This article was downloaded by:

On: 29 January 2011

Access details: Access Details: Free Access

Publisher Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

=
| 4
K

Phosphorus, Sulfur, and Silicon and the Related Elements

Publication details, including instructions for authors and subscription information:

Phosphorus,

; S-:!-‘!f“rs and http://www.informaworld.com/smpp/title~content=t713618290
¢ Silicon
i and the Related Elements
[ — 1,1-Bis(Methylthio)-2-Nitroethene, a Versatile Synthon for the Synthesis of
i g Oximinoorthothioesters
: 1 Jean-Marie Coustard?; Jean-Claude Jacquesy®
2 Laboratoire de Chimie XII - URA CNRS 1468, Faculté des Sciences, Poitiers Cédex, France
;
t
|

To cite this Article Coustard, Jean-Marie and Jacquesy, Jean-Claude(1993) '1,1-Bis(Methylthio)-2-Nitroethene, a Versatile
Synthon for the Synthesis of Oximinoorthothioesters', Phosphorus, Sulfur, and Silicon and the Related Elements, 74: 1,
427 — 428

To link to this Article: DOI: 10.1080/10426509308038148
URL: http://dx.doi.org/10.1080/10426509308038148

PLEASE SCROLL DOWN FOR ARTICLE

Full terms and conditions of use: http://ww.informaworld. confterns-and-conditions-of-access. pdf

This article nay be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, loan or sub-licensing, systematic supply or
distribution in any formto anyone is expressly forbidden.

The publisher does not give any warranty express or inplied or make any representation that the contents
wi ||l be conplete or accurate or up to date. The accuracy of any instructions, fornulae and drug doses
shoul d be independently verified with prinmary sources. The publisher shall not be Iiable for any | oss,
actions, clainms, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this material.



http://www.informaworld.com/smpp/title~content=t713618290
http://dx.doi.org/10.1080/10426509308038148
http://www.informaworld.com/terms-and-conditions-of-access.pdf

14: 04 29 January 2011

Downl oaded At:

Phosphorus, Sulfur, and Silicon, 1993, Vol. 74, pp. 427-428 © 1993 Gordon and Breach Science Publishers S.A.
Reprints available directly from the publisher Printed in the United States of America
Photocopying permitted by license only

1,1-BIS(METHYLTHIO)~2~NITROETHENE, A VERSATILE SYNTHON FOR THE
SYNTHESIS OF OXIMINOORTHOTHIOESTERS.

*
JEAN-MARIE COUSTARD AND JEAN-CLAUDE JACQUESY
Laboratoire de Chimie XII - URA CNRS 1468 - Faculté des Sciences
40, Avenue du Recteur Pineau - 86022 Poitiers Cédex. France.

Abstract 1,l1-bis(methylthio)-2-nitroethene gives a stable hydro-
xynitrilium ion in trifluoromethanesulfonic acid. This cation can
be trapped by various nucleophiles to yield a-oximinoorthothio-
esters.

INTRODUCTION
Nitroderivatives and nitronates are polyprotonated in superacidic media

to give transient species which can be trapped with suitable nucleophi-

1,2

les such as aromatics to gives oximes . The stereochemistry of the

resulting product -in which the aryl and hydroxyl group are cis- is

; . . . e . 4
consistent with the intermediacy of an hydroxynitrilium 1on3’ .
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HYDROXYNITRILIUM ION

Protonation of the title compound gives transient cations and finally
the sole hydroxynitrilium ion 1 which has been fully characterized by
lH and 13C NMR spectroscopy in TFSA at low temperatureS. 130 chemical
shifts are in good agreement with what has been reported for nitrile
N—oxides6.
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The stabilizing effect of sulfur atom accounts for the specific reacti-
vity of 1 compared to protonated forms of substituted nitroethylenes
in TFSA7. Ion 1 is easily trapped on the hydroxynitrilium group to give
ions2 to 4. The resulting l,3-dithioallylic cationic system is very

stable in TSFA or HF-SbF. and can only be trapped by nucleophiles when
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acidity is destroyed by quenching. The yield in products is good

to excellent (65 to < 90%).

REA

CTIVITY OF HYDROXYNITRILIUM ION
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MeOH in excess; b = PhH in excess; c¢ = MeSH in excess; d = HF—SbF5

merization of orthothioesters in TFSA allows group exchange reaction

example 7 ionizes to 2 and trapping with methanol yields 7 (657).

the ions described here have been fully characterized by lH andlBC

NMR spectroscopy at low temperature8.
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