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Experimental Part

Materials. All manipulations were performed under an inert @gphere using standard
Schlenk techniques or an Flled glove box. Solvents, silanes, amines amdlabls were
purchased from commercial vendors, dried by stahdethods and distilled prior to use.
Karstedt's catalyst (2.1 — 2.4 wt-% Pt in xyleneshutyllithium (1.6 M in hexanes) and
sodium cyclopentadiene (NaCp) (2 M in THF) wereduas received. Compounds,
1d, and2 were synthesized as reported elsewHefe.

Equipment. NMR spectra were taken on either Varian Gemini 200300, Varian
Mercury 300 or 400 or Unity 500 spectrometéks. and*C-NMR chemical shifts were
referenced internally to residual solvent peaksj &$i-NMR chemical shifts were
referenced externally to Si(G)d. All NMR data are reported for ¢Ds solutions.
Molecular weights were estimated by gel permeattbnomatography (GPC) using
equipment as described elsewh&r@nd are reported relative to polystyrene standards
Mass spectra were obtained with a VG 70-250S masstrometer operating in electron
impact (El) mode. Differential scanning calorimetfipSC) was performed using

equipment as described elsewhére.



Hydrosilylation Reactions. Hydrosilylation reactions were carried out usirtg-5100 mg

of polymer in toluene solution, with a 2 — 3 foldcess of silane, and using ca. 0.2 — 0.3
mol-% Pt, relative to olefinic groups, as cataly®éactions with the chlorosilanes were
performed at r.t., and those withs&iH were performed at 60 °C. NMR characterization
data are given only for those products which w@&@ % hydrosilylated.

Reaction of 4 with Et3SH. To a solution o#4 (80 mg, 0.28 mmol) in toluene (3 mL),
Et:SiH (65 pL, 0.76 mmol) and Karstedt's catalyst (§ were added. The mixture was
stirred overnight at 60 °C, concentrated, prededanto methanol and pumped dry to
give 81mg (75%) of a red solidH NMR analysis indicated 76 % conversion of the
olefin groups. GPQM, = 17 100M,, = 41 600; PDI = 2.43.

Reaction of 4 with Ph,CISH. A toluene (8 mL) solution off (80 mg, 0.28 mmol),
PhCISiH (100 puL, 0.48 mmol) and Karstedt's catalygtyl) was stirred overnight at
room temperature, concentrated, precipitated iet@hes and pumped dry to give 73 mg
(52 %) of a red solid.

'H-NMR: & 0.65 (s, 3H, Si-83); 1.34 (s, 2H, Si-B,); 1.80 (s, 2H, Si-CHCHy); 3.64

(s, 2H, Si-O-E,), 4.1-4.45 (m, 8H, Cpd); 7.02 (m, 4HmM-Ph); 7.50 (m, 4Ho-Ph); 7.62
(m, 2H,p-Ph)). °C-NMR: & -1.34 (SiCHs); 13.48 (SiCHy); 27,14 (Si-CH-CH,); 65.71
(Si-O-CH,); 70.08 (Cp: SiE); 72.85 (Cp:C? C°); 74.66 (Cp:C>, C%; 128.91 {pso-Ph);
131.57 0,p-Ph); 135.211+Ph).?°Si-NMR: § 2.70 (1SiSICp,); 11.38 (1SiSPhy).

Reaction of 4 with MeCl,SH. Performed similar to that above, using a solubba (65
mg, 0.23 mmol), MeGEiH (150 pL, 0.97 mmol) and Karstedt's catalyst (@0 in
toluene (3 mL)*H NMR analysis indicated that 100 % conversionha olefin groups

occurred during the hydrosilylation reaction.



H-NMR: & 0.45 (s, 3H, CpSi-Bs); 0.73 (s, 3H; GSi-CHs); 1.00 (s, 2H, Si-6); 1.67

(s, 2H, Si-CH-CH,); 3.62 (s, 2H, Si-O-8,); 4.05-4.65 (m, 8H, Cpt). ’C-NMR: & -
1.43 (SiCHa); 5.30 (Si-CHa),); 18.43 (Si€Hy); 26.41 (Si-CH-CH,); 64.90 (Si-O€Hy);
69.99 (Cp: SiE); 72.92 (Cp:C?, C%); 74.36 (CpC3, C%. °Si-NMR: § 2.99 (1Si,SCp);
33.41 (1SigCly).

Reaction of 5 with Et3SH. A toluene (3 mL) solution 06 (75 mg, 0.28 mmol), ESiH
(65 pL, 0.79 mmol) and of Karstedt's catalyst (6) was stirred overnight at 60 °C,
concentrated, precipitated into methanol and puntpgdo give 65 mg (64%) of a red
solid. *H-NMR analysis of the product indicated that ca.%2conversion of the allyl
groups had occurred.

Reaction of 5 with Ph,CISH. A solution of5 (75 mg, 0.28 mmol), BEISiH (100 pL,
0.48 mmol) and Karstedt's catalyst (6 pL) in tolegl3 mL) was stirred overnight at
room temperature, concentrated, precipitated iet@hes and pumped dry to give 82 mg
(64%) of a red solidH-NMR analysis of the product indicated 38 % cosi@r of the
allyl groups.

Reaction of 5 with MeCI,SH. A solution of 50mg ob (50 mg, 0.19 mmol), MeG$iH
(100 pL, 0.65 mmol) and Karstedt's catalyst (6 ph)toluene (2 mL) was stirred
overnight at room temperature, concentrated, pitatgal into hexanes and pumped dry
to afford a red gum:H-NMR analysis indicated 75 % conversion of thglajroups in

the hydrosilylation reaction.
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