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Abstract: 1,3-Dichloroe-1,1,3,3-tetraisopropyldisiloxane (I) forms an 8-membered

ring (1Xla) with glycerol, a 7-membered ring (Va) with D-erythropentose phenyl-
osazone (IV) and linear polymers with 1,4-butanediol resp,

1,3-Dichloro-1,1,3,3-tetraisopropyldisiloxane (I) gives 3,/50-protected
derivatives of ribonucleosidesl'2 and arabinonuclecsides™ by fast resction
with the primary 5I0H function followed by intramolecular ring closure with
the secondary 3-0H group. The reaction of I with a nucleoside bearing the
secondary hydroxyls only [l-(Sadeoxy-d-L-talofuranosyl)uracil] led to a
7-member ring closure i.e, the 2,;3l0-silyl derivative was obtaineda.

In order to establish the scope and limitations of the reaction of I,
its reactions with some open chain polyhydroxy compounds were performed, The
reaction of glycerol (II) could possibly lead to either 7- or 8-membered ring
formation when the reaction would employ two primary OH groups or a primary
and a secondary hydroxyls respectively. The reaction4 gave one product only
(I1la), The position of free hydroxyl function was established by comparison
1.3:8 14 the
spectrum of IIIa the protons HB'H7 and H8 formed a complex multiplet in the

of "H-NMR spectra of the product and its acylated derivatives

region & 3.6-4.0, After in situ acylation3'5 with trichloroacetyl isocyanate
the signals of H. appeared at o 4,96 (J=5Hz) and Hg and Hg at d 4,00 (J=5Hz)
(in IIIb), Therefore I reacts exclusively with both primary OH groups of II
under the formation of 2,2,4,4-tetraisopropyl-1,3,5=-trioxa-2,4-disilacyclo-
octane-7-0l (Illa).

The question arose whether a S-membered ring could be formed, To study
this problem the reaction of I and 1,4-butanediocl was examined. In this case

a mixture of polymeric compounds was obtainedd.
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li-Pr); Si=0-Sili-Prl,

CL cl
| HC=NNHPh HC=NNHPh
| |
C=NNHPh C=NNHPh
| |
CH,0H CH,0Sili-Prl, HCOH ~ —=  HCOR
| l ! |
CHOH ——= ROCH 0 HCOH HCOS;li-Pr,
l | | | 0
CH20H CHZ0si li-Prl, HaCOH H,COS1(i - Pr,
I lla R=H \ Va R=H
lilb  R=Cl3CONHCO Vb R=CH3CO

Another problem was to check whether the intramolecular cyclization with
the secondary OH group would lead more easily to a 7- or an B-membered ring
formation, To check this a substrate containing 1,2,3~triol system was requie
red, D-Erythropentose phenylosazoneG {IV) was chosen for this purpose. The
reaction of I and IV resulted in a single product (Va). The signal of the pro-
ton Hy overlapped with the signals of Hy and Hg at b 3,6-4,4 in the spectrum
of Va was shifted downfield after acetylation {Vb) to & 5,17 forming & doublet
{(I=6,5Hz), These data indicated the structure of Va as 4,5-0-(tetraisopropyl)-
disiloxane«l,3=diyl}~D-erythropentose phenylosazone,
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