
from the reaction of alkenoates, alkynoates,
or regular carboxylic acid esters with per-
fluoroalkyl Grignard reagents at —70 to
—60 °C in Et,0 with moderate to good

yields. DFT calculation results are consis-
tent with the experimental observation of
a less electrophilic carbonyl moiety in the
perfluoroalkyl ketones when compared
with ordinary ketones.

o O O O
Oxone (1.1 equiv.
o~ ( quiv.) o
H,O (7.5 mL) OH
1,4-dioxane (2.5 mL)
60 °C, 4h 98 %

We have developed a simple and effective
method for the o-hydroxylation of B-di-
carbonyl compounds using Oxone as an

www.eurjoc.org

oxidant in the homogeneous solvent mix-
ture of water and 1,4-dioxane at 60 °C
without a catalyst.
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Treatment of indoles with tertiary prop-
argylic alcohols in the presence of Brensted
acid catalysts provided 3-propargylindoles
with quaternary centers at their propargylic
positions. In addition, 3-dienyl- and 3-

R* R® = Ar, HetAr, Alk

allenylindoles could also be obtained with
convenient substitution in the indole and
alkynol components. The reactions needed
no special precautions, and water was the
only side product.
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up to 96% ee

Compounds (R,R,x,R)-1 and (R,S,,R)-1
efficiently catalyzed the enantioselective
allylation of aromatic and o,B-unsaturated
aldehydes with allyltrichlorosilane. Reac-
tions catalyzed by the (R,S.,R) isomer

were carried out in THF with high enantio-
selectivity (up to 96 %), whereas those cata-
lyzed by the (R,R.x,R) isomer proceeded
only in MeCN with considerably lower en-
antioselectivity (up to 68%).
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