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

s ey ) s g

VT e Y S

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
and the Related Elements
| Phosphate-Phosphonate Rearrangement of Aliphatic Phosphates
ok ) Susanne Schmidt?; Friedrich Hammerschmidt?
! * Department of Organic Chemistry, University of Vienna, Vienna, Austria

To cite this Article Schmidt, Susanne and Hammerschmidt, Friedrich(1999) 'Phosphate-Phosphonate Rearrangement of
Aliphatic Phosphates', Phosphorus, Sulfur, and Silicon and the Related Elements, 147: 1, 377

To link to this Article: DOI: 10.1080/10426509908053668
URL: http://dx.doi.org/10.1080/10426509908053668

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/10.1080/10426509908053668
http://www.informaworld.com/terms-and-conditions-of-access.pdf

15: 05 28 January 2011

Downl oaded At:

Phosphorus, Sulfur and Silicon, 1999, Vol. 147, pp. 377-377 @ 1999 OPA (Overseas Publishers Association) N.V.
Reprints available directly from the publisher Published by license under the
Photocopying permitted by license only Gordon and Breach Science Publishers imprint.

Printed in Malaysia

Phosphate-Phosphonate Rearrangement of
Aliphatic Phosphates

SUSANNE SCHMIDT and FRIEDRICH HAMMERSCHMIDT

Department of Organic Chemistry, University of Vienna, A-1090 Vienna, Austria

Phosphorylation of various aliphatic alcohols gives phosphates 1 which
are deprotonated by sBuLi/TMEDA in diethyl ether, THF or hexane at
-78 °C. The organo-lithiums 2 and 4 formed isomerize to o-hydroxy-
phosphonates 3 and 5 (phosphate-phosphonate rearrangement).!'?!
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The portion of 5 depends on the substituents R' and R? and represents
the acidification of a secondary alcohol for deprotonation by the
phosphoryl group. The formation of byproduct 5 can be prevented by
using fBu or (CD;),CD instead of an iPr group for R%. The re-
arrangement occurs with retention of configuration as proven with the
phosphate of (8)-[1-*H, Jhexanol. Replacing TMEDA by chiral diamines
allows the synthesis of chiral, non-racemic a-hydroxyphosphonates.
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