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Figure S1. 'HNMR (CDCls;) spectrum of(CISiMe;(CH,)s)(i-C4Hg)7SisO12 (1)
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Figure S2. 3C NMR (CDCls) spectrum of (CISiMe,(CH,)3)(i-C4Ho)7SigO12 (1)
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Figure S3. 2°SiINMR (CDCls) spectrum of (CISiMex(CH,)s)(i-C4Ho)7SigO12 (1)
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Figure S4. 'HNMR (CDCls) spectrum of (HSiMe2(CHa)3)(i-C4Hg)7SisO12 (2)
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Figure S5.
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3C NMR (CDCls) spectrum of (HSiMe(CH,)s)(i-CsHg)7SisO12 (2)
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Figure S6. °SINMR (CDCls) spectrum of (HSiMe,(CH.)s)(i-C4Hg)7Sis012 (2)
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Figure S7. 'HNMR (CDCls3) spectrum of {(HSiMe,(CH,)3)(i-C4Hg)sSizOo(OH)3} (3)
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Figure S8. 3C NMR (CDCls) spectrum of {(HSiMe;(CH.)3)(i-C4Hg)sSiz0s(OH)3} (3)
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Figure S9. SiNMR (CDCl3) spectrum of {(HSiMe,(CH,)3)(i-C4Hg)sSizOo(OH)3} (3)
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Figure $10. *SiINMR (CDCls) spectrum of (p-CISiMey(CH,)2CsHa)(c-CsHi1)7SigO12 (4)
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Figure S11. 'HNMR (CDCls) spectrum of (p-HSiMex(CH2),CsHa)(c-CsH11)7Sis012 (5)

m ‘
- |
o /
w
= 4,,_. 7.240
o (
. ~
o |
m.
)]
oo P (
-~ g
: (
f
w
(=}
& )
F
v
> 1.713
. - —=—= 1.680
- .
. ¢ |
@ C. . 1.208
~ , N 1.193
w [ I
. %
$ |Ill('
s\
o P o - S — 0.049
~ =] -



Figure S12. 2SiNMR (CDCls) spectrum of (p-HSiMex(CH2)2CsHa)(c-CsH11)7Sig012 (5)
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Figure S13. 1HNMR (CDC|3) spectrum of (p-HSiMez(CH2)2C6H4)(C-C6H11)68i709(OH)3 (6)
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Figure S14. *C NMR (CDCl3) spectrum of (p-HSiMe;(CH2),CsHa)(c-CeH11)6Siz0s(OH)s (6)
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Figure S15. *HNMR (CDCl3) spectrum of [{(HSiMex(CH,)s)(i-CsHo)sSi7012} Ti(OPr)] (7)
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Figure S16. >SINMR (CDClIs) spectrum of [{(HSiMe,(CH.)s)(i-C4Ho)eSiz012} Ti(OPI)] (7)
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Figure S17. tHNMR (CDCls) spectrum of [{(HSiMe,(CH,)3)(i-C4Hg)eSi7012} Ti(NMe,)] (8)

m |
~J
\
|
[=p]
(94}
B
w
]
@
b & " 3.086
=2} [F¥] ¢
L=}
w
P
o
o
: ™~
. - .1.850
(s}
0.957
un
. - 0.345
o 0.601
=< 0.585
@ . 0.583
=
0.568
=
;" 1
@ o
1
[y

wdd



Figure S18. 3C NMR (CDCls) spectrum of [{(HSiMe;(CH2)3)(i-C4Ho)sSiz012} Ti(NMey)] (8)
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Figure S19. ?*SiINMR (CDCls) spectrum of [{(HSiMe(CH,)3)(i-C4Ho)sSiz012} Ti(NMey)] (8)
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Figure S20. UV-vis spectrum of [{(HSiMex(CH,)3)(i-C4Hg)sSizO012} Ti(NMe;)] (8)
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Figure S21. UV-vis spectrum of [{(p-HSiMez(CH,),CsH,)(c-CsH11)6Siz012} Ti(NMey)] (9)
Overlaid Sample Spectra
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Figure $22. 'tHNMR (CDCls) spectrum of [{(p-HSiMe,(CH.),CsHa)(c-CsH11)Si70123 Ti(NMe,)] (9)
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Figure S23. *C NMR (CDCls) spectrum of [{(p-HSiMe2(CH,)2CeH4)(c-6H11)6Si70123 Ti(NMe)] (9)
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Figure S24. UV-vis spectrum of [{(p-HSiMe2(CH,)2CsHa)(c-CsH11)6Siz012} Ti(NMey)] (9)
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Figure S25. 'HNMR (d8-toluene) spectrum of crosslinked hyperbranched poly(siloxysilane)-
bound [{(p-HSiMez(CH2).CsHa)(c-CeH11)6Si7012} Ti(NMey)] (11)
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Figure S26. *C NMR (ds-toluene) spectrum of crosslinked hyperbranched poly(siloxysilane)-
bound [{(p-HSiMe;(CH;)2CsHa)(c-CsH11)6Si7012} Ti(NMey)] (11)
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Figure S27. UV-vis spectrum of crosslinked hyperbranched poly(siloxysilane)-bound [{(p-
HSiMe,(CH2)2CeHa)(c-CoH11)6Si7012} Ti(NMe2)] (11)
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Figure S28. UV-vis spectrum of used crosslinked hyperbranched poly(siloxysilane)-bound [{(p-
HSi|V|€2(CH2)2C6H4)(C'CBH11)68i7012}Ti(NMeZ)] (11)

Overlaid Sample Spectra
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Figure S29. *H NMR (CDCls) spectrum of crosslinked hyperbranched poly(siloxysilane)-bound
[{(HSiMe2(CHa)3)(i-C4Hg)6Si7012} Ti(NMe2)] (12)
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Figure S30. 2SiINMR (CDCls) spectrum of crosslinked hyperbranched poly(siloxysilane)-bound
[{(HSiMe2(CHa)3)(i-C4Hg)6Si7012} Ti(NMe2)] (12)

0v

gy o

02

i
e

—— R 7.673

I
| i

—D0.0D00

it e oy

J

W

02-

|,

T . —22.635

#
W

W

0 -
.'w.w;a'-«"'q"‘['-'-’-\!‘-U!f“f"'\:'i"l‘-"".ﬁei"-"f‘\t*I‘*"‘”!‘al"‘f'r"ﬁwﬁ."""."h.r”ﬁ"&\\
!

09-
AN

AT
r‘% !

I

=-68.780

gr

01

wdd



Figure S31. UV-vis spectrum of crosslinked hyperbranched poly(siloxysilane)-bound
[{(HSiMe2(CH,)3)(i-C4Ho)sSiz012} Ti(NMe,)] (12)
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Figure S32. UV-vis spectrum of used crosslinked hyperbranched poly(siloxysilane)-bound
[{(HSiMe2(CH2)3)(i-C4Hg)6Si7012} Ti(NMe)] (12)

Overlaid Sample Spectra
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Figure S33. A typical GC chromatograph of 1-octene epoxidation with ag. H,O, using
crosslinked hyperbranched poly(siloxysilane)-grafted [{(HSiMe,(CH,)3)(i-
C4Ho)6Si;012} Ti(NMe,)] (12) as a catalyst after 12 h.




Figure S34. A typical GC chromatograph of cyclohexene epoxidation with ag. H,O, using
crosslinked hyperbranched poly(siloxysilane)-grafted [{(HSiMe,(CH,)3)(i-
C4Ho)6Si7012} Ti(NMe,)] (12) as a catalyst after 10 h.
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Figure S35. A typical GC chromatograph of 1-octene epoxidation with ag. H,O, using
crosslinked hyperbranched poly(siloxysilane)-grafted [{(p-HSiMe,(CH,),C¢H4)(c-
CeH11)6Si7012}Ti(NMey)] (11) as a catalyst after 15 h.
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Figure S36. A typical GC chromatograph of cyclohexene epoxidation with ag. H,O, using
crosslinked hyperbranched poly(siloxysilane)-grafted [{(p-HSiMe,(CH,),C¢H4)(c-
CeH11)6Si7012}Ti(NMey)] (11)as a catalyst after 15 h.
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Figure S37. A typical GC chromatograph of 1-octene epoxidation with ag. H,O, using
crosslinked hyperbranched poly(siloxysilane)-grafted [{(HSiMe,(CH,)3)(i-
C4Ho)6Si7012} Ti(NMe,)] (12) as a catalyst after 2 h on comparison with TS-1.
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Figure S38. A typical GC chromatograph of 1-octene epoxidation with ag. H,O, using

crosslinked hyperbranched poly(siloxysilane)-grafted [{(p-HSiMe,(CH,),C¢H4)(c-
CeH11)6Si7012}Ti(NMey)] (11) as a catalyst after 2 h on comparison with TS-1.
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