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Abstract: Fluoromethylketones 3 are synthesized in good yields by a flash vacuum pyrolytic &nination 42. Studies on 

the bnproved synthesis of2 leaok to the evidence on the existence of tt,a-dilithio@ommethyl phenyl su&&dc. 

The introduction of fluorine atom into organic molecules causes profound changes of their chemical 

and consequently their biological activities. fluorinated compounds have found applications in biology, 

medicine1 and electronics2 as biological probe, therapeutic agents and new fermelectric liquid crystals, 

respectively. 

The main ongoing resealc h interest in fluorine chemistry is still the search for new and/or improved 

methods for the synthesis of fluorine containing molecules. 3 We communicated earliefi on the synthesis of 

fluoromethylketones by pyrrolytic elimination in sealed tube at 180-182 OC (reactions carried out in 

refluxing toluene and xylene gave no desired fluoromethylketones) in low yields due to the difficulty in 

separating the products from sulfenic acid and the instability of the fluoromethylketones under reaction 

conditions. As part of our continuing exploratory work on the utilization of ce-fluoromethyl phenyl 

sulfoxide 1 as a fluorinated one-carbon reagent in organic synthesis, we have utilized a flash vacuum 

pyrolytic technique (FVP)s for the elimination of the sulfenic acid from a-fluom-phydroxy phenylsulfinyl 

adducts 2 to give the corresponding fluoromethylketones6 3 in synthetically useful yields (scheme 1). 

:: 

1. LDA (2 equiv) 
THl?HMPA. lo:1 

phRS\/F -78 “C, 2 h 
* Ph’ F 

2. RCHO 
F 

2: R=WIT (82%). Cl $2, (74%). C,3H2, W%), Ph (83%). PhCH, (91%) 

3: R= CsH17 (a%), Cl 1H23(48%), C13H27 (43%), Ph (57%). ~ht~2 (45%) 

Scheme 1 
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The following reaction conditions are representative. Compound 2 was subjected to flash vacuum 

pyrolysis (FVP) using a glass column (78 cm) packed with glass helices and the product was trapped in a 

flask immersing in dry ice-acetone mixture. The best conditions were; reaction flask temperature, 216 Oc 

and column temperature, 508 Oc at 0.1 mmHg. The pure fluoromethylketone 37 was obtained by PLC 

purification of the pyrolysate using either hexane or 5% ethyl acetate-hexane as an eluent. The yields are as 

indicated in Scheme 1. 

The a-fluoro-/3-hydroxy phenyl sulfoxides 2 were prepared in high yields by the reaction of 

aldehydes with a-fluoromethyl phenyl sulfoxide 1 using 2 equivalents of LDA in THF at -78 OC!. 

Presumably, the reactive species is the a,a-dilithio fluoromethyl phenyl sulfoxide.* When one equivalent 

of LDA was employed, the adducts were obtained in much lower yields. 
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