This article was downloaded by:

On: 28 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,

i S-:!-‘!f“rs and http://www.informaworld.com/smpp/title~content=t713618290
¢ Silicon
i and the Related Elements
[ — Pseudo-Geminal [2.2]-Paracyclophane as Spacer for Bisallenyl Sulfoxides
s and Sulfones
: 1 Mihail Lucian Birsa% Henning Hopf*
* Institute of Organic Chemistry, Technical University Braunschweig, Braunschweig, Germany
i
t
¢

To cite this Article Birsa, Mihail Lucian and Hopf, Henning(2005) 'Pseudo-Geminal [2.2]-Paracyclophane as Spacer for
Bisallenyl Sulfoxides and Sulfones', Phosphorus, Sulfur, and Silicon and the Related Elements, 180: 5, 1453 — 1454

To link to this Article: DOI: 10.1080/10426500590913041
URL: http://dx.doi.org/10.1080/10426500590913041

PLEASE SCROLL DOWN FOR ARTICLE

Full terns and conditions of use: http://wwinformaworld.coniterns-and-conditions-of-access. pdf

This article nmay 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 nmake any representation that the contents
will be conplete or accurate or up to date. The accuracy of any instructions, formul ae and drug doses
shoul d be independently verified with primary sources. The publisher shall not be liable for any |oss,
actions, clains, 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 nmaterial.



http://www.informaworld.com/smpp/title~content=t713618290
http://dx.doi.org/10.1080/10426500590913041
http://www.informaworld.com/terms-and-conditions-of-access.pdf

09: 34 28 January 2011

Downl oaded At:

Phosphorus, Sulfur, and Silicon, 180:1453—-1454, 2005 Taylor & Francis
Copyright © Taylor & Francis Inc. Taylor & Francis Group

ISSN: 1042-6507 print / 1563-5325 online
DOI: 10.1080/10426500590913041

Pseudo-Geminal [2.2]-Paracyclophane as Spacer
for Bisallenyl Sulfoxides and Sulfones

Mihail Lucian Birsa

Henning Hopf

Institute of Organic Chemistry, Technical University Braunschweig,
Braunschweig, Germany

INTRODUCTION

The [2,3]-sigmatropic rearrangements of propargylic sulfenates to al-
lenic sulfoxides have received extensive application in organic synthe-
sis. This reaction takes place spontaneously at low temperature. On
the other hand, by using doubly substituted [2.2]-paracyclophanes as
spacers for bisallenic moieties, interesting starting materials for intra-
or intermolecular reactions can be realized.

RESULTS

We describe here the synthesis of the first pseudo-geminal
bisallenyl[2.2]-paracyclophanes by the reaction of the correspond-
ing propargylic alcohols (1) with trichloromethanesulfenyl chloride.
The double [2,3]-sigmatropic rearrangement of pseudo-geminal bis-
propargylic trichloromethylsulfenates takes place spontaneously at
low temperature, affording the desired pseudo-geminal bisallenyl
trichloromethylsulfoxides (2) in good yields (75-80%). All three bisal-
lenyl sulfoxides have been obtained as a mixture of four insep-
arable diastereoisomers. The reaction of bisallenyl sulfoxides with
dimethyl dioxirane, a mild oxidizing agent, resulted in the forma-
tion of the desired pseudo-geminal bisallenyl sulfones (4) in moderate
yields (35—-45%). To our knowledge, these are the first pseudo-geminal
bisallenyl[2.2]-paracyclophanes known to date.

Allenyl sulfones can easily be prepared by the reaction of propargylic
alcohols with sulfonyl chlorides, followed by in situ reduction of the
sulfonate to propargylic sulfinate. By applying this reaction sequence
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to the pseudo-geminal bispropargylic alcohols (1), the corresponding
pseudo-geminal bisallenyl sulfones (3) should be formed, via a double
[2,3]-sigmatropic rearrangement. Following the appropriate reaction
conditions for our substrate, this reaction leads to the formation of
an interesting, completely asymmetrical substituted pseudo-geminal
[2.2]paracyclophane. The two-dimensional NMR analysis of the reac-
tion product revealed a structure of type 4, rather than the expected
bisallenic sulfone.
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