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Abstract 

The diol R,C(SiMe,OH), (R = Me,Si) has been shown to react with: SO,Cl, to 
give R,CSiMe,OSO,OSiMe,; SOCl, to give R,C(SiMe,Cl),; Me,SiI or Me,SiCl to 
give R,C(SiMe,OSiMe,),; R’COCl; (R’= Me or CF,) to give R,C(SiMe,O,CR’)- 
(SiMe,Cl); (R’CO),O (R’ = Me or CF,) to give R,C(SiMe,O,CR’),; with MeOH 
containing acid to give R,C(SiMe,OMe),; with neutral MeOH to give R,C- 
(SiMe,OMe) 2 and probably R ,&iMe,OSiMe,; MeLi to give R ,C(SiMe,OLi) z 
(and the latter to react with PhMeSiF, to give R,cSiMe,OSiMePhOSiMe,). The 
diacetate R,C(SiMe,O,CMe), reacts with CsF in MeCN to give R,C(SiMe,F),; it 
does not react with NaN, or KSCN in MeCN, but the bis(trifluoroacetate) reacts 
with these salts and with KOCN to give R,C(SiMe,X), (X = N,, NCS, NCO). 

Introduction 

Much novel chemistry has emerged from studies of highly sterically hindered 
compounds of the types R,C(SiMe,X) (R = Me,Si throughout this paper) and 
R,C(SiMe,Z)(SiMe,X) [1,2]. With the latter species, in which Z and X can be the 
same, there can be powerful anchimeric assistance by Z to the leaving of X [l-6]. 
We thus decided to undertake a study of the reactions of the diol R,C(SiMe,OH), 
(1) [7], which are of interest in themselves and as a source of other R,C(SiMe,X), 
species. 

R zC( SiMe,OH), R = Me,Si throughout 

(1) 

l$esults and discussion 

Reaction of 1 in CH,Cl, with Me,SiI proceeded readily, and that with Me,SiCl 
less readily to give in each case R,C(SiMe,OSiMe,),. Although in the latter there 
should not be particularly large steric hindrance to nucleophilic attack on the silicon 
of the OSiMe, group, the compound was unaffected by 1 M NaOMe/MeOH 
during 3 h under reflux or by a 9/l v/v mixture of MeOH and concentrated 
aqueous sulphuric acid during 18 h at room temperature. 
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Reaction of 1 with Me2SiC1, in CH,C12 seemed to give a complex mixture of 
products, but a simple six-membered ring species was made h?- treatment of 1 with 
MeLi followed by addition of MePhSiF,: 

Mei 
Si __,_ ;5 

1 + MeLl --+ 
MePhSl F2 1’ \ 

R2C(SIMeZOLI I? ___ * RZC. 5 MePh 
\ 
\ / 
S! --0 
Me? 

The dilithio derivative R,C(SiMe,OLi), was isolated as a solid. and it\ ‘H and .-Li 
NMR solution spectra were recorded, but attempts to determine its crystal structure 
by X-ray diffraction studies uere unsuccessful. apparentl\. hecau~ irl‘ er;tensi\.r 
disorder. 

Reaction 1 with sulphuryl chloride in CH,Cl 2 also gate Ji >ix-mtmhercd ring 
species: 

M?? 
si -0 

/I/ \ 
1 + SOzCL2 ----+ 92C 

1 i 
so> 

SI-0 
Me2 

Reaction with thionyl chloride gave the simple dichloride R ,C(SiMe ,C1)2: 

I+ SOCI 2 + R,C(Sih4e,C1)y 

Reaction of 1 with the anhydrides (C’H,CO),O and ((‘Fz;CO)10 gave’. as t’x- 
petted. the corresponding dicarhoaylates: 

1 i (R’CO),O + R,C( SiMe,O,CR’ )? (R’- CH, or (‘F:) 

The corresponding reaction also took place with henzoic anhydride. hut the 
product was not isolated pure. 

The reaction of 1 with MeCOCl took an unexpected course. Since R ;C( SiMe,OH) 
reacts with this chloride to give the acetate R ,C(SiMe30,CMe). \ve c\pected to _ _ 
obtain the diacetate R,C(SiMe20,CMe), from 1, but instead the dct‘t(lxy chlaI-ide. 
3. was exclusively formed. (Reactions with PhCOC‘I and c’ICH,C’OCi .lpparently 
proceeded in the same ua;y. but the products could not he isolated pure. There i.u 
some evidence suggesting rhat the dial 1 can. under appropr~atc c~mditions. fairI\ 
readily lose a molecult: of water to give the cyclic disiloxane. 2. and It ~5 iik~i~ that 7 
is formed by ring-opening attxk of MeCOCl on 2: 

Me? 
SI 

1 
-Ii20 ’ \\ / MeCOC 1 / 

SI MeZCi 

- R2C 

\QO - 

R: C 

‘\ 
StMe70JCMe 

Me? 

(2) (3) 
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Reaction of 1 with a 10/l v/v mixture of MeOH and concentrated aqueous 
H,SO, for 5 h at room temperature gave a high yield of the dimethoxide 
R,C(SiMe,OMe),. It can reasonably be assumed that protonation of one SiOH 
group of 1, followed by loss of H,O assisted by the other OH group (cf. assistance 
by the y-OMe group [5]) gives an intermediate cation (4) and this (or perhaps its 
conjugate base (3)) is then attacked by MeOH to give R,C(SiMe,OMe)(SiMe,OH). 
A similar process with assistance by the y-OMe group will then give 
R,C(SiMe,OMe),. 

1 
H+ 

---+ 

Me2 
Si -OH 

/ 
R2C 

\ 
Si- t;H2 

Me2 

Me2 
Si 

RC’ ’ 

2 \Si/O 

Me2 

(2) 

+ 

I MeOH 

/ / 
,/‘MeOH 

/’ 
/ 

I’ 
Y 

Reaction of 1 for 1 h with 1.1 M NaOMe/MeOH yielded, after work-up, an oil 
that was shown by GLC to contain two components in an ca. 20/l ratio, and from 
their mass spectra (obtained by GLC-MS) we judged these to be R,CH(SiMe,OMe) 
and R,CH(SiMe,OSiMe,OMe). We had expected rearrangement of the anion 
R,C(SiMe,OH)(SiMe,OP) to give R,C(SiMe,OSiMe,OH) and hence R,CH(Si- 
Me,OSiMe,OH) (for rearrangements of this general type see ref. S), and subsequent 
nucleophilic attack by MeOH at the relatively unhindered silicon centre of the 
SiMe,OH group in the latter would give R,CH(SiMe,OSiMe,OMe). The formation 
of R,CH(SiMe,OMe) presumably involves similar nucleophilic attack on the silicon 
of the C-SiMe,O- system of either R,CH(SiMe,OSiMe,OH) or R,CH(SiMe,OSi- 
Me,OMe); in the latter species, this centre is more hindered than that at the 
terminal silicon atom, but it is very much less hindered than the corresponding 
centre in R,C(SiMe,OH) or R,C(SiMe,OMe). 

Somewhat surprisingly, 1 was also found to react with neutral MeOH. When a 
solution in MeOH was kept in an NMR tube at 60” C, a complex set of peaks 
appeared in the 6 0.0-0.4 ppm region of the ‘H NMR spectrum. After 4 days the 
spectrum seemed to remain fairly constant, and the product was worked-up and 
appeared from GLC to be a mixture of two components (A) and (B), which gave 
mass spectra (by linked GLC-MS) consistent with their being respectively, the cyclic 
disiloxane 2 and the dimethoxide R,C(SiMe,OMe),. The ‘H NMR spectrum of 



‘Xh 

product A showed one larger peak and two smaller closely spaced peak< in 3,1 l,/‘l 
ratio. reasonably attributable tc, the Me,% and Me,% protons. the appe;lrance of 
two peaks for the latter being associated with different locations (roughI\, ;txial ;tnd 
eyuatorial) of the Me groups L\ ith respect to the non-planar f~tur-mcmher-i:ci ring 01 

The formation of the dimethouide R,C(SiMe,OMe), is difficult tc) account for-. 
Direct attack of MeOH on the silicon atom of an SiOH linkage is ver! unlikely in 
the absence of acid catalvsis. and furthermore. the c<mpouncI l<,<‘(SiMe,- 
OMe)(SiMezOH), which would be the product of such attack. wax t’t~nd ?o he inert 
to MeOH under the same conditions. On the other hand. there i\ 11~~ c>h\rlit~ MLI\ in 
L\ hi& the dimethoxide could bc formed directly from the ,vcIic- xp~~_~ic:~ 2. hinee 
attack of MeOH on the latter ihnuld give R~C(SiMelOMe)(S~~~~e,OJl 1. 

Surprisingly. in view of the reaction with MeOH. no reac.tion rcjoh place when a 
solution of 1 in CF3CHqOH was kept at 60 *C for .i v.4~. III cnntr;i>t. the closeI\ 
related R,C(SiMe,OMe)(SiMe,OJ-1) did react with this alcohol. and after a-orb-up 
after 7 days. GLC’ analysis rudicated the presence of I’t)ur compc)nentx t.4 1)) (in 
order of increasing retention time) in 311 ~3. 1.0/6.5, 20, '.5 r3tio. ~161 linked 
GLC-MS suggested that these were, respectiv-ely. the c\cl~i &siio~~ne 2. 
R,C(SiMe,0Me)(SiMezOCII,CF3), R,C(SiMe,OCJ1,C‘F: \(SIM~,C)H). and u]I- 
changed R,C(SiMe,OPl/le)(SiMz,OH). ‘The main product. R -(.‘(Sihle,O(.‘JJ,(‘F,)(Si- 
Me,OH), could have been formed by ring-opening attack of the ~)l~ent c,n 2. 

Reactions of the dicarboxylates RzC(SiMe,O,C‘Me), and R ,C’iSiMc~OzC‘CF3)~ 
with alkali metal salts MY in M&N were examined as a potentI: kourcc‘ 01‘ \-;rrit>us 
RLC(SiMe,Y): species. When :I solution of R,C(SiMe,O,lCMs), III MeC‘\ ~3s kept 
in contact with an excess cif C’sF‘ (very little of \vhich w3h ii: solution) <it 60” C. 
monitoring by ‘H NMR spectroscopy showed that a reactir,n VVI;~~ taking place. and 
that it was complete after 2 days. Work-up gave exciusivei\ the difluoridr 
R,C(SiMe?F),: 

R ,C( SiMe,O,CMe), + CsF -+ R ,C( SiMe, F), 

(The same product was obtained from the reaction in M&H). Thrsre wah no 
detectable reaction, however. with KSCN. NaN,. or KOCN in 3 week> III Me(.‘N at 
60 o c. 

The bis(trifluoroacetate) was more reactive, and reacted completely within 2 h 
with NaN,, KSCN, or KOC‘N in refluxing MeCN to give high yields of the 
corresponding R ,C(SiMe,Y), compounds nith \r’ = N,, NC‘S or NC‘<): 

I<,C(SiMe,O,CCF,), +~ Ye --a R,C(SiMe,Y), (Y = 3;. NC’S. or NC(,) 

No detectable reaction occurred when a solution 01’ RIC!SiMe,N, )? or 
R2C(SiMe,NCO), in MeOH or CF?CH,OH was kept at 60°c‘ f’or 3 Lvceks. The 
bis(isothiocyanate) R,C(SiMe,NCS)2. with its better leaving groups (cf. ref. 9), did 
react with MeOH at 60 0 C. with a half-life of 35 days, to gi;_, R -C’(SiT\le,OMe),. 
but there was no detectable reaction with C’F3CH,0H under the sa~;le cc,ndi’tion>. 111 
the reaction with MeOH. none of the intermediate R ,C(Si~le,O~~~e)(Si41e,NCS) 
was detected. and this was AS expected since anchimeric assistance h! the OMMC 
group to the departure of NC’S [9] makes this compound much mori’ re:jc:ivc‘ than 
the bis(isothiocyanate). 
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Reaction of R,C(SiMe,O,CMe)(SiMe,C1) with KSCN or NaN, in refluxing 
MeCN gave R,C(SiMe,O,CMe)(SiMe,NCS) and R,C(SiMe,O,CMe)(SiMe,N,), 
respectively. 

Experimental 

General 
Solvents were dried by standard methods. Reactions were carried out under dry 

N,. Alkali metal salts were dried at 50 o C and 0.1 Torr for 8 h. 
For GLC a Pye-Unicam GCD instrument fitted with a column of 3% OV-17 on 

Chromasorb G and a flame-ionization detector was used. For linked GLC-MS the 
same packing or (where stated) 5% OV-101 on Chromasorb G was used. 

Spectra 
The ‘H NMR spectra were, unless otherwise stated, recorded with solutions in 

Ccl, containing CH,Cl, or CHCl, as lock and reference. Solutions in Ccl, 
containing C,D, as lock were used for i9F NMR spectra (recorded at 75.4 MHz) 
and shifts are in ppm relative to external CFCl,. Similar solutions were used for i3C 
(at 90.5 MHz) and 29Si (at 71.5 MHz) NMR spectra, and shifts are in ppm relative 
to SiMe,. The ‘Li NMR spectra (recorded at 139.9 MHz) were recorded with 
solutions containing C,D, as lock and external aqueous LiNO, as reference. 

Solutions in Ccl, were used for IR spectra. Mass spectra were by electron impact 
(EI) at 70 eV; in most cases only selected significant ions are listed. 

Preparation of R,C(SiMe,OMe) (cJ: ref 10) 
A solution of AgClO, (5.2 g, 0.025 mol) in MeOH (30 cm3) was added dropwise 

to a rapidly stirred mixture of R,CSiMe,I (10 g, 0.024 mol), MeOH (60 cm3), and 
CH,Cl, (20 cm3). The mixture was subsequently kept under reflux for 30 min then 
cooled and filtered. The filtrate was evaporated under reduced pressure, and the 
residue extracted with hexane. The extract was filtered, then evaporated under 
reduced pressure to give R,C(SiMe,OMe) (7.4 g, 96%); 6(H) 0.23 (27H, s, Me,Si), 
0.27 (6H, s, Me,Si), and 3.37 (3H, s, OMe). 

Preparation of R,C(SiMe,OH), (1) (cjI ref: 13) 
Concentrated sulphuric acid (125 cm3) was added with stirring during 0.5 h to a 

solution of R,SiMe,OMe (2.50 g) in CH,Cl, (25 cm3). The mixture was stirred at 
room temperature for a further 0.5 h, and then very cautiously added dropwise to a 
stirred ice-water mixture (500 cm3). Extraction with three 150 cm3 portions of 
CH,C12, followed by washing, drying (MgSO,), filtration, and evaporation of the 
extract left a solid, which was sublimed at 70” C under vacuum to give 
(Me,Si),C(SiMe,OH), (2.0 g, 83%), 6(H) (CDCl,) 0.24 (18H, s, Me,Si), 0.35 (12H, 
s, Me,Si), and 1.86 (2H, br, OH). 

Reuctions of R,C(SiMe,OH), (1) 
With SO,Cl,. Redistilled SO,Cl, (1.04 cm3, 12.9 mmol) was added to a solution 

of 1 (1.0 g, 3.25 mmol) in CH,Cl, (15 cm3). The mixture was refluxed for 3 h then 
evaporated under reduced pressure. The solid residue was recrystallized from 



pentane to give 4.4.h,6-tetran~ethyl-5.5-bis(trin~eth~lsil~l)-l.3-dic~~a-~-dios~~thia-4.6- 
disilacyclohexane (1 .I 4 g. 95’?), m.p. 170°C (with decomp.). (FOLIIX~: C‘. 35.3: H. 

8.2. C,,H,,,O,SSi, talc: C. 35.7; H. X.1”;): 6(H) 0.32 (1SH. 5. Siklc,) an<1 0.67 (1711. 
s. SiMe,); rt~,/‘: 355 (307,. [:2/1 - Me] -). 290 (20. 1 :\I ~~ SO,] ). 175 (?5. [.I1 SO; 
Me] * ). 261 (20). 203 (20). IX7 (X0). 129 (45). 7’1 (100. [Me,Si] 1. 64 (40. [SO-] ). 50 
(30. [Me,HSi]’ ). 45 (10. [McHISi]’ 1. 

C+‘ytth SOc‘/,. A niixtllre of 1. (0.50 g. 1.62 nimc~l). (‘Hq(‘i J (lib ~~fn). and 
redistilled SOCl, (1.2 cm’. 16.2 mmol) was refluxed for 5 11.. E\ap<~rati0n under- 
reduced pressure left a solid. kvhich wan sublimed (1 15’ C’ tit ij.2 ‘1 L.VT) to gi\.c 
R,C(SiMe,Cl), (cf. ref. 11) (0.46 g. 827). m.p. .i 330 0 C‘: (5( if j (1.3h. (1 Sti. II” Sillr, ) 
and 0.70 (12H, s. SiMe,): t)!,,‘.: 329 (4OF’. [!W -- Mc] 1. 321 th!i. i If Y’vlc:Si(‘! - 
Me]’ ). 73 (100). 59 (30). :md 45 (25). 

Witl7 Mc ,SiI umi Mc ,Si( ‘i (i j To n solution cjf 1 (1 .O s. 3.25 mrnoil in C’H,c‘I 1 
(15 cm’) was added \fe,Sil (0.96 cm’. 7.14 nimolj, The mixture. pr<Jteclcd from 
light. was stirred at room temperature for 3 h, then Me( )H (30 cm1 ) \+‘:I> hirtl ami 
the mixture was kept overnight at ~ 20 ” c’. -I hc cr\,stals fornicti \jw-c filter& off. 
and recrystallized from pentane to give R,C(SiMe,OSihfc, i: (I.1 g. 7.5’1). mp. 
87°C (Found: 45.4: f-1. 10.2, <‘,7Hss0,Sih talc: C‘. 45.1; H. 10.6’;): (Y(H) 0.10 (1X1-I. 
b. SiMe,). 0.21 (1811. s. SlMe,). and 0.27 il2Ii. 5. SiMe, j: 1~1 : J.37 illjOY. 
1 M -- Me] ’ ). 349 (10. [ it4 bfe,Si -- 1Lle] ’ ). 275 (S. [,41 %lc,SiOSihlc; kfc] ). 

(ii) A similar procedure (~~ithwt protection from light) hut ~.~th hte,SiC‘l. 6 h 
reflux. and recrystallization from MeOH. ga\e R ,C’(Si?vle~OSible~~ >_ ib.iih proper- 
ties identical to those :tbov~. 

&‘ith Me1.i mu/ rhm 44cPhSiF,. (i) A 1 .1 .21 solution of hlr1.i ( i ,!3 cm’. I .?h 
mmol) was added with stirring t<l a solution of 1 (0.20 g, 0.6S mrnnl) in THF ( 10 
cm3J. Gas was evolved. The solution was stirred for 3 11 (prc~bahl\ utlIlecess;iril?) 
then B sample was removed and the ‘H and ‘Li NMR spcctrs or the ><bluti<>n \\crc 
recorded: 6(H) 0.03 (12F1. 4. SiMe,) and 0.23 (18~1. \, SiMc, J: (ttwr-c \vas ncj 
detectable .signal from residual Mel-i at S(H) -- 3.40): 6( Lij (\vith IOr; C-, I), addcdj 
- 0.219 (hrj. 

(ii) A solution of R,C(SiMe,OLi), (1.62 mmol), prepared as above frwl 1 jO.SCJ 

g) in THF (20 cm’). \vas added to a solution of MePhSiF: (0.76 g. 1.01 mmol) in 

THF (20 cm-‘). The mixture was refluxed for 1 h ihen ~tllou~tl tc> ~)ol. and Ihe 
solvent was removed under r-educed pressure. The solid residue M 21, e\rractrd Lvith 
hexane, and the extract was filtered and evaporated to glvc* ;L solid. ahich \t ah 
recrystallized from MeOH ( 10 cmi 1 at - IO”C and then sublimed (hii-‘C’ at 0.2 
Tnrr) to give 2.4,4.6.h-pent;~meth~l-5,5-bis(tri~~~eth~lsii~lj-~~-phcn~l- I .!-dic~~a-?.,A.& 
trisilacyctohexane (0.42 g. US). n1.p. 63” C (Found: C‘. SO.?: H. X.5. f is II :sOl!ii, 
talc: C. 50.6: H. 8.9:;‘;): 6(lH) (lo/l v/‘v c’(‘i,,/, ‘C‘,T>,,: 360 MlHz) O.lh3 (9H. A. 
SiMe,). 0.274 (6H. s. SiMe,). 0.3.19 (12H, s, SiMe, +- Si,IlcJPh). 0.444 (61-1. s. SiMr, 1. 
and 7.3-7.65 (5H, m. Ph): v(SiOSi) (CCl,) 1010 cm ‘: Iti,,‘: 41 1 (I(j I II Mej ’ j, 
395 (15. [M - MeH -- Me] _ j. 135 (35. [Me,PhSi] ’ ). 73 (XS). 

Wirh MeOH. 01 117 the p~~twc~c~ 0.f IfTS04. Concentrated hulphur1c acid ( I .S 
cm”) was added to a snluticw of I (<).?O gj-in hleOH (IS cnj’) and the mixture \\a:, 
stirred for 5 h then added to ;1 mixture of pentane (20 cm’ ) ;tnti wats (20 cm 1. 
Vigorous shaking follou.ed by separating. washm g, drying ( MgSO, ) ad t‘\.aporation 

of the organic layer gave R,C’(SiMe,OMe), (0.19 g. X77). m,p Zh9”(‘ till. [12j~ n1.p. 
270°C): S(H) 0.21 (s. SiMe, j. 0.26 (s. SiMe, ). .2.3X (s. OMc:. 
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C,,H33N0,SSi, talc: C, 42.9; H, 8.4; N, 3.6%); 6(H) 0.30 (18H, s, SiMe,), 0.52 
(6H, s, SiMe,NCS), 0.59 (6H, s, SiMe,O,CMe), and 2.05 (3H, s, SiMe,O,CMe); 
V(SiNCS) (Ccl,) 2050 cm-‘; m/z 376 (lOO%, [M - Me]+), 334 (70 [M - COCH, 
- Me]+), 333 (90, [Me - COMe - Me]+), 318 (20, [M - NCS - Me]‘), 275 (90), 
245 (20, [M - Me,SiNCS - Me]+), 73 (80). 

(ii) A mixture of R,C(SiMe,O,CMe)(SiMe,Cl) (0.50 g, 1.36 mmol), NaN, (0.44 
g, 6.8 mmol), and MeCN (35 cm3) was refluxed for 6 h. Work-up as in (i) gave 
R,C(SiMe,O,CMe)(SiMe,N,) (0.53 g, 82%) (Found: C, 41.5; H, 8.9; N, 11.0. 
C,,H,,N,02Si, talc: C, 41.6; H, 8.8; N, 11.2%); 6(H) 0.30 (18H, s, SiMe,), 0.50 
(6H, s, SiMe,N,), 0.55 (6H, s, SiMe,O,CMe), and 2.01 (3H, s, SiMe,O,CMe); 
V(SiN,) (Ccl,) 2140 cm-‘; m/z 360 (20%, [M-Me]+), 317 (10, [M-Me- 
HN,]+), 275 (100, [M - HN, - COCH, - Me]+), 245 (15, [M - Me,SiN, - Me]+). 

Treatment of R,C(SiMe,OMe)(SiMe,OH) with MeOH or Cc$ZHZOH 
(i) A solution of R,C(SiMe,OMe)(SiMe,OH) [7] (10 mg) in MeOH (0.5 cm3) in 

an NMR tube was kept at 60” C. The ‘H NMR spectrum was unchanged after 8 
days, and removal of the solvent left unchanged starting material. 

(ii) In a similar procedure but with CF,CH,OH as solvent, a complex set of 
peaks in the S 0.1-0.5 range had appeared within 1 day. Evaporation of the solvent 
under reduced pressure left a solid, which from analysis by GLC seemed to contain 
four components, (A-D) (in order of elution) in the ca. ratio 1.0/6.5/20/7.5. From 
the mass spectra, obtained by linked GLC-MS, these appeared to be: (A) the cyclic 
disiloxane 2 (m/z 290 (15%, [Ml+), 275 (100, [M - Me]+); (B) R,C(SiMe,- 
OMe)(SiMe,OCH,CF,) (m/z 389 (lOO%, [M - Me]+), 357 (10, [M - MeOH - 
Me]‘), 309 (25), 275 (20, [M - MeOCH,CF, - Me]‘), 201 (35), 73 (80); (C) 
R,C(SiMe,OCH,CF,)(SiMe,OH) (m/z 375 (25%, [M - Me]+), 275 (100, [M - 
CF,CH,OH - Me]+), 73 (45); (D) unchanged R,C(SiMe,OMe)(SiMe,OH) (m/z 
307 (25%, [M - Me]‘), 307 (25%, [M - Me]+), 290 (10, [M - MeOH]+), 275 (100, 
[M - MeOH - Me]+), 187 (25), 73 (50). 

Treatment of RzC(SiMe,0SiMe,)2 with MeOH/ NaOMe and with MeOH/ H,O/ 

HJO4 
(i) A solution of 1 (0.25 g) in 1.0 M NaOMe/MeOH (20 cm3) was refluxed for 3 

h then added to a mixture of hexane (25 cm3) and sufficient 2 M HNO, to 
neutralize the base. The mixture was shaken and the organic layer then separated, 
washed, dried (MgSO,), and evaporated to leave exclusively unchanged starting 
material. 

(ii) A solution of R,C(SiMe,OSiMe,), (0.15 g) in CH,Cl, was mixed with 
MeOH (18 cm3) containing concentrated aqueous H,SO, (2 cm3). The mixture was 
stirred overnight then worked up as above (but with water in place of the aqueous 
HNO,) to give exclusively unchanged starting material. 
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