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AMrrt: An intc~on of the 1,2,45_tctrakis(triIluommcthy1)~ with lk. psclKk8ll~~c systan 
CFjSih4qtTASF rcadta ia addition ofTA-- to the bcauxnc riog aad f-tia~ of TAS+(CF&GjH2- - a lltw 
stabletaliafyflwliMledddocalizalcarbauionsalt 

The accumulation of electronegative fluorinated substituents in a benzene ring leads to enhanced 
reactivity of the nucleus towards nucleophiles and influences the course of its metallation.t.2 Whereas the 
lithiation of ‘1,3-bis(trifluoromethyl)- and 1,3,5tris(trifluoromethyl)benzenes gives stable aryllithium 
derivatives,3*4 the introduction of a fourth electronegative CF3-group changes the character of reactivity of 
CF3-substituted benzene. It has been shown that the reaction of 12,4,5-tetrakis(trifluoromethyl)benzene with 

RLi results in the formation of fluoromethyl derivatives of the 2,~cyclohexadiene-1-ylidene.5 
During the course of our studies on the reactivity of polysubstituted fluorinated compounds we have 

investigated the interaction of 1,2,4.5-tetrakis(trifluoromethyl)benzene (1) with pseudometallorganic system 
CF3SiMe3KASF. presenting a masked form of highly nucleophilic CF3-anion.68 We have found that 

compound (1) gently reacts with the CFjSiMe3ITASF (1: 1) at -3ocC in THF to form stable carbanion salt (2). 

CF &h4qfl’ASF @bQG+ 

(1) (2) 

Thus, the ipso-attack of the CF3-anion on the CF3-substituted aromatic carbon-atom of (1) occurs, ‘as 

was previously observed for the reaction with RLi. The presence of TAS+-cation stabilizes the generated 
carbanion and prevents its decomposition with elimination of F-anion and following transformations according 

to addition-elimination scheme. All spectrallc and analytical data of the compound (2) am consistent with the 
assigned structure. 
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It should be noted that the known stable F-carbanion TAS-salts, contain perfluorinated tertiary alkyl 
anions, -C(Rf)3.9 The salt (2) represents a new type of stable partially fluorinated carbanion salts, stabilized by 
Cl+groups and two vinylic moieties. 
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Prepamtion of (2): 138g(Smmol) TASF was gradually added to a solution of 1.75g(SmmoI) of 
1,2,4,5-tetmkis(trifluoromethyl)benz.ene and 0.71g(Smmol) Me3SiCF3 in anhydrous THF (30 ml) at 

3@C over 1.52 hours. The cold mixture. was filtered to remove unmatted TASF and the solvent was 
evaporated. The residue was washed twice with petroleum ether/ether (1: 1 mixture) (30 ml) and 
evacuated to afford 1.75g (60%) of (2). a dark yellow oil, m.p. 19oc. 
1H NMR(CDIJCN): 7.03(1Hs.H-6), 4.78(1Hs,H-3), 285(18Hs,CH3). 
19F NMR(C&j/THF): 53.00(3Fqq, J=l l.OHz. J=2.3Hz. CF+l), 5410(3Fstq, J=9.6Hz, J=2.3 Hz, 

Cl+2), 63.40(3Fq, J=l l.OHz, CF3-5). 73.10(6Fq, J=9.6Hz, CF3-1). 
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