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Highly selective anodic mono- and difluorination of
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synthetic application†
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Abstract—Anodic fluorination of 4-phenylthiomethyl-1,3-dioxolan-2-ones was successfully carried out to provide the corresponding
�-mono- and �,�-difluorinated products selectively, depending on the amount of the electricity passed. The fluorination was also
greatly affected by solvents, temperature and current densities. The fluorinated products were readily converted into the corresponding
fluorinated allyl alcohol and diols by treatment with an alkaline solution. © 2001 Elsevier Science Ltd. All rights reserved.

Fluorine-containing allyl alcohols and 1,2-diols are use-
ful building blocks for the preparation of valuable
organofluorine compounds such as fluorinated sugars.2

However, their preparation is still limited.3 Recently,
electrochemical partial fluorination of organic com-
pounds has been shown to be a new powerful method

Table 1. Anodic fluorination of 4-phenylthiomethyl-1,3-dioxolan-2-one (1)

Run Electricity (F mol−1)Solvent Temp. (°C) Current density (mA cm−2) Yield (%)aSupporting electrolyte

32

0Et3N·3HF 21 20MeCN 10 0
CH2Cl2 Et3N·3HF 22 20 10 48 4

26610203 4Et3N·3HFCH2Cl2
DME Et3N·5HF 24 20 10 24 5

1Et4NF·4HF 2 205 10DME 22
DME Et3N·3HF 26 20 10 22 0

7 DME Et3N·3HF 8 20 10 40 8
8Et3N·3HFDME Trace738 1040

DME Et3N·3HF 489 40 10 17 40
10 68Trace404048Et3N·3HFDME

659404016Et3N·3HF11 DME/MeCN
(50/50)

a Isolated yield.

* Corresponding author. Tel./fax: +81-45-924-5406; e-mail: fuchi@echem.titech.ac.jp
† For Part 49, see: Ref. 1.
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for selective fluorination.4 We have reported selective
anodic fluorination of various organo sulfur com-
pounds.5 With these in mind, we studied anodic fluori-
nation of 4-phenylthiomethyl-1,3-dioxolan-2-ones (1) in
order to synthesize fluorine-containing allyl alcohols
and diols.

At first, we carried out anodic fluorination of 1 at
platinum electrodes in an undivided cell under different
conditions using various fluoride salts as a supporting
electrolyte and a fluorine source.6 Constant current was
applied. The results are summarized in Table 1.

As shown in Table 1, no fluorinated product was
formed in MeCN (run 1). In contrast, monofluorinated
product 2 was obtained in moderate yield in CH2Cl2
(run 2). However, further oxidation of 2 resulted in a
drastic decrease in the yield of 2 and the corresponding
difluorinated product 3 was formed (run 3). On the
other hand, the use of dimethoxyethane (DME) pro-
vided monofluorinated product 2 in reasonable yields
regardless of the supporting fluoride salts (runs 4–6). In
these cases, a large amount of the starting material 1
was recovered. Among the electrolytes used, Et3N·3HF
gave the best product selectivity (run 6). In order to
increase the yield of 2, the electrolysis of 1 was carried
out by using Et3N·3HF/DME until the starting 1 was
consumed. Thus, the product yield increased consider-
ably when 8 F/mol of charge was passed (run 7).

Next, the electrolysis was investigated at a higher tem-
perature. Interestingly, the anodic fluorination of 1 at
40°C gave monofluoro product 2 selectively in good
yield (73%) (run 8). The increase of the yield of 2 can be
accounted as follows. We have already proposed a
Pummerer type mechanism for the anodic fluorination
of sulfides.7 Therefore, the anodic fluorination of 1
seems to proceed similarly as shown in Scheme 1.

Elimination of hydrogen fluoride from the fluorosulfo-
nium intermediate A should be facilitated at a higher
temperature. Thus, we could obtain the desired
monofluorinated product 2 in good yield. The product
2 was found to be a diastereoisomeric mixture (7:3).8

Further anodic oxidation at 40°C provided difluori-
nated product 39 preferentially (run 9). In order to
increase the yield of 3, the applied current density was
increased from 10 mA cm−2 to 40 mA cm−2 (run 10).
Expectedly, the yield increased markedly to 70% and 3
was obtained predominantly. Thus, it was found that
the electrolysis at a higher current density and higher
temperature was suitable for the difluorination of 1.
Although, DME was suitable for anodic fluorination of
1, a large excess amount of electricity was necessary for
the formation of the difluorinated product 3 due to the
simultaneous oxidation of DME. Next, we used a
mixed solvent of DME/MeCN for the anodic fluorina-
tion in order to decrease the amount of the necessary
electricity. Eventually, the required electricity was
reduced to one-third by using DME/MeCN (50:50) and
the desired difluorinated product 3 was obtained in an
acceptable yield (run 11).

Finally, deprotection of the carbonate group of 2 and 3
was attempted. Alkaline hydrolysis of 2 resulted in
decomposition of 2. Therefore, 2 was converted into the
corresponding sulfone and then alkaline hydrolysis was
carried out at room temperature to provide the corre-
sponding allyl alcohol derivative 410 quantitatively
(79% yield from 2) as shown in Scheme 2.

On the other hand, difluorinated compound 3 was
directly converted into the corresponding diol 511 by
alkaline hydrolysis at room temperature as shown in
Scheme 3.

The compound 3 was also readily converted into the
corresponding difluoro sulfonyl diol derivative 612 by
the oxidation of 3 with mCPBA followed by alkaline
hydrolysis at room temperature as shown in Scheme 4.

Scheme 3.

Scheme 1.

Scheme 2.
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Scheme 4.

The products 4–6 have multi-functional groups. There-
fore, they seem to be useful fluorinated building
blocks.13

In conclusion, we successfully carried out selective
anodic mono- and difluorination of 4-phenylth-
iomethyl-1,3-dioxolan-2-one and the fluorinated prod-
ucts were easily converted into monofluoro allyl alcohol
and difluorodiol derivatives in good yields.
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