
 

 

PLEASE SCROLL DOWN FOR ARTICLE

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

Phosphorus, Sulfur, and Silicon and the Related Elements
Publication details, including instructions for authors and subscription information:
http://www.informaworld.com/smpp/title~content=t713618290

Indirect Photo-Induced Phosphorylation Via a C-Ester Caged Troika Acid
James M. Carricka; Boris A. Kashemirova; Charles E. McKennaa

a Department of Chemsitry, University of Southern California, Los Angeles, CA, USA

To cite this Article Carrick, James M. , Kashemirov, Boris A. and McKenna, Charles E.(1999) 'Indirect Photo-Induced
Phosphorylation Via a C-Ester Caged Troika Acid', Phosphorus, Sulfur, and Silicon and the Related Elements, 147: 1, 65
To link to this Article: DOI: 10.1080/10426509908053513
URL: http://dx.doi.org/10.1080/10426509908053513

Full terms and conditions of use: http://www.informaworld.com/terms-and-conditions-of-access.pdf

This article may 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 form to anyone is expressly forbidden.

The publisher does not give any warranty express or implied or make any representation that the contents
will be complete or accurate or up to date. The accuracy of any instructions, formulae and drug doses
should be independently verified with primary sources. The publisher shall not be liable for any loss,
actions, claims, 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/10.1080/10426509908053513
http://www.informaworld.com/terms-and-conditions-of-access.pdf


Phosphorus, Sulfur and Silicon, 1999. Vol. 147. pp. 65-65 
Reprints available directly from the publisher 
Photocopying permitted by license only 

0 1999 OPA (Overseas Publisherh Association) N.V. 
Published by license under the 

Gordon and Breach Scicnce Publishen imprint. 
Printed in Mnlayria 

Indirect Photo-Induced Phosphorylation Via a 
C-Ester Caged Troika Acid 

JAMES M. CARRICK, BORIS A. KASHEMIROV and 
CHARLES E. MCKENNA 

Department of Chemistry, Universiv of Southern California, Los Angeles, CA 
90089-0744, USA 

Use of a photoremovable "caging" group allows the generation of reactive molecules 
under mild conditions. Photo-induced phosphorylations typically have involved 
attachment of the photosensitive group at phosphorus."' We now have investigated 
indirect photolytic activation of an unmodified phosphonic acid group using broad band 
UV (Hg lamp), 308 nm XeCl excimer laser or 355 nm YAC laser irradiation of the o- 

nitrobenzyl Ccster of 'troika acid" [(E)-l"'], ( E ) - 2 .  In alcohols or neutral buffer, 
irradiation of ( E ) 3  gave phosphorylation of the solvent plus phosphorocyanidate, the 
expected 2-isomer product.'" All thrce UV sources gave -1:2 E:Z product distribution 
in  MeOH. In the (E)-1 methyl C-ester, the oxime functionality absorbed strongly near 
205 nm (E, 5200). weakly at 308 nm and negligibly above 355 nm, and no photo- 
isomerization was seen using the 355 nm source. Thus, oxime isomerization in ( E ) - 2 .  
at least using 355 nm irradiation. requires the o-nitrobenzyl group, and possibly 
involves an energy- or charge-wansfer effect. Phosphorylation of EtOWr-BuOH 
mixtures by photolysis of ( E ) - 2  showed little alkyl selectivity. consistent with photo- 
induced formation of an intermediate. plausibly ( 0 1 ,  which undergoes spontaneous 
dissociative fragmentation via a monomeric metaphosphate-like species. 
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