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SUMMARY

New polyfluorinated 1,3~diketones hava been prepared from
nolyfluorinated acetophenones and aparopriaste esters in the
presance of sodamide. Thes corresponding copper 1,3-diketonates
have been cbtained by treating a methanolic solution of
polyfluorinated 1,3~diketone with methanclic solution of copper
acetate. The polyfluorinated 1,3-diketones have been characteri=~
zed by slamantal as well as by spectral studies, viz: I.R.,
lH N.M.R.and lgF N.M.R. In I.R., characteristic absorptions
obssrved are: C-F stretching bands (1300 - 1000) cm™ ¥, C-F
deformation modes (900 - 700 cm-l) and intramolecular hydrogen
bonding (3000 - 2500 cm™*). 1In lH N.M.R. methine ( = CH) signal
is observed at $ 6.2 - 6.8 ppm and enolic proton resonance signal
at § 13 - 15 ppm indicating the presence of strong hydrogen

bonding in such polyfluorinated 1,3-dikatones.

INTRODUCTION

In connection with our comprehensive study of polyfluori-
nataed 1,3-diketdnes and relatsd compounds, wa have already
rsported the synthesis of some new polyfluorinated 1,3-diketones
[1] along with elactrophilic substitution reactions of the
corresponding europium 1,3-diketonates [2] and spectral studies
of some new tris lanthanide 1,3-diketonates [3]. Je now report
the synthesis and characterisation of six more nsw polyfluorinated
1,3-diketones ArCOcHZCDR' {where Ar = Fluoroaryl and R' = alkyl or
fluoroalkyl) and their copper chelates.

a Part XI. K.C. Joshi, V.N. Pathak and v. Grover,
J. Fluorine Chem., 15 (1980, 527.
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RESULTS
Tha spectral characterization of these compounds yielded

data which was in agreement with earlier observations [4,5] vizs
intramolocular hydrogen bonding (3000 - 2500 em™L), absence of

the carbonyl bend which would arise from the diketo form

(1750 = 1725 cn™1), C-F stratching bands {1300 = 1000 em™t) and C~F
daformation modes (900 - 700 cm-l). Similarly, in 1H NeMeC., a
mathine signal {=CH) was obsarved at § (6.2 - G.8) ppm and the
proton of the enolic hydroxyl group at § (13 - 15) ppm. There

was no signal for methylene protons. The 1 F nemer. spectra are
recordet in Table 1. The appearance of only one signal for
aromatic fluorines may probably be dus to the spectra being

rgcorded at 56.4 Mz and inadequats resolution.

EXPERIMENT AL
I.r. spectra wers recorded using a Perkin-£lmer-337
spectromater; lH n.me.r. spectra by a Perkin Elmer model B-12

(60 Hz) in CQL
19

4 solution with TM3 as an internal standard.
F nemer. (56.4 Mz) spectra uere recorded in C[':l4 solution and
analytical data ars exprassed relative to CFC13. Malting/boiling
points are uncorrectad.
Materials

3,4-0ifluorcacetophenons and 2,4,6-trifluorocacetophenons
ware prepared according to the method of Buu-Hoi g&_g;.[G].

Synthesis of polyfluorinated 1,3-diketones
Thase were prepared according to the method of Adams and

Hauser [7]. To a stirred suspension of sodamide (2 mole,) in sther
{50 ml), was added a solution of polyfluoroacetophenone in dry
ather (1 mole in 50 ml). After 1 hr., the calculated amount of
ester (1 mole in 20 ml dry ether) was added and refluxing continued.
uith stirring for 10-20 hrs. dapending upon the nature of the
estar. The egther was removed and the residual mixturs, containing
polyfluorinated 1,3-dikstone was poured into water (300 ml) and
1,3-diketone precipitated in the form of its copper 1,3~diketonates
Tha free 1,3~diketone was regsnerated by treatment with 10%
sulphuric acid and extractaed with gther. O0n removal of the solvant,
the product was distilled under reducsd pressurs.

Analytical data of all polyfluorinated 1,3-diketones and
their copper 1,3-diketonates are given in Table 2 and 3, respsctively
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