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Table 1. Preparations of Various Siloxanes?

e Me Me TFOH/H,O(air)
R——Si—@ or R—Si—Si—@ —_—
I\I/Ie I\I/Ie I\I/Ie benzene
1
I\I/Ie I\I/Ie Me Me I\I/Ie I\I/Ie
R-Si-O-Si—R 0r R—Sj—Si—0—Si—Si—R
I\I/Ie I\Ille 5 Me Me Me Me
I\I/Ie I\I/Ie 'Y'e Me
NS —O0—Sia~~ e~ O =S T
Me Me Me I\I/Ie
5a 50mol% 89% 5b 60mol% 90%
I\Ille I\I/Ie I\I/Ie Me Me Me Me I\I/Ie
CH3(CHy)14CH,-Si—0—Si—CH,(CHy)16CH; Me-CIJ—SIi—-Si—O—-Si—Sli—-C—Me
Me  Me MeMe Me  Me Me Me
5c 50mol% 100%” 5d 25mol% 94%"
Me I\I/Ie l\l/Ie I\l/Ie Me Me Me Me I\I/Ie Me Me Me
| .l L . .
H-C—C—Si—8i-0-8i—8i—C—CH cl~Si—si-0-si—si~~Cl
Me Me Me Me Me Me Me Me Me Me I\I/Ie Me

5e  50mol% 58%" 5f  50mol% 77%"

The reactions were carried out in benzene (2ml) in open
system at room temperature.bThe reactions were carried out
non-solvent in open system at rt. Siloxanes were isolated from
the reactions mixture.
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Table 2. A Caking Reactions of Phenyl Silicone (FK-54:

6a) by the treatment of TfOH-Air?

@ '\l"e TFOH/H,O air) ?1/2 '\l"e
Si—o Si—0— ——— = 1 si—0 Si—o0
| | | |
Me n Me m Me o Me m
m=1

6a n=12 7a

6a TfOH mol% Caking Time 7a
(mmol)  (mmol) (h) (%)

4.0 05 12,5 LP

4.0 0.8 20.0 2.0 65

4.0 1.0 25.0 15 69

4.0 15 375 1.5 65

4.0 20 50.0 15 89

®The reactions were carried out in open system at room temperature.

BThe mixture didn't cake and was liquid.
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Table 3. Effect of Reaction Time for Caking of Phenylmethyl-

silicone (6b) by the Treatment of TFOH-Aira

|
Q TFOH/H,0 (air) Q Q12

Si—0 Si—0 Si—0
l\l/le n |\|/Ie | L Me m
6b 7b

6b  TfOH Reaction Solid Yield ~Ph group”

(mmol) (mmol) mol% Time (h) (%) (%)

5.0 1.0 20 2.0 57 55.2

5.0 1.0 20 3.0 43 50.7

5.0 1.0 20 4.0 40 44.0

5.0 1.0 20 5.0 67 38.8

5.0 1.0 20 10 99 38.3

5.0 1.0 20 20 100 36.9

2The reactions were carried out in open system at room temperature.
bThe remaining amount of phenyl group of 7b was estimated by IR
mesurement.
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Fig.1. TGA Profile of Network Silicone from
Phenylmethylsilicone (6b) added 16 mol% of TfOH
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(3) Phenylmethylsilicone  (6a: KF-54  of
Shin-Etsu Chemical Co.,Ltd) includes 27.2 %
of phenyl group toward methyl group in the
result of 'H-NMR measurement. It was
estimated that the ratio of phenylmethylsiloxy
unit and dimethylsiloxy unitis 1.2 : 1.0.

(4) Phenylmethylsilicone (6b) made by Gelest,
Inc.



