This article was downloaded by:

On: 30 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}l!flll‘, and http://www.informaworld.com/smpp/title~content=t713618290

Silicon

and the Related Elements

| Synthesis and Stereochemistry of some New Unsymmetrical Phosphates

e i with a-Poly-fluoroalkylbenzyl Fragments

1 M. L. Kabachnik? L. S. Zakharov?; E. I. Goryunov?; P. V. Petrovskii* T. M. Shcherbina®

* A. N. Nesmeyanov Institute of Organo-Element Compounds, USSR Academy of Sciences, Moscow,
USSR

To cite this Article Kabachnik, M. I. , Zakharov, L. S. , Goryunov, E. L. , Petrovskii, P. V. and Shcherbina, T. M.(1987)
'Synthesis and Stereochemistry of some New Unsymmetrical Phosphates with a-Poly-fluoroalkylbenzyl Fragments',
Phosphorus, Sulfur, and Silicon and the Related Elements, 30: 3, 689

To link to this Article: DOI: 10.1080/03086648708079183
URL: http://dx.doi.org/10.1080/03086648708079183

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/10.1080/03086648708079183
http://www.informaworld.com/terms-and-conditions-of-access.pdf

07:25 30 January 2011

Downl oaded At:

Synthesis and Stereochemistry of some New Unsymmetrical
Phosphates with ¢ -Poly-fluoroalkylbenzyl Fragments

M.I.Kabachnikf L.S.Zakharov, E.I.Goryunov, P.V.Petrovskii,
T.M.Shcherbina

A N.Nesmeyanov Institute of Organo-Element Compounds,
USSR Academy of Sciences, Vavilov Str. 28, Moscow, USSR,

The methods of synthesis unsymmetrical polyfluoroalkyl phos-
phates (II) by catalytic phosphorylation of phenols or polyflu-
oroalkanols by chlorophosphates (I) were elaborated

* * * *
(Ar0) (Ax’ CHRLO0)POC1 + ROH Cat., 7 (ar0)(Ar’ CHRZ0)P(0)OR
’
(1) R = Ry CH, or Ar 0  (II)

The stereochemistry of this reaction was studied by NMR and
GLC. Where as all parent chlorophosphates (I) were equilibrium
mixtures of diastereomers with statistical ratio (I:I) in the
case of phosphates (II), on the contrary, essential prevalence
(20-30%) of one of the two diastereomers was observed.

Preferable formation of the definite diastereomer (namely one
of the two meso-forms) also takes plase in the synthesis of phos-
phates (IV) with pseudoasymmetrical phosphorus atom by catalytic
phosphorylation of polyfluorocalkanols by chlorophosphates (I11)

with statistical component ratio (I:2:I)

* *

0) ,POC /omon Cates €O CERLO ;(o)ocu R’
(Arc ),POCL + Ry CH,0H —==*2 o (ArCHRyO), oRp

(I11) (Iv)
In all cases the stereoselectivity is of general nature and
is due to both intertransformation of diastereomers of the parent
chlorophosphates (I) or (III), and different interaction rates

of these diastereomers with nucleophiles.



