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3080
The stimulating adventure of KRN 7000

Aline Banchet-Cadeddu,* Eric Hénon, Manuel Dauchez,
Jean-Hugues Renault, Fanny Monneaux and
Arnaud Haudrechy

This review presents an up-to-date library of analogues of KRN 7000,
a potent synthetic o-galactosylceramide known to activate the invariant
NKT immune cells.
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3105

Mannich—-Michael versus formal aza-Diels—Alder
approaches to piperidine derivatives

P. Ricardo Girling, Takao Kiyoi and Andrew Whiting*

A mechanistic examination is taken of the reactions we think of as
aza-Diels—Alder reactions in approaching piperidines.
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COMMUNICATIONS

3122

Synthesis of 7-aryl/heteraryl-1,3-diphenyl-1,2,4-
benzotriazinyls via palladium catalyzed Stille and
Suzuki-Miyaura reactions

Christos P. Constantinides, Panayiotis A. Koutentis* and
Georgia Loizou

Stille and Suzuki-Miyaura reactions of 7-iodo-1,3-diphenyl-
1,4-dihydro-1,2,4-benzotriazin-4-yl are presented as rare examples of
cross-coupling reactions with stable organic radicals.

Suzuki-Miyaura Conditions: ArB(OH), (3 equiv.), Pd(OAc), (5 mol%), K,CO5
(3 equiv.), 1 h, 47-93% 6 examples

Stille Conditions: ArSnBu, (2 equiv.), Pd(OAc), (6 mol%), 20-30 min, 82-93%
3 examples

3126

NHC/Iron cooperative catalysis: aerobic oxidative
esterification of aldehydes with phenols

R. Sudarshan Reddy, Joao N. Rosa, Luis F. Veiros,
Stephen Caddick and Pedro M. P. Gois*

An NHC/iron cooperative catalytic system mediates the acrobic
oxidative esterification of aldehydes with phenols. The use of equimolar
amounts of reactants led to good to excellent isolated yields of esters.

/ R
R 0
SIPr

3130

Structure elucidation and biosynthesis of lysine-rich cyclic
peptides in Xenorhabdus nematophila

Sebastian W. Fuchs, Anna Proschak, Thorsten W. Jaskolla,
Michael Karas and Helge B. Bode*

The structures of thirteen novel cyclic lipoheptapeptides were elucidated
from Xenorhabdus nematophila using a combination of different
methods.
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3133

Palladium-catalyzed tandem reaction to construct
benzo|c]phenanthridine: application to the total synthesis of
benzo|c]phenanthridine alkaloids

Pei Lv, Kanglun Huang, Longguan Xie and Xiaohua Xu*

Total synthesis of benzo[c]phenanthridine alkaloids was accomplished
by palladium-catalyzed ring-opening coupling—cyclization.
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COMMUNICATIONS

3136

Synthetic studies towards marmycins A and B: development
of the vinylogous aldol-aza-Michael domino reaction

Emmanuel Bourcet, Manuel C. Brohmer, Martin Nieger and
Stefan Brése*

The vinylogous aldol-aza-Michael domino reaction between
2-aminobenzaldehydes and prenal was developed to build up the core of
natural products marmycin A and B without the need of protective
groups.

R4
R3 CHO  prenal, iPr,NH
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3139

Rapid synthesis of bis(hetero)aryls by one-pot Masuda
borylation—Suzuki coupling sequence and its application to
concise total syntheses of meridianins A and G

Eugen Merkul, Elisabeth Schéifer and Thomas J. J. Miiller*

3-(Hetero)aryl substituted indoles, 7-azaindoles, and pyrroles can be
obtained in a very concise fashion via a one-pot Masuda
borylation—-Suzuki coupling sequence.

| (hetero)aryl
~._|  Masuda borylation-Suzuki coupling sequence st
R Y R i3
x N [Pd(PPhs)], HBpin, NEts, 1,4-dioxane %N
Boc  Then: (heterojaryl-Hal, Cs,CO3, MeOH H
Cross-coupling of two halides
in a one-pot fashion

under mild reaction conditions!
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X=N,CH
Meridianin G

3142

Effects of geminal methyl groups on the tunnelling rates in
the ring opening of cyclopropylcarbinyl radical at cryogenic
temperature

Xue Zhang, David A. Hrovat, Ayan Datta and
Weston Thatcher Borden*

Relative enthalpy changes for the two possible modes of ring opening of
2,2-dimethylcyclopropylcarbinyl radical. Tunnelling is indicated by wavy
lines.

3146

Stereoselective routes to aryl substituted y-butyrolactones
and their application towards the synthesis of highly
oxidised furanocembranoids

Allan Patrick G. Macabeo, Andreas Kreuzer and
Oliver Reiser*

Addition of aryltitanium compounds to cyclopropylcarbaldehyde 6 leads
to cis-aryl disubstituted y-butyrolactones in up to 99% de, contrasting
with additions of allylsilanes that proceed with high Felkin—Anh-control
to the corresponding frans disubstituted y-butyrolactones.
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3151
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sulfonyl radical up to 95% yield

Iron-catalyzed sulfonyl radical formations from
sulfonylhydrazides and oxidative addition to alkenes

Tsuyoshi Taniguchi,* Atsushi Idota and Hiroyuki Ishibashi

Sulfonyl radicals generate from sulfonylhydrazides in the presence of an
iron catalyst and air. Addition of resultant radicals to alkenes affords
B-hydroxysulfones in good yield.

3154
Concise syntheses of V-aryl-5,6,7-trimethoxyindoles as
antimitotic and vascular disrupting agents: application of
HsCO. HaCO. N HaCOBE AL S the copper-mediated Ullmann-type arylation
@ ' NHCOCH O = ) )
WY T i @ @ HaCO N Hsueh-Yun Lee, Jang-Yang Chang, Ling-Yin Chang,
'3 . . . . .
N Ao ) CH:‘ oot R = Bering Wen-Yang Lai, Mei-Jung Lai, Kuang-Hsing Shih,
OCHy Ching-Chuan Kuo, Chi-Yen Chang and Jing-Ping Liou*
1: Colchicine 2: Combretastatin A-4 (CA4), R = OH g: 2 = g:-?1xdr;o;¥‘“'lj;‘rz|oe:;?xwhanyl
‘R= 1R =5"(1" li
HR =N 10: R = 6"quinolinyl A series of N-aryl-5,6,7-trimethoxyindoles were synthesized via
copper-catalyzed Ullmann-type N-arylation through the corresponding
5,6,7-trimethoxyindole and aryl halides; the synthesized compounds
demonstrated potent antiproliferative activity.
PAPERS
3158

Ring-opening radical clock reactions: many density
functionals have difficulty keeping time

Tain D. Mackie and Gino A. DiLabio*

Many density-functional theory methods provide poor agreement to
experimental rate constants for the ring opening of radical clock species.

Highly efficient and regiospecific photocyclization of
2,2'-diacyl bixanthenylidenes

Mao Mao, Qing-Qing Wu, Ming-Guang Ren and
Qin-Hua Song*

We report the conclusive mechanism for rationalizing the regioselectivity
and efficiency in the photocyclization of synthesized 2,2’-substituted
bixanthenylidenes.

3064 | Org. Biomol. Chem., 2011, 9, 3059-3079
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Unprecedented stereoselective synthesis of

cyclopenta|b]benzofuran derivatives and their

characterisation assisted by aligned media NMR and 3C

chemical shift ab initio predictions :

’ . . . . i PNMCHO i B Q HFh
Martin J. Riveira, Chakicherla Gayathri, 7@ R WP" o .

Armando Navarro-Vazquez, Nicolay V. Tsarevsky,
Roberto R. Gil* and Mirta P. Mischne*

A new approach to the synthesis of cyclopenta[b]benzofuran derivatives.

3176

Total synthesis of novel D-ring-modified triptolide
analogues: structure—cytotoxic activity relationship studies
on the D-ring of triptolide

Bing Zhou, Xiaomei Li, Huanyu Tang, Zehong Miao,
Huijin Feng and Yuanchao Li*

The syntheses of triptolide analogues 3—6 and SAR studies on the
D-ring of triptolide are reported.

3180

Translocation versus cyclisation in radicals derived from
N-3-alkenyl trichloroacetamides

M. Luisa Marin,* Ramon J. Zaragoza,* Miguel A. Miranda,
Faiza Diaba and Josep Bonjoch

The dichotomy between translocation and direct radical cyclisation of
N-3-alkenyl trichloroacetamide radicals has been experimentally and
theoretically studied and the DFT calculations are in good agreement
with the observed experimental results.

3188

Stereoselective synthesis of light-activatable
perfluorophenylazide-conjugated carbohydrates for
glycoarray fabrication and evaluation of structural effects
on protein binding by SPR imaging

Lingquan Deng, Oscar Norberg, Suji Uppalapati,

Mingdi Yan* and Olof Ramstrom*

Structurally varied, photoprobe-conjugated carbohydrates were
efficiently synthesized and arrayed, resulting in optimal protein binding
as evaluated by SPR imaging.

Array image
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Radical-based grafting of GMA on sutures of different
nature

Angelo Alberti,* Piergiorgio Fuochi, Maurizio Guerra,
Dante Macciantelli, Giangiacomo Torri, Antonio Valerio
and Elena Vismara*

The formation of radicals upon high energy irradiation of sutures allows
their easy GMA-derivatization.

3205
R Synthesis and antiproliferative evaluation of
O 2,3-diarylquinoline derivatives
3 . .
R X Chih-Hua Tseng, Yeh-Long Chen, Kuin-Yu Chung,
| Chi-Huei Wang, Shin-I Peng, Chih-Mei Cheng and
N>, O Cherng-Chyi Tzeng*
R | A number of 2,3-diarylquinoline derivatives were synthesized and
evaluated for their antiproliferative activities against Hep G2, Hep 3B,
R=F, OH, OMe, or aminoalkoxy groups. A549, H1299, MCF-7, and MDA-MB-231 cancer cell lines.
R; =H, OH, OMe, or aminoalkoxy groups.
3217
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An ab initio and DFT study of radical addition reactions of
imidoyl and thioyl radicals to methanimine

Sara H. Kyne, Carl H. Schiesser and Hiroshi Matsubara*

Imidoyl and thioyl radicals add to the nitrogen of methanimine through
simultaneous multi-orbital interactions between the radicals and the
imine.

3225
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p-tert-Butyl thiacalix|[4]arenes functionalized at the lower
rim by amide, hydroxyl and ester groups as anion receptors

Ivan I. Stoikov,* Alena A. Yantemirova, Roman V. Nosov,
Ildar Kh. Rizvanov, Ajdar R. Julmetov, Vladimir V.
Klochkov, Igor S. Antipin, Alexander I. Konovalov and
Ilya Zharov

Selective receptors for fluoride and dihydrogen phosphate salts of
tetrabutylammonium were found.

3066 | Org. Biomol. Chem., 2011, 9, 3059-3079
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3235

Tandem regioselective synthesis of tetrazoles and related
heterocycles using iodine

Ramesh Yella, Nilufa Khatun, Saroj Kumar Rout and
Bhisma K. Patel*

A one-pot, tandem process has been developed for the synthesis of a
library of tetrazoles from aryl isothiocyanates.

Design, synthesis and biological characterization of novel
inhibitors of CD38

Min Dong, Yuan-Qi Si, Shuang-Yong Sun, Xiao-Ping Pu,
Zhen-Jun Yang, Liang-Ren Zhang, Li-He Zhang,*

Fung Ping Leung, Connie Mo Ching. Lam,

Anna Ka Yee Kwong, Jianbo Yue, Yeyun Zhou,

Irina A. Kriksunov, Quan Hao and Hon Cheung Lee*

The X-ray crystal structure of CD38/Compound 4 complex and
computer simulation of Compound 7 docking to CD38 show the
significant role of nicotinamide for the substrate recognization of CD38
and the effect of aromatic group at the end of the chain.

3258
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Synthesis of tri-substituted biaryl based trianglimines:
formation of C;-symmetrical and non-symmetrical
regioisomers

Hany F. Nour, Marius F. Matei, Bassem S. Bassil,
Ulrich Kortz and Nikolai Kuhnert*

A new synthetic strategy for the introduction of a series of substituents
into novel C;-symmetrical and non-symmetrical trianglimine
macrocycles.

3272

Hirsutosterols A—G, polyoxygenated steroids from a
Formosan soft coral Cladiella hirsuta

Bo-Wei Chen, Shu-Ming Chang, Chiung-Yao Huang,
Jui-Hsin Su, Zhi-Hong Wen, Yang-Chang Wu and
Jyh-Horng Sheu*

Structure elucidation and biological activities of seven new
polyoxygenated steroids, isolated from a Formosan soft coral,
Cladiella hirsuta, are described.

3068 | Org. Biomol. Chem., 2011, 9, 3059-3079
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3279

A quantitative structure-reactivity relationship in /V-acetyl
oxazolidines: an electrostatic interaction controls rotamer
population

R. Fernando Martinez,* Martin Avalos, Reyes Babiano,

Pedro Cintas, José L. Jiménez, Juan C. Palacios and
Esther M. S. Pérez

A stereoelectronic effect, whose origin is a charge—charge interaction,
controls the rotamer ratio in N-acetyl oxazolidines.

R charge-charge interaction

3290

The importance of the N-H bond in Ru/TsDPEN
complexes for asymmetric transfer hydrogenation of
ketones and imines

Rina Soni, Fung Kei Cheung, Guy C. Clarkson,
Jose E. D. Martins, Mark A. Graham and Martin Wills*

N-Methylation of ruthenium/TsDPEN catalysts for asymmetric transfer
hydrogenation results in a sharp decrease in their activity in ketone and
imine reduction.

Good catalysts for asymmetric
transfer hydrogenation
(N-H available):

Poor catalysts for asymmetric
transfer hydrogenation
(N-H not available):

e % ]
Ru Ru_,
- L NTs QI N NTs

| | |
Me/N\ﬁ'»Ph P(\/ \ﬁ"'Ph

Ru Ru Ru
TsN SN A\ TNTs
N "
H o pn” ¥ Ph
Ph Ph Ph Ph

X[ ™l
~ MSQN\K«,,

3295

Novel carbohydrate-based bifunctional organocatalysts for
nucleophilic addition to nitroolefins and imines

Alessandra Puglisi, Maurizio Benaglia,* Laura Raimondi,
Luigi Lay* and Laura Poletti

Novel enantiomerically pure bifunctional organocatalysts bearing a
tertiary amine group in proximity to a urea group were synthesized
starting from D-glucosamine. Enantioselectivities up to 89% were
obtained in the acetylacetone addition to B-nitrostyrene. Semiempirical
(AM1) computational studies allowed to find a nice theoretical rationale
for the behaviour of the catalyst of choice.

CF; CHLOR

X NO2
o e
\

H R

F3C

O-----T—Z
T-Z,
N
Z
/

e.e up to 89%

3303

Conformational studies on peptides containing
a,0-disubstituted a-amino acids: chiral cyclic
a,a-disubstituted a-amino acid as an a-helical inducer

Yosuke Demizu,* Mitsunobu Doi, Masaaki Kurihara,
Haruhiro Okuda, Masanobu Nagano, Hiroshi Suemune and
Masakazu Tanaka*

The Aib residue has the propensity to form 3,,-helices in short peptides,
whereas the chiral Ac;c™ residues have a penchant for forming
o-helices.

340-helix a-helix

HN~ ~CO,H
(S.5)-AcgctoM

Cbz-(i-Leu-L-Leu-Aib),-OMe Cbz-[.-Leu-.-Leu-(S,S)-Acsc®M],-OMe

This journal is © The Royal Society of Chemistry 2011
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3313

Microfluidic reactions using [!! C]carbon monoxide
solutions for the synthesis of a positron emission
tomography radiotracer

Steven Kealey, Christophe Plisson, T. Lee Collier,
Nicholas J. Long, Stephen M. Husbands,
Laurent Martarello and Antony D. Gee

A copper(1)-["'C]CO solution has been used to perform carbonylation
reactions for the synthesis of ['' CIMK-0233, a radioligand for the
neuropeptide Y Y5 receptor, using both microfluidics and conventional
techniques.

3320
ROO* ROOH
X slow \ /
/\/S\S/\/ -  _~._-SOH k
o ROO* ROOH
Il fast S f
/\/s\s/\/ — _~SOH "
0 fast and ROO* ROOH
i reversible
Ph SOH
PhoSg~pn ~ LI(A»
k~108 Mg

The mechanism of radical-trapping antioxidant activity of
plant-derived thiosulfinates

Philip T. Lynett, Krista Butts, Vipraja Vaidya,
Graham E. Garrett and Derek A. Pratt*

The ease with which plant-derived thiosulfinates undergo Cope
elimination to form the corresponding sulfenic acids accounts for their
differences in antioxidant activity.

3331

Intramolecular homolytic substitution of sulfinates and
sulfinamides — a computational study

Sara H. Kyne,* Heather M. Aitken, Carl H. Schiesser,
Emmanuel Lacote, Max Malacria, Cyril Ollivier and
Louis Fensterbank*

BHandHLYP/6-311++G(d,p) calculations predict that intramolecular
homolytic substitution by aryl radicals at the sulfur atom in
phenylsulfinates and sulfinamides competes with intramolecular
addition to the phenyl ring.

3338
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Characterization of 2’-deoxyguanosine oxidation products
observed in the Fenton-like system Cu(i1)/H,O;/reductant
in nucleoside and oligodeoxynucleotide contexts

Aaron M. Fleming, James G. Muller, Insun Ji and
Cynthia J. Burrows*

Copper-mediated Fenton oxidation of 2’-deoxyguanosine leads to
predominant formation of 5-carboxamido-5-formamido-2-
iminohydantoin (d2Ih) via C5 hydroxylation.
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up to 96% vyield
16:1 dr

R' = aromatic, heteroaromatic, aliphatic.
R2 = aliphatic, aromatic. 98% ee

Multifunctional chiral phosphines-catalyzed highly
diastereoselective and enantioselective substitution of
Morita—Baylis—Hillman adducts with oxazolones

Yuan-Liang Yang, Cheng-Kui Pei and Min Shi*

Multifunctional chiral phosphine (phosphine-thiourea type)
L2-catalyzed allylic substitutions of MBH adducts 1 with oxazolones 2
produce the corresponding optically active adducts 3 in good to excellent
yields and ee’s as well as moderate to good de’s under mild conditions.

3359
ng = Titanium-mediated rearrangement of cyclopropenylmethyl
R o= acetates to (E)-halodienes
u Gary Gallego, Alireza Ariafard,* Kiet Tran,
ﬂ\ i David Sandoval, Leera Choi, Yi-Hsun Chen,
— e Brian F. Yates, Fu-Ming Tao and Christopher J. T. Hyland*
|x TiCl, and TiBr, rapidly transform cyclopropenylmethyl acetates to
VRN (E)-halodienes with complete regio- and stereoselectivity.
/ R
12 examples - complete regioselectivity and Z-stereoselectivity!
3364
Reductive biotransformation of nitroalkenes via
H] — o nitroso-intermediates to oxazetes catalyzed by xenobiotic
)( NO, ( \\N O—N  reductase A (XenA)
Y ~ . . .
— | Katharina Durchschein, Walter M. F. Fabian,
Xenobiotic cycli- Peter Macheroux, Klaus Zangger, Gregor Trimmel and
Reductase A zation Kurt Faber*
—_— —_—

NADH (spont.) Bioreduction of a nitroalkene by xenobiotic reductase A (XenA)
furnished the corresponding nitrosoalkene, which underwent
electrocyclisation to yield a highly strained 1,2-oxazete derivative.

3370
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Polyethylene glycol clicked Co(11) Schiff base and its
catalytic activity for the oxidative dehydrogenation of
secondary amines

Praveen K. Khatri, Suman L. Jain,* L. N. Sivakumar K. and
Bir Sain*

Click reaction provided an efficient synthesis of PEGylated Co(11) Schiff
base for the oxidative dehydrogenation of secondary amines in high
yield.
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Phase-transfer-catalyzed cyclization reaction of
nucleophilic addition to electron-deficient 1,3-conjugated
enynes for the synthesis of functionalized 4 H-pyrans

Jie Hu, Lei Liu, Shangdong Yang* and Yong-Min Liang*

R1
5% mol TBFA3H,0 O
2.0 equiv. Cs,CO;  R2 Z 0

0
R? 0O O
R_ + Rajj\/U\RA
AN
R1

A varie.ty of substituted .4H -pyrans are re.a.dily prepared in Ip.oderat.e. to CH,Cl,, 60°C RT N ge
good yields under the mild reaction conditions by nucleophilic addition
to electron-deficient 1,3-conjugated enynes with phase-transfer catalysis R¥ 0
(PTC).
3380
Damage of aromatic amino acids by the atmospheric free R! RL_~ /Noz
radical oxidant NO;" in the presence of NO,', N;Oy4, O3 , NOz O3 BN |
and O, R CHLl, R

. . . . 10°C, 20 min
Catrin Goeschen, Natalia Wibowo, Jonathan M. White and AcHN™ “COyMe AcHN™ “COzMe
Uta Wille* O.N

HN .
L . . . | NOg, O3 R
Damage of aromatic amino acids by the most important atmospheric _
free-radical oxidant, NO;', was studied under simulated environmental CH.Cl, CO-Me
conditions. 10°C, 20 min N NAc
AcHN™ ~CO,Me H
R = NO,, OH

3386

Novel pyrrolidine-thiohydantoins/
thioxotetrahydropyrimidinones as highly effective catalysts
for the asymmetric Michael addition

Christoforos G. Kokotos, Dimitris Limnios,
Despoina Triggidou, Maria Trifonidou and
George Kokotos*

The synthesis of novel organocatalysts consisting of a pyrrolidine and a
thiohydantoin or a thioxotetrahydropyrimidinone ring and their efficient
application in the Michael reaction is described.

o)
HSHPhOr

0
1-2.5 mol%, THF NO,
+ Ar/\/NO2
X 4-NO,PhCOOH, H,0, /
R

v

r.t. >\(

R
up to 100% vyield, 99:1 dr, 98% ee

3396

A flexible, unified radical-based approach to polycyclic
structures

Rama Heng and Samir Z. Zard*

Cis- and trans-decalins, trans-perhydroazulenes, and
[5.3.1]bicyclo-undecanone scaffolds can be readily constructed starting
from unsaturated ketones and using the degenerative xanthate transfer
technology to accomplish unusual and otherwise difficult radical
cyclisations

1) Lauroyl peroxide
EtOAc, reflux
_
2)H;PO,, EtsN
AIBN
dioxane, reflux
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or —

fluorinated glucose

Ho' ow
1Cs0=5.5u M

L-DMDP, L-homoDMDP and their C-3 fluorinated
derivatives: synthesis and glycosidase-inhibition

Yi-Xian Li, Mu-Hua Huang, Yukiko Yamashita,
Atsushi Kato, Yue-Mei Jia, Wu-Bao Wang,
George W. J. Fleet, Robert J. Nash and Chu-Yi Yu*

L-DMDP, L-homoDMDP and their 3-deoxy-3-fluorinated analogues
were synthesized from D-xylose or fluorinated glucose derived nitrones.
Bioactivities of these iminosugars against various glycosidases were
evaluated, and the C-3 hydroxyl group of these compounds was found to
play an important role in their interaction with enzymes.

3415

/

/

N
[ »—BH,-H
N\

_N
N
Hydrogen BH-—H
donors for II\N>_ 2
halide \
reductions

diMe-Imd-BH;

diMe-Tri-BH,

Radical reductions of alkyl halides bearing electron
withdrawing groups with /V-heterocyclic carbene boranes

Shau-Hua Ueng, Louis Fensterbank,* Emmanuel Lacote,*
Max Malacria* and Dennis P. Curran*

Stable, readily available, low molecular weight N-hetereocyclic carbene
boranes reduce halides bearing electron withdrawing substituents.
Product isolation is convenient.

3421

H NH Yaa

M~ = A

Xaa Xaa Xaa H o

amidine-type
dipeptide isosteres

Design and synthesis of amidine-type peptide bond
isosteres: application of nitrile oxide derivatives as active
ester equivalents in peptide and peptidomimetics synthesis

Eriko Inokuchi, Ai Yamada, Kentaro Hozumi,
Kenji Tomita, Shinya Oishi, Hiroaki Ohno,
Motoyoshi Nomizu and Nobutaka Fujii*

Amidine-type peptidomimetics were designed and synthesized via nitrile
oxide-mediated C-N bond formation.

3428

where R=R'=R"

BFyER,0 R"\QOJ,RR O R
+
. Benzene N~
J " |
R' OH

R'

=H/ alkyl/ aryl; R" = alkyl, aryl

An efficient synthesis of dihydro- and tetrahydropyrans via
oxonium—ene cyclization reaction

Somasekhar Bondalapati, Udagandla C. Reddy, Pipas Saha
and Anil K. Saikia*

Dihydro- and tetrahydropyrans can be efficiently synthesised from
aldehydes and homoallylic alcohols via oxonium-ene reaction with good
diasteroselectivity and yields.
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Application of a metathesis reaction in the synthesis of
sterically congested medium-sized rings. A direct ring
closing versus a double bond migration—-ring closing process

Michat Michalak and Jerzy Wicha*

1,9-Dienes related to trans-1-allyl-2-(pent-4-enyl)cyclopentane undergo
either ring closing metathesis to form cyclooctene derivatives or tandem
double bond migration—metathesis to afford cycloheptene derivatives,
depending on the relative configuration and substitution pattern.

—CH2=CH2

Grubbs cat.
alone

— orwith LRuH
—_—

-CH,=CHMe

3447

Vinylogous anionic processes in the formation and
interconversion of tetracyclic ring systems

Paul D. Thornton, T. Stanley Cameron and D. Jean Burnell*

Anionic ring-opening and ring-closing reactions gave the final annulated
products. Rearrangement then involved ring-opening and alternative
ring-closing pathways.

3457

Novel one-pot process for the synthesis of 1,3-thiazoles via
organocatalysed epoxidation of nitro-olefins

Katharina M. WeiB3, Shengwei Wei and
Svetlana B. Tsogoeva*

The reaction of nitro-olefins with the z-BuOOH/DBU system gives rise
to the corresponding o-nitro-epoxides, which are suitable for a
subsequent reaction with thioamides under mild conditions to yield
thiazole heterocycles.

R

X

S
1

NO, DBU
(5 mol

RT

tBuoo“ O)‘\ /\I
| (YY" e )\O
RN
R1/ 1/\/

two-step one-pot synthesis of 1,3-thiazoles

3462

Water-soluble amino derivatives of free-base dppz —
syntheses and DNA binding studies

Tim Phillips, Itshamul Haq and Jim A. Thomas*

The synthesis of, and DNA binding studies on prototype water-soluble
amino derivatives of dppz are described.

/\/\/\/ NHs
AT A-T
AT T-A
A-T A-T

A-T |n T-A |n
Ko = 10°A71 >108 777!
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Synthesis of a family of cyclic peptide-based anion receptors
Stephen J. Butler and Katrina A. Jolliffe*

A family of azole-modified cyclic peptides bearing dipicolylamine side
chains (e.g. 4 and 6) has been prepared and the ability of their bis-Zn(11)
complexes to bind polyphosphate anions investigated.

3484

Synthesis of the reported structure of crassiflorone, a
naturally occurring quinone isolated from the African
ebony Diospyros crassiflora, and regioisomeric pentacyclic
furocoumarin naphthoquinones

Jalindar Padwal, William Lewis and Christopher J. Moody*

The synthesis of the reported structure of crassiflorone from the African
Ebony is described, together with three isomeric furocoumarin
naphthoquinones, none of which match the natural product.

3494

Radical-based alkylation of guanine derivatives in aqueous
medium

Chryssostomos Chatgilialoglu,* Clara Caminal and ?H
Quinto G. Mulazzani N R1—<‘3—H OH

NH | NH
The addition of a-hydroxyalkyl radicals to 8-bromoguanine derivatives Br—</ | J\ L R 17(;*</ | /k
results in the efficient formation of intermolecular C-C bonds in N N/ NH y-irr./H,O é? N N/ NH
aqueous media. I‘? 2 N,O-sat. - I% 2
3499
Rapid carbonylative coupling reactions using palladium(r) PET-labelled amide
dimers: applications to ' CO-radiolabelling for the | \
synthesis of PET tracers \©i> 1co (1 atm) ﬁ

. . N

Gabriella Buscemi, Philip W. Miller, Steven Kealey, H ( N \
Antony D. Gee, Nicholas J. Long, Jan Passchier and + . m
Ramon Vilar* 120% N
Palladium dimers with sterically hindered phosphines have been shown O B P—Pél—\Pd—P'B Reaction time: 8 minutes
to be excellent pre-catalysts for the aminocarbonylation of aryl halides N U3 N/ U

to yield amides and one of them has been successfully employed as a
pre-catalyst for the synthesis of ' C-radiolabelled amides for PET
imaging.

! 69% radiochemical yield

88% radiochemical purity
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Template-directed synthesis of kinetically and
thermodynamically stable molecular necklace using ring

0 ond) closing metathesis
m@‘g’:ﬂ ‘\% 8
S5O Cg G Y Suvankar Dasgupta and Jishan Wu*
R e o DB24C8 )
W Matutis ? 4» A kinetically and thermodynamically stable [S] molecular
R S g A LoDt~ £ necklace is synthesized for the first time using a
%ﬁzm - ’(o“ﬁ(?@* “threading-followed-by-ring-closing-metathesis” approach.
f
3516
Enantioselective radical cyclisation reactions of
o 4-substituted quinolones mediated by a chiral template
< . . . * and
Nm Aline Bakowski, Martina Dressel, Andreas Bauer* an
X%' Thorsten Bach*
R R _ >N-H---0__3 4 x
N N (\ Upon association of quinolones to template (+)-1 the chirality
O---H—N 72 information is provided for the enantioselectivity determining
” 9 e R cyclisation step.
(+)1 R
3530
emission A emission B S.ynthfztsm and evaluation of self-calibrating ratiometric
i viscosity sensors
excite reference peak rotor peak y . ' .
/ Hyung-Jo Yoon, Marianna Dakanali, Darcy Lichlyter,
/ﬁ‘ Willy M. Chang, Karen A. Nguyen, Matthew E. Nipper,
d Mark A. Haidekker* and Emmanuel A. Theodorakis*
primary secondary . o L
ﬂUOI'Op hore fluoro p hore Linking a viscosity-independent fluorophore Wlth a v1s0051ty-dependent
. . linker (mo lecular secondary fluorophore creates a new class of viscosity sensors with
(VIS COS.I ty self-calibrating ratiometric properties.
insensitive) rotor)
3541
Linoleic acid peroxidation vs. isomerization: a biomimetic
micelles / linoleic acid peroxidation isomerization model of free radical reactivity in the presence of thiols
aq“m'g%?? Ry HOO R, R, Ry R Branka Mihaljevi¢,* Ivana Tartaro, Carla Ferreri* and
o *
O??l‘ "%?O | 0, . | | Chryssostomos Chatgilialoglu
O O AN~ A biomimetic model offers for the first time the parallel estimation of
o ,::60 | RSH | | peroxidation and isomerization as results of oxidative free radical
og}gégb Ry Ro HOO R, R, Fo conditions in the presence of thiols.
QEuacus hydroperoxides mono-trans
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Photoswitchable rotaxanes on gold nanoparticles

Yingxin Duo, Sabine Jacob and Werner Abraham*
Photons switch the position of the teracationic ring of a rotaxane relative A

to the surface of gold nanoparticles.

3560

Fragmentations observed in the reactions of
o-methoxy-y-alkoxyalkyl iodide substrates with

super-electron-donors derived from 4-DMAP and K\\
N-methylbenzimidazole 7 N—¢ N\

. [
Ryan Sword, Luke A. Baldwin and John A. Murphy* J\/\ Mo NMe,
Me OR

Interception of alkyl radicals leads to fragmentation, detected by
release of alcohols.

RO—H

14a-h 16a-h, 43-92 %
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