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We are reporting a striking contrast between t-BuLi and n-BuLi in some ex-
change reactions involving 1,3,5-trifluorobenzene (I). With t-BuLi, followed by
treatment with chlorotrimethylsilane, all three fluorine atoms are replaced to
give 1,3,5-tri-t-butylbenzene (11} in yields of 72%, with no apparent metalation
products. With n-Bul.i, under corresponding conditions, (I) gives predominantly
1,3,5-trifluoro-2,4,6-tris(trimethylsilyl)benzene (T1II) as well as products from
the partial metalations: 1,3,5-trifluoro-2-trimethylsilylbenzene and 1,3,5-tri-
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fluoro-2,4-bis(trimethylsilyl)benzene. The course of reaction is highly sensitive
to experimental conditions, particularly temperature.

The structures of the several compounds were established by elemental
analysis, spectroscopieally (including '°F NMR); and by comparison with
authentic specimens of (II) and of (III). We are grateful to Professor Philip C.
Myhre for a sample of (II), and to Professor Nobuo Ishikawa for a specimen of
(I1I).

The contrasts between n-BuLi and t-BuLi in some exchange reactions of
p-difluorobenzene and of fluorobenzene show significant differences in the
position and in the extent of metalation. In ths connection it is interesting to note
that t-Buli reacts with hexafluorobenzene to give a 92% yield of 1,4-di-t-butyl-
tetrafluorobenzene. However, under corresponding conditions, n-BuLi with hexa-
fluorobenzene gave a mixture of n-butylpentafluorobenzene; 1,4-di-n-butyltetra-
fluorobenzene; 1,2,4-tri-n-butyliriflnorobenzene; and 1,2,4,5-tetra-n-butyldi-
fluorobenzene [1,2].
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