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GENERAL INFORMATION

An orange solid, commonly known as Stryker’s reagent ([(PPhs)CuH]s) was purchased from
Acros Organics and stored in the glovebox to prevent the influence of air and moisture on the
exact structure of the catalyst, similarly to the other reagents (silanols and hydrosilanes).
Therefore, each reaction was also set up in a glovebox to minimize the impact of conditions
on the process. However, as described later in the manuscript, the reaction can also proceed
in an air atmosphere, and it is faster in this case.

Solvents used for all experiments were purchased from Honeywell, dried over calcium hydride
(CaHy), and purified by distillation. Silanols were purchased from Ambeed. Commercially
available hydrosilanes were purchased from Sigma Aldrich (Merck), Angene or Ambeed, and
used as received. Di-(p-tolyl)silane was synthesized via well-known procedure from the
corresponding dichlorosilane through subsequent reduction over LiAlHs.! (4-
bromophenyl)dimethylsilane was synthesized via well-known procedure from 1,4-
dibromobenzene.? The progress of reactions (conversion of silanols or hydrosilanes) was
monitored by GC chromatography using Bruker Scion 460-GC and Agilent 5977B GC/MSD
with Agilent 8860 GC System. The structures of products were determined by NMR
spectroscopy, IR spectroscopy, and MS (mass spectrometry). The *H NMR (400 or 600 MHz),
and *C NMR (101 or 151 MHz) spectra were recorded on Bruker Avance Il HD NanoBay
spectrometer, using chloroform-d (CDCIs) as the solvent. Deuterated solvents were purchased
from Sigma Aldrich (Merck) (CDCl; 99.8 atom% D) and used as received. FT- IR spectra were
taken on a Nicolet™ iS50 FTIR Spectrometer. In the case of IR spectroscopy in real-time, the
measurements were made using a ReactIR 15 Mettler Toledo spectrophotometer, equipped
with a 9-reflection probe with a diamond window of 9.5 mm AgX DiComp Mettler Toledo and
an MCT detector cooled with nitrogen.



STRUCTURES OF SUBSTRATES AND THEIR NUMBERING
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OPTIMIZATION OF REACTION CONDITIONS

Table S1. Optimization studies for a copper-catalyzed dehydrogenative silylation of phenylsilane with tert-butyldimethylsilanol.?

i-H
©/S' + H-0SiMe,tBu

x mol% [PPh3CuH]e

mono-substitution

di-substitution
(I)SiMeztBu
Si—OSiMe,tBu

H;
Si —0SiMe,tBu ©/H

solvent, rt, time ©/ 4a
-H, tri-substitution
1a 24 3a (I)SiMeztBu
S:i—OSiMeztBu
OSiMe,tBu
5a
Entry Variation of conditions if:gilzzt Molar ratio Conver.sion of 1a. or 2a [%]}; Selectivity [%]
(mol%%) [1a]:[2a] {isolated yield}; [3a]:[4a]:[5a]
1 no catalyst? - 1:1 0 -
2 no catalyst® - 1:1 0 -
3 in toluene® 0.25 1:1 99 (2a) 91:9:0
4 in toluened 0.25 1:1 99 (2a) 60:40:0
5 in toluene® 0.125 11 99 (2a); {3a, 80%} 90:10:0
6 in toluene 0.125 11 99 (2a); {3a, 79%} 92:8:0
7 in toluene 0.125 1.5:1 99 (2a); {3a, 82%} 98:2:0
8 in hexane® 0.125 151 99 (2a); {3a, 81%} 97:3:0
9 in toluene 0.125 2:1 99 (2a); {3a, 87%} 99:1:0
10 in hexane® 0.125 2:1 99 (2a); {3a, 84%} 99:1:0
11 in acetonitrile’ 0.125 2:1 99 (2a); {3a, 86%} 95:5:0
12 in 2-methyltetrahydrofuran? 0.125 2:1 65 (2a) 97:3:0
13 in toluened 0.25 1:2 99 (1a); {4a, 92%} 0:100:0
14 in toluene® 0.25 1:3 99 (1a) 0:100:0
15 CuCl; instead of [PPh3CuH]s" 2 1:2 3 (la) 0:100:0
16 Cu(OAc);, instead of 2 1:2 2 (1a) 0:100:0

[PPthUH]eh

aA|l reaction conditions: 1a (1 eq.), 2a (1 eq.), toluene (0.25 mL), rt, under argon atmosphere, 20 h. PAll
reaction conditions: la (1 eq.), 2a (1 eq.), toluene, rt, under air atmosphere, 20 h. cUnder argon
atmosphere, 20 h. 9Under air atmosphere, 30 min. eUnder air atmosphere, 1 h. fUnder air atmosphere,
3 h. 9Under air atmosphere, 6 h. "Under air atmosphere, in toluene, 20 h. iConversion of l1a or 2a
determined by GC. iSelectivity of [mono-sub]:[di-sub]:[tri-sub] products determined by GC



GENERAL SYNTHETIC PROCEDURES

Synthesis of compounds 3a, 3e and 3f
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To a 5 mL vial equipped with a magnetic stirring bar, [(PPhs)CuH]s was added (0.125 mol%,
0.0025 g, 0.00127 mmol). Next, toluene (0.5 mL), primary hydrosilane 1 (2 eq., 2 mmol), and
the corresponding silanol 2 (1 eq., 1 mmol) were added.

Then the sealed vial with the reagents was removed from the glove box. At this point, the
synthesis can be consistently conducted by stirring the contents of the sealed vial for 20 hours
(this is the averaged time for all substrates to maintain a high level of conversion). Alternatively,
the vial can be opened for 15 seconds, then closed, and the mixture stirred for 30 minutes (this
is the averaged time for all substrates to maintain a high level of conversion).

After this time, regardless of the chosen method, toluene and low-boiling residue of the
reagents were evaporated. Subsequently, the remaining substances in the vial were washed
with pentane (2 ml) and filtered through a celite-packed Pasteur pipette. Then, using rotavap,
pentane was removed, and the remaining product was separated from all low-boiling residues
under reduced pressure. The pure products were identified by *H NMR, *C NMR, #Si NMR
spectroscopy, IR spectroscopy, and mass spectrometry.

Synthesis of compounds 3b and 3c
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To a 5 mL vial equipped with a magnetic stirring bar, [(PPhs)CuH]s was added (0.125 mol%,
0.0025 g, 0.00127 mmol). Next, toluene (0.5 mL), phenylsilane 1a (3.0 eq., 3.0 mmol, 377 uL),
and the corresponding silanol 2 (1.0 eq., 1.0 mmol) were added.

Then the sealed vial with the reagents was removed from the glove box. At this point, the
synthesis can be consistently conducted by stirring the contents of the sealed vial for 20 hours
(this is the averaged time for all substrates to maintain a high level of conversion). Alternatively,
the vial can be opened for 15 seconds, then closed, and the mixture stirred for 30 minutes (this
is the averaged time for all substrates to maintain a high level of conversion).

After this time, regardless of the chosen method, toluene and low-boiling residue of the
reagents were evaporated. Subsequently, the remaining substances in the vial were washed
with pentane (2 mL) and filtered through a celite-packed Pasteur pipette. Then, using rotavap,
pentane was removed, and the remaining product was separated from all low-boiling residues
under reduced pressure. The pure products 3b and 3c were identified by *H NMR, 3*C NMR,
29Si NMR spectroscopy, IR spectroscopy, and mass spectrometry.

Synthesis of compound 3d
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.



To a 5 mL vial equipped with a magnetic stirring bar, [(PPhs)CuH]s was added (0.125 mol%,
0.00125 g, 0.000637 mmol). Next, toluene (0.5 mL), phenylsilane 1a (10.0 eq., 5.0 mmol, 608.7
uL), and trimethylsilanol 2d (1.0 eq., 0.5 mmol, 11 pL) were added.

Then the sealed vial with the reagents was removed from the glove box. Next, the vial was
opened for 15 seconds, then closed, and the mixture stirred for 30 minutes.

After this time, toluene and low-boiling residue of the reagents were evaporated. Subsequently,
the remaining substances in the vial were washed with pentane (2 mL) and filtered through a
celite-packed Pasteur pipette. Then, using rotavap, pentane was removed, and the remaining
product was separated from all low-boiling residues under reduced pressure. The pure product
3d was identified by *H NMR, 3C NMR, 2°Si NMR spectroscopy, IR spectroscopy, and mass
spectrometry.

Synthesis of compounds 3g-3k
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To a 5 mL vial equipped with a magnetic stirring bar, [(PPh3)CuH]s was added (0.5 mol%,
0.0025 g, 0.00127 mmol). Next, toluene (0.5 mL), secondary hydrosilane 1 (1 eq., 0.25 mmol),
and the corresponding silanol 2 (1 eqg., 0.25 mmol) were added.

Then the sealed vial with the reagents was removed from the glove box. At this point, the
synthesis can be consistently conducted by stirring the contents of the sealed vial for 20 hours
(this is the averaged time for all substrates to maintain a high level of conversion). Alternatively,
the vial can be opened for 15 seconds, then closed, and the mixture stirred for 30 minutes (this
is the averaged time for all substrates to maintain a high level of conversion).

After this time, regardless of the chosen method, toluene and low-boiling residue of the
reagents were evaporated. Subsequently, the remaining substances in the vial were washed
with pentane (2 mL) and filtered through a celite-packed Pasteur pipette. Then, using rotavap,
pentane was removed, and the remaining product was separated from all low-boiling residues
under reduced pressure. The pure products 3g-3k were identified by *H NMR, *C NMR, ?°Si
NMR spectroscopy, IR spectroscopy, and mass spectrometry.

Synthesis of compound 3I-30
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To a 5 mL vial equipped with a magnetic stirring bar, [(PPhs)CuH]s was added (0.125 mol%,
0.0025 g, 0.00127 mmol). Next, toluene (0.25 mL), tertiary hydrosilane 1i-1l (1.0 eq., 1.0 mmol,
153 pL), and trimethylsilanol 2d (1.5 eq., 1.5 mmol, 165 pL) were added.

Then the sealed vial with the reagents was removed from the glove box. Next, the vial was
opened for 15 seconds in ambient atmosphere, then closed, and the mixture stirred for 30
minutes.

After this time, toluene and low-boiling residue of the reagents were evaporated. Subsequently,
the remaining substances in the vial were washed with pentane (2 mL) and filtered through a
celite-packed Pasteur pipette. Then, using rotavap, pentane was removed, and the remaining
product was separated from all low-boiling residues under reduced pressure. The pure
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products 3I-30 were identified by *H NMR, 3C NMR, #*Si NMR spectroscopy, IR spectroscopy,
and mass spectrometry.

Synthesis of compound 3p
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To a 5 mL vial equipped with a magnetic stirring bar, [(PPhs)CuH]s was added (0.250 mol%,
0.0050 g, 0.00254 mmol). Next, toluene (0.25 mL), 1,1,3,3,5,5-hexamethyltrisiloxane 1m (1.0
ed., 1.0 mmol, 0.208 g), and trimethylsilanol 2d (3.0 eq., 2.0 mmol, 170 yL) were added.

Then the sealed vial with the reagents was removed from the glove box. Next, the vial was
opened for 15 seconds in ambient atmosphere, then closed, and the mixture stirred for 30
minutes.

After this time, toluene and low-boiling residue of the reagents were evaporated. Subsequently,
the remaining substances in the vial were washed with pentane (2 mL) and filtered through a
celite-packed Pasteur pipette. Then, using rotavap, pentane was removed, and the remaining
product was separated from all low-boiling residues under reduced pressure. The pure
products 3p was identified by 'H NMR, ¥C NMR, 2°Si NMR spectroscopy, IR spectroscopy,
and mass spectrometry.

Synthesis of compounds 4a-4i
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To a 5 mL vial equipped with a magnetic stirring bar, [(PPhs)CuH]s was added (0.25 mol%,
0.0025 g, 0.00127 mmol). Next, toluene (0.25 mL), primary hydrosilane 1 (1.0 eq., 0.5 mmol),
and the corresponding silanol 2 (2.0 eq., 1.0 mmol) were added.

Then the sealed vial with the reagents was removed from the glove box. At this point, the
synthesis can be consistently conducted by stirring the contents of the sealed vial for 20 hours
(this is the averaged time for all substrates to maintain a high level of conversion). Alternatively,
the vial can be opened for 15 seconds, then closed, and the mixture stirred for 30 minutes (this
is the averaged time for all substrates to maintain a high level of conversion).

After this time, regardless of the chosen method, toluene and low-boiling residue of the
reagents were evaporated. Subsequently, the remaining substances in the vial were washed
with pentane (2 mL) and filtered through a celite-packed Pasteur pipette. Then, using rotavap,
pentane was removed, and the remaining product was separated from all low-boiling residues
under reduced pressure. The pure products 4a-4i were identified by *H NMR, *C NMR, 2°Si
NMR spectroscopy, IR spectroscopy, and mass spectrometry.

Synthesis of compounds 4j and 4k
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To a 5 mL vial equipped with a magnetic stirring bar, [(PPhs)CuH]s was added (0.25 mol%,
0.0025 g, 0.00127 mmol). Next, toluene (0.25 mL), secondary hydrosilane 1 (1.0 eq., 0.5
mmol), and trimethylsilanol 2 (2.0 eq., 1.0 mmol, 112.8 uL) were added.
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Then the sealed vial with the reagents was removed from the glove box. Next, the vial was
opened for 15 seconds, then closed, and the mixture stirred for 30 minutes (this is the averaged
time for all substrates to maintain a high level of conversion).

After this time, toluene and low-boiling residue of the reagents were evaporated. Subsequently,
the remaining substances in the vial were washed with pentane (2 mL) and filtered through a
celite-packed Pasteur pipette. Then, using rotavap, pentane was removed, and the remaining
product was separated from all low-boiling residues under reduced pressure. The pure
products 4j and 4k were identified by *H NMR, *C NMR, ?°Si NMR spectroscopy, IR
spectroscopy, and mass spectrometry.

Synthesis of compounds 5a and 5b
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To a 5 mL vial equipped with a magnetic stirring bar, [(PPh3)CuH]s was added (0.5 mol%,
0.0050 g, 0.00254 mmol). Next, toluene (0.25 mL), primary hydrosilane 1 (1.0 eq., 0.5 mmol),
and trimethylsilanol 2 (1.5 eq., 0.75 mmol, 84.6 yL) were added.

Then the sealed vial with the reagents was removed from the glove box. Next, the vial was
opened for 15 seconds, then closed, and the mixture stirred for 30 minutes.

After this time, toluene and low-boiling residue of the reagents were evaporated. Subsequently,
the remaining substances in the vial were washed with pentane (2 mL) and filtered through a
celite-packed Pasteur pipette. Then, using rotavap, pentane was removed, and the remaining
product was separated from all low-boiling residues under reduced pressure. The pure
products 5a and 5b were identified by 'H NMR, 3C NMR, ?°Si NMR spectroscopy, IR
spectroscopy, and mass spectrometry.

Alcoholysis of mono-hydrosiloxane 4a with 2-allyloxyethanol (2a’)
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To a 5 mL vial equipped with a magnetic stirring bar, [(PPhs)CuH]s was added (1 mol%, 0.0025
g, 0.00127 mmol). Next, toluene (0.25 mL), hydrosiloxane 4a (1.0 eq., 0.127 mmol, 0.036 g),
and 2-allyloxyethanol (2a’) (2.0 eq., 0.254 mmol, 0.026 g) were added.

Then the sealed vial with the reagents was removed from the glove box. Then, the vial was
opened for 15 seconds in ambient atmosphere, then closed, and the mixture stirred for 30
minutes.

After this time, toluene and low-boiling residue of the reagents were evaporated. Subsequently,
the remaining substances in the vial were washed with pentane (2 mL) and filtered through a
celite-packed Pasteur pipette. Then, using rotavap, pentane was removed, and the remaining
product was separated from all low-boiling residues under reduced pressure. The pure product
6a was identified by *H NMR, *C NMR, 2°Si NMR spectroscopy, and mass spectrometry.

Hydrosilylation of vinyltrimethylsilane (2b’) with 4e
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To a 5 mL vial equipped with a magnetic stirring bar, [Ptz(dvdms)s] was added (0.2 mol%).
Next, toluene (0.5 mL), hydrosiloxane 4e (1.0 eq., 0.1 mmol, 0.029 g), and vinyltrimethylsilane
(2b”) (1.2 eq., 0.12 mmol, 0.012 g) were added. The vial was stirred for 4 hours at 60°C. After
this time, toluene and low-boiling residue of the reagents were evaporated. Then, the crude
product was separated from the residues via bulb-to-bulb distillation under reduced pressure.
The pure product 6b was identified by *H NMR, *C NMR, #*Si NMR spectroscopy, IR
spectroscopy, and mass spectrometry.

Scaled-up synthesis of 4c
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To a 5 mL vial equipped with a magnetic stirring bar, [(PPhs)CuH]s was added (0.25 mol%,
0.0196 g, 0.01 mmol). Next, toluene (0.25 mL), phenylsilane 1a (1.0 eq., 4.0 mmol, 492.5 uL),
and tert-butyldimethylsilanol 2a (2.0 eq., 8.0 mmol, 1.26 mL) were added.

Then the sealed vial with the reagents was removed from the glove box. Next, the vial was
opened for 15 seconds in ambient atmosphere, then closed, and the mixture stirred for 30
minutes.

After this time, toluene and low-boiling residue of the reagents were evaporated. Subsequently,
the remaining substances in the vial were washed with pentane (10 mL) and filtered through a
celite-packed Pasteur pipette. Then, using rotavap, pentane was removed, and the remaining
product was separated from all low-boiling residues under reduced pressure. The pure product
4c¢ was obtained in 90% yield (1.32 g).

Synthesis of compound 4c in the presence of TEMPO
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To two 5 mL vials equipped with a magnetic stirring bar, [(PPh3)CuH]s was added (0.25 mol%,
0.0025 g, 0.00127 mmol). Next, toluene (0.25 mL), phenylsilane 1a (1.0 eq., 0.5 mmol), tert-
butyldimethylsilanol 2a (2.0 eq., 1.0 mmol), and TEMPO (1.0 eq.) were added.

To another two 5 mL vials equipped with a magnetic stirring bar, [(PPhs)CuH]s was added (0.25
mol%, 0.0025 g, 0.00127 mmol). Next, toluene (0.25 mL), phenylsilane 1a (1.0 eq., 0.5 mmol),
tert-butyldimethylsilanol 2a (2.0 eq., 1.0 mmol), and TEMPO (2.0 eq.) were added.

Then the sealed vials with the reagents were removed from the glove box. At this point, the
synthesis in the presence of TEMPO was conducted by stirring the contents of the sealed vial
for 24 hours (reaction under argon atmosphere) or alternatively, the vial was opened for 15
seconds, then closed, and the mixture stirred for 30 minutes. Such a procedure was repeated
for both scenarios — with 1.0 eqg. and 2.0 eq. of TEMPO.

After this time, regardless of the chosen method, toluene and low-boiling residue of the
reagents were evaporated. Subsequently, the remaining substances in the vial were washed
with pentane (2 mL) and filtered through a celite-packed Pasteur pipette. Then, using rotavap,
pentane was removed, and the remaining product was separated from all low-boiling residues
under reduced pressure. The pure product 4c was identified by mass spectrometry and its
yield was calculated.
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Synthesis of compound 4c in the presence of mercury drops
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To two 25 mL Schlenk tube equipped with a magnetic stirring bar, [(PPhs)CuH]s was added
(0.25 mol%, 0.0025 g, 0.00127 mmol). Next, toluene (0.25 mL), phenylsilane 1a (1.0 eq., 0.5
mmol), and tert-butyldimethylsilanol 2a (2.0 eq., 1.0 mmol) were added.

Then the sealed Schlenk tubes with the reagents were removed from the glove box. At this
point, few drops of mercury were added to Schlenk tubes under an argon atmosphere using
Schlenk line. Subsequently, the synthesis in the presence of Hg was conducted by stirring the
content of the sealed tube for 24 hours (reaction under argon atmosphere) or alternatively, the
tube was opened for 15 seconds, then closed, and the mixture stirred for 30 minutes.

After this time, regardless of the chosen method, toluene and low-boiling residue of the
reagents were evaporated. Subsequently, the remaining substances in the tubes were washed
with pentane (2 mL) and filtered through a celite-packed Pasteur pipette. Then, using rotavap,
pentane was removed, and the remaining product was separated from all low-boiling residues
under reduced pressure. The pure product 4c was identified by mass spectrometry and its
yield was calculated.

Use of real-time FT-IR spectroscopy during the synthesis of compound 4c
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

To a 25 mL Schlenk tube equipped with a magnetic stirring bar, [(PPhs)CuH]s was added (0.25
mol%, 0.0025 g, 0.00127 mmol). Next, toluene (0.25 mL), phenylsilane 1a (1.0 eq., 0.5 mmol),
and tert-butyldimethylsilanol 2a (2.0 eq., 1.0 mmol) were added.

Then the sealed Schlenk tube with the reagents was removed from the glove box. Next, the
test tube was opened, and the IR probe was immediately inserted.

In-situ FT-IR analysis showed that after approximately 5 minutes, full conversion of the
substrates to product 4c was already observed.

Use of NMR spectroscopy during mechanistic studies
Attention! The entire procedure of taking and weighing individual reagents was carried out in
a glove box.

Conditions 1: [(PPh3)CuH]s (10 mg) in 0.6 mL of CgDs

Conditions 2: tBuMe2SiOH (20 pL) in 0.6 mL of Ce¢Ds

Conditions 3: PhSiHz (20 pL) in 0.6 mL of C¢D

Conditions 4: [(PPh3)CuH]s (10 mg) and PhSiH;3 (6.3 L) in 0.5 mL of C¢Ds
Conditions 5: [(PPhs)CuH]es (10 mg) and tBuMe,SiOH (8 L) in 0.5 mL of CgDs
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CHARACTERIZATION DATA FOR ALL PRODUCTS

1-(tert-Butyl)-1,1-dimethyl-3-phenyldisiloxane (3a)

H Me
H\S', S‘,_Me

i. Si_
Ph™ "O tBu

1-(tert-Butyl)-1,1-dimethyl-3-phenyldisiloxane was obtained in 87% yield as a colorless
oil. The title compound was known in the literature, and all spectroscopic data are in
agreement.?

IH NMR: (400 MHz, CDCls) & 7.61 — 7.50 (m, 2H), 7.40 — 7.28 (m, 3H), 5.03 (s, 2H),
0.82 (s, 9H), -0.00 (s, 6H).

13C NMR: (101 MHz, CDCls) & 135.2, 134.1, 130.3, 128.1, 25.8, 18.5, -3.3.
29Sj NMR: (80 MHz, CDCls) & 15.5, -30.2.

EI-MS m/z (rel. int.): 195 ([M-CsH7]*, 1%), 181 (100), 165 (15), 57 (30).
IR: (neat) vmax cm-!: 2954, 2929, 2857, 2138, 1254, 1122, 1056, 900.

1,1,1-Triethyl-3-phenyldisiloxane (3b)

H Et

H  dEt
|

ph >0 Et

1,1,1-Triethyl-3-phenyldisiloxane was obtained in 90% yield as a colorless oil. The title
compound was known in the literature, and all spectroscopic data are in agreement.®

IH NMR: (400 MHz, CDCls) & 7.56 — 7.44 (m, 2H), 7.36 — 7.21 (m, 3H), 5.01 (s, 2H),
0.82 (t, J = 7.9 Hz, 9H), 0.46 (g, J = 8.5, Hz, 6H).

13C NMR: (101 MHz, CDCls)  135.4, 134.0, 130.3, 128.1, 6.8, 6.1.

295 NMR: (80 MHz, CDCl3) & 15.1, -30.0.

EI-MS m/z (rel. int.): 209 ([M-CzHs]*, 100%), 181 (40), 153 (40), 78 (30).
IR: (neat) vmax cm'’: 2955, 2876, 2138, 1238, 1122, 1059, 951.

1,1,1-Triisopropyl-3-phenyldisiloxane (3c)

H iPr.
H\SIi I _iPr
Ol
Ph™ O iPr

1,1,1-Triisopropyl-3-phenyldisiloxane was obtained in 76% yield as a colorless oil. The
title compound was known in the literature, and all spectroscopic data are in
agreement.?

IH NMR: (400 MHz, CDCls) & 7.74 — 7.47 (m, 2H), 7.41 — 7.25 (m, 3H), 5.12 (s, 2H),
1.05 — 0.57 (m, 21H).



13C NMR: (101 MHz, CDCls) & 135.5, 134.1, 130.3, 128.1, 17.9, 12.8.

29Si NMR: (80 MHz, CDCl3) & 11.0, -30.0.

EI-MS m/z (rel. int.): 237 ([M-CsH-]*, 100%), 209 (30), 181 (35), 167 (40).
IR: (neat) vmax cm'’: 3071, 2942, 2865, 2141, 1592, 1247, 1054, 839.

1,1,1-Trimethyl-3-phenyldisiloxane (3d)

H Me
H\SI_ S\_,Me

l.
Ph>"0"""Me

1,1,1-Trimethyl-3-phenyldisiloxane was obtained in 88% vyield as a colorless oil. The
titte compound was known in the literature, and all spectroscopic data are in
agreement.?

IH NMR: (400 MHz, CDCls) & 7.56 — 7.46 (m, 2H), 7.34 — 7.23 (m, 3H), 4.94 (s, 2H), -
0.00 (s, 9H).

13C NMR: (101 MHz, CDCls)  136.0, 134.1, 130.3, 128.2, 1.5.

29S) NMR: (80 MHz, CDCl3) & 13.2, -30.5.

EI-MS m/z (rel. int.): 196 ([M]*, 5%), 181 (100), 165 (5), 78 (30).

IR: (neat) vmax cm': 3070, 2958, 2139, 1429, 1253, 1122, 1053, 905.

1-(tert-Butyl)-1,1,3-triphenyldisiloxane (3e)

H Ph
H.!. I .Ph

ph~olo0S N By

1-(tert-Butyl)-1,1,3-triphenyldisiloxane was obtained in 99% yield as a colorless oil. The
titte compound is a new compound.

IH NMR: (400 MHz, CDCls) 8 7.76 — 7.52 (m, 5H), 7.42 — 7.17 (m, 10H), 5.24 (s, 2H),
0.97 (s, 9H).

13C NMR: (101 MHz, CDCls) 8 135.1, 135.0, 134.6, 134.3, 130.5, 129.7, 128.2, 127.8,
26.7,19.7.

295i NMR: (80 MHz, CDCls) & -2.0, -32.9.

EI-MS m/z (rel. int.): 305 ([M-CsHo]*, 100%), 227 (40), 181 (25), 57 (10).

IR: (neat) vmax cm: 3071, 2930, 2857, 2160, 1591, 1428, 1048, 833.
EA: C22H260Si2 (362.152): caled. C 72.87, H 7.23; found C 73.03, H 7.28.
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1-(tert-Butyl)-1,1-dimethyl-3-(p-tolyl)disiloxane (3f)
Hot Moy
Sl sie

pTol”~ 0" “tBu

1-(tert-Butyl)-1,1-dimethyl-3-(p-tolyl)disiloxane was obtained in 95% vyield as a
colorless oil. The title compound is a new compound.

IH NMR: (400 MHz, CDCl3) & 7.56 — 7.36 (m, 2H), 7.17 — 7.06 (m, 2H), 5.02 (s, 2H),
2.31 (s, 3H), 0.82 (s, 9H), -0.00 (s, 6H).

13C NMR: (101 MHz, CDCls) d 134.2, 133.5, 133.4, 128.9, 128.7, 128.7, 25.8, 21.8, -
2.9, -3.3.

29Si NMR: (80 MHz, CDCls) & 15.3, -30.0.

EI-MS m/z (rel. int.): 237 (IM-CHa]*, 1%), 195 (100), 179 (10), 91 (10).
IR: (neat) vmax cm'’; 2954, 2857, 2142, 1604, 1253, 1117, 954, 645,
EA: C13H240Si2 (252.137): calcd. C 61.84, H 9.58; found C 61.99, H 9.62.

1-(tert-Butyl)-1,1,3-trimethyl-3-phenyldisiloxane (3g)
H Me

Me !, | .Me
_Si._.Si_

Ph”™~ 07" “tBu

1-(tert-Butyl)-1,1,3-trimethyl-3-phenyldisiloxane was obtained in 99% vyield as a
colorless oil. The title compound was known in the literature, and all spectroscopic data
are in agreement.*

1H NMR: (400 MHz, CDCl3) & 7.61 — 7.48 (m, 2H), 7.37 — 7.29 (m, 3H), 5.13 (q,
J=2.8 Hz, 1H), 0.83 (s, 9H), 0.36 (d, J = 2.8 Hz, 3H), -0.00 (s, 6H).

13C NMR: (101 MHz, CDCIs) 5 138.1, 133.5, 129.8, 128.0, 77.5, 77.2, 76.8, 25.8, 18.4,
-0.0, -3.0.

29Sj NMR: (80 MHz, CDCls) & 13.5, -14.9.
EI-MS m/z (rel. int.): 237 ([M-CHa]*, 5%), 195 (100), 179 (20), 135 (10).
IR: (neat) vmax cm'*: 3070, 2928, 2857, 2122, 1592, 1120, 1005, 893.

1-(tert-Butyl)-1,1-dimethyl-3,3-di-p-tolyldisiloxane (3h)

H Me
pToI\S', I .Me
I Ol
pTol” O tBu

1-(tert-Butyl)-1,1-dimethyl-3,3-di-p-tolyldisiloxane was obtained in 80% vyield as a
colorless oil. The title compound is a new compound.
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IH NMR: (400 MHz, CDCl3) & 7.52 — 7.37 (m, 4H), 7.20 — 7.02 (m, 4H), 5.42 (s, 1H),
2.31 (s, 6H), 0.83 (s, 9H), -0.00 (s, 6H).

13C NMR: (101 MHz, CDCls) & 140.0, 134.4, 132.9, 128.8, 25.9, 21.7, 18.5, -3.0.
29Sj NMR: (80 MHz, CDCls) & 14.4, -22.4.

EI-MS m/z (rel. int.): 285 ([M-CaHs]*, 100%), 193 (40), 149 (10), 91 (10).

IR: (neat) vmax cm-t: 3012, 2856, 2119, 1603, 1471, 1253, 1020, 831.

1-(tert-Butyl)-1,1,3,3-tetraphenyldisiloxane (3i)

H Ph
Ph.. I _Ph
_Si___Si_

Ph (@] tBu

1-(tert-Butyl)-1,1,3,3-tetraphenyldisiloxane was obtained in 99% vyield as a colorless
oil. The title compound was known in the literature, and all spectroscopic data are in
agreement.®

IH NMR: (400 MHz, CDCls) & 7.57 — 7.43 (m, 8H), 7.37 — 7.16 (m, 12H), 5.63 (s, 1H),
0.94 (s, 9H).

13C NMR: (101 MHz, CDCI3) 8 135.6, 135.2, 134.6, 130.2, 129.6, 128.0, 127.9, 127.7,
26.9, 19.7.

29Gj NMR: (80 MHz, CDCls) & -9.1, -20.6.
EI-MS m/z (rel. int.): 381 ((M-CsHs]*, 100%), 303 (50), 181 (25), 78 (20).
IR: (neat) vmax cm-t: 3069, 2857, 2127, 1428, 1262, 1111, 1026, 732.

1-(tert-Butyl)-3,3-diethyl-1,1-dimethyldisiloxane (3j)
H Me

Et!. I .Me
_Si___Si_

Et” "O" “tBu

1-(tert-Butyl)-3,3-diethyl-1,1-dimethyldisiloxane was obtained in 88% vyield as a
colorless oil. The title compound was known in the literature, and all spectroscopic data
are in agreement.*

IH NMR: (400 MHz, CDCl3) & 4.51 (t, J = 2.3 Hz, 1H), 0.99 (t, J = 7.9 Hz, 6H), 0.90 (s,
9H), 0.62 (qd, J = 7.9, 2.2 Hz, 4H), 0.06 (s, 6H).

13C NMR: (101 MHz, CDCls) & 25.8, 18.4, 7.2, 6.7, -3.1.

295 NMR: (80 MHz, CDCl3) & 11.8, -0.7.

EI-MS m/z (rel. int.): 175 ([M-CsH-]*, 1%), 161 (100), 133 (80), 105 (85).
IR: (neat) vmax cm'l: 2955, 2878, 2106, 1471, 1252, 1054, 1003, 967.
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1-(tert-Butyl)-3,3-diethyl-1,1-diphenyldisiloxane (3k)
et Ten
>Si._sit
Et” 0" “tBu

1-(tert-Butyl)-3,3-diethyl-1,1-diphenyldisiloxane was obtained in 98% vyield as a
colorless oil. The title compound was known in the literature, and all spectroscopic data
are in agreement.®

IH NMR: (400 MHz, CDCls) & 7.80 — 7.47 (m, 4H), 7.37 — 7.18 (m, 6H), 5.20 — 4.40
(m, 1H), 0.97 (s, 9H), 0.86 (t, J = 7.9 Hz, 6H), 0.67 — 0.54 (m, 4H).

13C NMR: (101 MHz, CDCls) 5 135.8, 135.1, 129.5, 127.7, 26.8, 19.6, 7.2, 6.7.
295 NMR: (80 MHz, CDCl3) & 1.6, -11.6.

EI-MS m/z (rel. int.): 285 ([M-CaHs]*, 100%), 183 (20), 151 (20), 57 (30).

IR: (neat) vmax cm': 3071, 2956, 2857, 2107, 1427, 1235, 1109, 1069.

1,1,1,3,3-Pentamethyl-3-phenyldisiloxane (3I)

Me e Moo

ph o0 " e

1,1,1,3,3-Pentamethyl-3-phenyldisiloxane was obtained in 90% yield as a colorless oil.
The title compound was known in the literature, and all spectroscopic data are in
agreement.”’

IH NMR: (400 MHz, CDCl3) & 7.99 — 7.37 (m, 2H), 7.36 — 7.15 (m, 3H), 0.23 (s, 6H), -
0.00 (s, 9H).

13C NMR: (101 MHz, CDCIs) & 140.6, 133.4, 129.6, 128.1, 2.4, 1.3.
29Si NMR: (80 MHz, CDCI3) & 8.7, -2.6.

EI-MS m/z (rel. int.): 224 ([M]*, 1%), 209 (100), 193 (30), 91 (10).
IR: (neat) vmax cm: 3071, 2959, 1429, 1254, 1121, 1059, 840.

1-(4-Bromophenyl)-1,1,3,3,3-pentamethyldisiloxane (3m)

Me I\I/Ie MeMe
\S. :

|
i. _Si
/@/ 0”7 "Me
Br

1-(4-Bromophenyl)-1,1,3,3,3-pentamethyldisiloxane was obtained in 80% yield as a
colorless oil. The title compound was known in the literature, and all spectroscopic data
are in agreement.®

IH NMR: (400 MHz, CDCl3) & 7.38 — 7.32 (m, 2H), 7.27 — 7.23 (m, 2H), 0.16 (s, 6H), -
0.06 (s, 9H).

21



13C NMR: (101 MHz, CDCls) & 139.1, 134.7, 131.0, 124.1, 2.1, 1.0.
29Sj NMR: (80 MHz, CDCls) & 9.2, -2.5.

EI-MS m/z (rel. int.): 304 ([M]*, 2%), 289 (30), 207 (100), 91 (15).

IR: (neat) vmax cm-%: 2956, 1575, 1480, 1376, 1253, 1048, 837, 722.

1,1,1,3-Tetramethyl-3,3-diphenyldisiloxane (3n)

Me M

Photc 1Me
i. _Si

Ph >0 Ve

1,1,1,3-Tetramethyl-3,3-diphenyldisiloxane was obtained in 83% yield as a colorless
oil. The title compound was known in the literature, and all spectroscopic data are in
agreement.®

IH NMR: (400 MHz, CDCls) & 7.63 — 7.52 (m, 4H), 7.43 — 7.30 (m, 6H), 0.62 (s, 3H),
0.12 (s, 9H).

13C NMR: (101 MHz, CDCls) & 138.1, 133.7, 129.3, 127.5, 1.8, -0.7.
29Si NMR: (80 MHz, CDCl3) & 9.9, -12.4.

EI-MS m/z (rel. int.): 286 ([M]*, 5%), 271 (100), 193 (70), 135 (10).
IR: (neat) vmax cm-%: 3069, 2956, 1428, 1253, 1113, 1046, 837, 695.

1,1,1,3,5,5,5-Heptamethyl-3-((trimethylsilyl)oxy)trisiloxane (30)
I\I/Ie I\I/Ie Me

Me. I..Me
_Si. __Si___Si.
Me O 10 Me
O. _.Me
Si.

I Me
Me

1,1,1,3,5,5,5-Heptamethyl-3-((trimethylsilyl)oxy)trisiloxane was obtained in 84% yield
as a colorless oil. The title compound was known in the literature, and all spectroscopic
data are in agreement.®

H NMR: (400 MHz, CDCls) & 0.10 (s, 27H), -0.00 (s, 3H).

13C NMR: (101 MHz, CDCIls) & 1.8, -2.0.

29Sj NMR: (80 MHz, CDCls) & 7.4, -64.3.

EI-MS m/z (rel. int.): 295 ([M-CHs]*, 20%), 279 (10), 207 (100), 73 (70).
IR: (neat) vmax cm-: 2959, 1251, 1045, 873, 837, 792, 756, 689.
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1,1,1,3,3,5,5,7,7,9,9,9-Dodecamethylpentasiloxane (3p)

Me Me Me WM
Me-Megi i _giegMe
Me I\I/Ieo 0] I\I/Ieo (0] Me

1,1,1,3,3,5,5,7,7,9,9,9-Dodecamethylpentasiloxane was obtained in 97% vyield as a
colorless oil. The title compound was known in the literature, and all spectroscopic data
are in agreement.10

IH NMR: (400 MHz, CDCls)  0.00 (s, 18H), -0.02 (s, 6H), -0.04 (s, 12H).
13C NMR: (101 MHz, CDCls) & 1.9, 1.3.

29Si NMR: (80 MHz, CDCl3) & 7.3, -21.4, -22.2.

EI-MS m/z (rel. int.): 369 ([M-CHa]*, 20%), 281 (100), 147 (100), 73 (90).
IR: (neat) vmax cm'®: 3055, 2960, 1589, 1435, 1258, 1192, 1118, 720.

1,1,1,5,5,5-Hexamethyl-3-phenyltrisiloxane (4a)

Me
Me. !
MO0 M
e e
H.!. I _Me
_Si.__Si.
Ph (@) Me

1,1,1,5,5,5-Hexamethyl-3-phenyltrisiloxane was obtained in 92% vyield as a colorless
oil. The title compound was known in the literature, and all spectroscopic data are in
agreement.*

IH NMR: (400 MHz, CDCls) & 7.47 — 7.39 (m, 2H), 7.31 — 7.17 (m, 3H), 4.84 (s, 1H),
0.00 (s, 18H).

13C NMR: (101 MHz, CDCls) 5 137.2, 133.3, 130.2, 127.9, 1.9.

29S) NMR: (80 MHz, CDCl3) & 10.7, -49.4.

EI-MS m/z (rel. int.): 283 ([M]*, 10%), 269 (100), 135 (70), 121 (30).
IR: (neat) vmax cm': 2958, 2152, 1430, 1252, 1125, 1047, 823, 753.

1,1,1,5,5,5-Hexaethyl-3-phenyltrisiloxane (4b)
Et

Et!
Si.

Et”" O Et
H_T. I _Et
_Si.__Si.
Ph (0] Et

1,1,1,5,5,5-Hexaethyl-3-phenyltrisiloxane was obtained in 94% yield as a colorless oil.
The title compound was known in the literature, and all spectroscopic data are in
agreement.!!

IH NMR: (400 MHz, CDCls) & 7.57 — 7.32 (m, 2H), 7.27 — 7.09 (m, 3H), 4.88 (s, 1H),
0.90 — 0.73 (m, 18H), 0.51 — 0.35 (m, 12H).
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13C NMR: (101 MHz, CDCls) & 137.6, 133.2, 130.1, 127.8, 6.8, 6.3.
29Sj NMR: (80 MHz, CDCls) & 13.0, -49.6.

EI-MS m/z (rel. int.): 283 (25%), 269 (100), 135 (40), 121 (15).

IR: (neat) vmax cm-!: 2954, 2876, 2147, 1458, 1238, 1124, 1002, 851.

1,5-Di-tert-butyl-1,1,5,5-tetramethyl-3-phenyltrisiloxane (4c)

Me
Med !,

tBu” I\O Me
H\SI_ S\,,I\/Ie

|
Ph”>"0"""~Bu

1,5-Di-tert-butyl-1,1,5,5-tetramethyl-3-phenyltrisiloxane obtained in 92% vyield as a
colorless oil. The title compound was known in the literature, and all spectroscopic data
are in agreement.1?

IH NMR: (400 MHz, CDCls) & 7.55 — 7.47 (m, 2H), 7.35 — 7.26 (m, 3H), 4.97 (s, 1H),
0.89 — 0.71 (m, 18H), 0.03 — -0.04 (m, 12H).

13C NMR: (101 MHz, CDCls) 5 137.3, 133.2, 130.1, 127.9, 25.8, 18.3, -2.9.
29S) NMR: (80 MHz, CDCl3) & 13.2, -49.4.

EI-MS m/z (rel. int.): 353 ([M-CHa]*, 1%), 311 (100), 269 (50), 57 (50).

IR: (neat) vmax cm': 2955, 2929, 2857, 2147, 1471, 1253, 1124, 1049.

3-Cyclohexyl-1,1,1,5,5,5-hexamethyltrisiloxane (4d)

Me

Me. !

_Si.

Me Me
H. . S\_,I\/Ie
_Si___Si.

Cy 0" Me

3-Cyclohexyl-1,1,1,5,5,5-hexamethyltrisiloxane obtained in 99% yield as a colorless
oil. The title compound is a new compound.

IH NMR: (400 MHz, CDCls) & 4.26 (s, 1H), 1.66 — 1.50 (m, 5H), 1.17 — 0.94 (m, 5H),
0.56 — 0.37 (m, 1H), -0.00 (s, 18H).

13C NMR: (101 MHz, CDCl3) & 27.6, 27.1, 26.7, 25.8, 1.9.

29Si NMR: (80 MHz, CDCls) & 9.0, -37.0.

EI-MS m/z (rel. int.): 290 ([M]*, 1%), 207 (100), 193 (40), 73 (40).

IR: (neat) vmax cm-!: 2958, 2849, 2130, 1448, 1251, 1189, 1049, 996.

EA: C12H3002Sis (290.155): calcd. C 49.59, H 10.41; found C 49.48, H 10.42.
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3-Hexyl-1,1,1,5,5,5-hexamethyltrisiloxane (4e)
Me
Me. !
_Si.
Me (0] Me
H.! I .Me

Si. _si’
Hex” >0 "Me

3-Hexyl-1,1,1,5,5,5-hexamethyltrisiloxane obtained in 87% yield as a colorless oil. The
titte compound was known in the literature, and all spectroscopic data are in
agreement.*

1H NMR: (400 MHz, CDCl3) & 4.44 (s, 1H), 1.28 — 1.10 (m, 8H), 0.85 — 0.70 (m, 3H),
0.59 — 0.31 (m, 2H), -0.00 (s, 18H).

13C NMR: (101 MHz, CDCl3) & 32.7, 31.8, 22.7, 22.2, 17.4, 14.3, 1.8.
29Si NMR: (80 MHz, CDCls) & 9.1, -36.0.

EI-MS m/z (rel. int.): 291 ([M]*, 5%), 277 (50), 207 (100), 193 (60).
IR: (neat) vmax cm-t: 2957, 2858, 2138, 1457, 1251, 1044, 889, 825.

1,5-Di-tert-butyl-3-hexyl-1,1,5,5-tetramethyltrisiloxane (4f)

1,5-Di-tert-butyl-3-hexyl-1,1,5,5-tetramethyltrisiloxane obtained in 95% vyield as a
colorless oil. The title compound was known in the literature, and all spectroscopic data
are in agreement.*

IH NMR: (400 MHz, CDCl3) & 4.55 (s, 1H), 1.37 — 1.17 (m, 8H), 0.85 — 0.80 (m, 21H),
0.58 — 0.35 (m, 2H), -0.00 (s, 12H).

13C NMR: (101 MHz, CDCls) & 32.8, 31.8, 25.8, 22.7, 22.2, 18.3, 17.6, 14.3, -3.0.
29Si NMR: (80 MHz, CDCl3) 8 11.1, -36.6.

EI-MS m/z (rel. int.): 361 ([M-CHs]*, 1%), 319 (100), 235 (60), 57 (65).

IR: (neat) vmax cm: 2955, 2857, 2133, 1471, 1362, 1253, 1004, 880.

1,1,1,5,5,5-Hexamethyl-3-(p-tolyl)trisiloxane (49)

Me1e
e<
_Si.
Me O Me
H.!. I..Me

_Si___Si.
p Tol (0] Me

1,1,1,5,5,5-Hexamethyl-3-(p-tolyltrisiloxane obtained in 98% yield as a colorless oil.
The title compound was known in the literature, and all spectroscopic data are in
agreement.*
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IH NMR: (400 MHz, CDCls) & 7.48 — 7.24 (m, 2H), 7.05 (d, J = 7.2 Hz, 2H), 4.83 (s,
1H), 2.22 (s, 3H), -0.00 (s, 18H).

13C NMR: (101 MHz, CDCls) & 140.1, 133.8, 133.3, 128.7, 21.7, 1.9.
295j NMR: (80 MHz, CDCls) & 10.5, -48.9.

EI-MS m/z (rel. int.): 297 ([M]*, 20%), 283 (100), 149 (60), 91 (30).
IR: (neat) vmax cm-t: 2958, 2151, 1606, 1393, 1251, 1119, 876, 824.

1,1,1,5,5,5-Hexaethyl-3-(p-tolyDtrisiloxane (4h)

Et
Bt

Si.
Et"°N0  Et
Hoi 1 Et

o SiL
pTol 7> 0 7 Et

1,1,1,5,5,5-Hexaethyl-3-(p-tolyltrisiloxane obtained in 81% yield as a colorless oil. The
titte compound is a new compound.

IH NMR: (400 MHz, CDCls) & 7.36 (d, J = 7.8 Hz, 2H), 7.06 (d, J = 7.6 Hz, 2H), 4.91
(s, 1H), 2.24 (s, 3H), 1.03 — 0.68 (m, 18H), 0.46 (g, J = 7.9 Hz, 12H).

13C NMR: (101 MHz, CDCls) 5 140.2, 134.5, 133.6, 129.0, 22.1, 7.1, 6.6.
29S) NMR: (80 MHz, CDCl3) & 12.8, -49.2.

EI-MS m/z (rel. int.): 353 ([M-CzHs]*, 100%), 323 (10), 121 (20), 91 (15).
IR: (neat) vmax cm: 2954, 2876, 2145, 1606, 1414, 1119, 1002, 853.

EA: C1sH3s02Sis (382.218): calcd. C 59.62, H 10.01; found C 59.45, H 9.57.

1,5-Di-tert-butyl-1,1,5,5-tetramethyl-3-(p-tolyDtrisiloxane (4i)
I\/Ie\l\l/l,e
_Si
tBu” O  Me
H.t. éfMe
pTol >0 " Bu
1,5-Di-tert-butyl-1,1,5,5-tetramethyl-3-(p-tolyl)trisiloxane obtained in 87% vyield as a
colorless oil. The title compound was known in the literature, and all spectroscopic data

are in agreement.*

IH NMR: (400 MHz, CDCl3) 8 7.57 — 7.46 (m, 2H), 7.39 — 7.24 (m, 3H), 5.03 — 4.84
(m, 1H), 0.86 — 0.72 (m, 18H), 0.09 — -0.05 (m, 12H).

13C NMR: (101 MHz, CDCIs) 6 137.3, 133.2, 130.1, 127.9, 25.8, 18.3, -2.9.
29Si NMR: (80 MHz, CDCIls) & 13.3, -49.4.
EI-MS m/z (rel. int.): 353 ([M-CHj3]*, 1%), 311 (100), 269 (50), 57 (50).
IR: (neat) vmax cm™: 2955, 2929, 2147, 1471, 1253, 1124, 1049, 1004.
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1,1,1,5,5,5-Hexamethyl-3,3-diphenyltrisiloxane (4j)

Me
Me\sl.
~Si.
Me (0) e
Ph.t!, .Me
_Si___Si.
Ph O Me

1,1,1,5,5,5-Hexamethyl-3,3-diphenyltrisiloxane obtained in 82% yield as a colorless oil.
The title compound was known in the literature, and all spectroscopic data are in
agreement.3

IH NMR: (400 MHz, CDCls) & 7.50 — 7.43 (m, 4H), 7.29 — 7.19 (m, 6H), -0.00 (s, 18H).
13C NMR: (101 MHz, CDCls) 5 136.8, 134.3, 129.8, 127.7, 2.0.

29Si NMR: (80 MHz, CDCI3) 6 9.7, -47.5.

EI-MS m/z (rel. int.): 360 ([M]*, 1%), 345 (100), 267 (30), 135 (45).

IR: (neat) vmax cm-; 3070, 2957, 1592, 1429, 1251, 998, 835, 716.

1,1,1,5,5,5-hexamethyl-3,3-di-p-tolyltrisiloxane (4k)

Me

1,1,1,5,5,5-hexamethyl-3,3-di-p-tolyltrisiloxane obtained in 86% yield as a colorless ail.
The title compound was known in the literature, and all spectroscopic data are in
agreement.4

IH NMR: (400 MHz, CDCl3) & 7.36 (d, J = 7.9 Hz, 2H), 7.06 — 7.03 (m, 2H), 2.24 (s,
6H), 0.00 (s, 18H).

13C NMR: (101 MHz, CDCl3) & 139.9, 134.7, 133.8, 128.8, 22.0, 2.4.
29G) NMR: (80 MHz, CDCls) & 9.3, -46.5.
EI-MS m/z (rel. int.): 388 ((M]*, 10%), 373 (100), 281 (90), 149 (90).

3,3-Diethyl-1,1,1,5,5,5-hexamethyltrisiloxane (4l)

Me 'Yle
o
Me” ™~ Me
Et—gi. o e
77077 "Me

Et
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3,3-Diethyl-1,1,1,5,5,5-hexamethyltrisiloxane obtained in 96% yield as a colorless oil.
The title compound was known in the literature, and all spectroscopic data are in
agreement.'®

IH NMR: (400 MHz, CDCls) & 0.82 (t, J = 7.9 Hz, 6H), 0.35 (g, J = 8.0 Hz, 4H), -0.00
(s, 18H).

13C NMR: (101 MHz, CDCls) 5 7.3, 6.4, 1.7.

295 NMR: (80 MHz, CDCl3) & 6.5, -20.8.

EI-MS m/z (rel. int.): 249 ([M-CHa]*, 30%), 235 (100), 73 (30), 59 (25).
IR: (neat) vmax cm': 2957, 2879, 1459, 1414, 1251, 1044, 1010, 834.

1,1,1,5,5,5-Hexamethyl-3-phenyl-3-((trimethylsilyl)oxy)trisiloxane (5a)

Me Me
Si.
Me (@) Me
Ph\sli é,Me
Ol ol
Q (@] Me

_Si.
Me” I Me
Me

1,1,1,5,5,5-Hexamethyl-3-phenyl-3-((trimethylsilyl)oxy)trisiloxane obtained in 95%
yield as a colorless oil. The title compound was known in the literature, and all
spectroscopic data are in agreement.®

IH NMR: (400 MHz, CDCls) & 7.49 — 7.40 (m, 2H), 7.32 — 7.18 (m, 3H), -0.00 (s, 27H).
13C NMR: (101 MHz, CDCls) & 135.7, 134.0, 129.6, 127.7, 1.9.

295j NMR: (80 MHz, CDCla) & 8.8, -77.9.

EI-MS m/z (rel. int.): 357 ([M-CHs]*, 50%), 253 (55), 207 (70), 135 (100).

IR: (neat) vmax cm-t: 2958, 1430, 1250, 1129, 1044, 833, 753, 716.

3-Hexyl-1,1,1,5,5,5-hexamethyl-3-((trimethylsilyl)oxy)trisiloxane (5b)

Me
Med |
_Si.
Hex !, I _Me
_Si.___Si.
Q (@] Me
_Si.
Me” I Me
Me

3-Hexyl-1,1,1,5,5,5-hexamethyl-3-((trimethylsilyl)oxy)trisiloxane obtained in 95% yield
as a colorless oil. The title compound was known in the literature, and all spectroscopic
data are in agreement.16

'H NMR: (400 MHz, CDCI3) & 1.26 — 1.11 (m, 8H), 0.89 — 0.71 (m, 3H), 0.40 — 0.29
(m, 2H), -0.00 (s, 27H).
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13C NMR: (101 MHz, CDCls) 5 33.0, 31.8, 23.5, 22.8, 14.6, 14.3, 1.9.
295i NMR: (80 MHz, CDCls) & 7.0, -65.2.

EI-MS m/z (rel. int.): 365 (IM-CHs]*, 10%), 207 (80), 193 (60), 73 (100).
IR: (neat) vmax cm: 2958, 2925, 1456, 1190, 1042, 834, 753, 710.

3-(2-(Allyloxy)ethoxy)-1,1,1,5,5,5-hexamethyl-3-phenyltrisiloxane (6a)

Me
Me. !,
Meo0 M
e e
Ph ! I .Me
_Si.__Si.
Me

3-(2-(Allyloxy)ethoxy)-1,1,1,5,5,5-hexamethyl-3-phenyltrisiioxane obtained in 82%
yield as a colorless oil. The title compound is a new compound.

IH NMR: (400 MHz, CDCls) & 7.49 — 7.36 (m, 2H), 7.30 — 7.13 (m, 3H), 5.83 — 5.67
(m, 1H), 5.24 — 4.94 (m, 2H), 3.87 (dt, J = 5.6, 1.4 Hz, 2H), 3.73 (t, J = 5.6 Hz, 2H),
3.42 (t, J = 5.6 Hz, 2H), -0.00 (s, 18H).

13C NMR: (101 MHz, CDCIs) d 135.1, 134.4, 134.1, 130.0, 127.8, 116.9, 72.3, 71.2,
62.0, 1.9.

29Si NMR: (80 MHz, CDCl3) 5 13.1, -78.1.
EA: C17H3204Sis (384.161): calcd. C 53.08, H 8.38; found C 53.27, H 8.43.

3-Hexyl-1,1,1,5,5,5-hexamethyl-3-(2-(trimethylsilyl)ethyDtrisiloxane (6b)

Me
Med I,

S
Mﬁ/exl\cl) MeMe
"Si. _Si-

3-Hexyl-1,1,1,5,5,5-hexamethyl-3-(2-(trimethylsilyl)ethyl)trisiloxane obtained in 85%
yield as a colorless oil. The title compound is a new compound.

IH NMR: (400 MHz, CDCls) & 1.26 — 1.15 (m, 8H), 0.86 — 0.76 (m, 3H), 0.44 — 0.35
(m, 2H), 0.34 — 0.20 (m, 4H), -0.00 (s, 18H), -0.12 (s, 6H).

13C NMR: (101 MHz, CDCls) 8 33.2, 31.8, 23.2, 22.8, 15.7, 14.3, 8.4, 8.0, 2.1, -2.1.
295j NMR: (80 MHz, CDCls) 5 6.3, 3.1, -21.8.

EI-MS m/z (rel. int.): 377 ([M-CHs]*, 10%), 307 (15), 291 (100), 275 (5).

EA: C17H4402Sis (392.242): calcd. C 51.97, H 11.29; found C 52.17, H 11.32.
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SPECTRA FOR ALL PRODUCTS



1-(tert-Butyl)-1,1-dimethyl-3-phenyldisiloxane (3a)
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Figure S2. 'H NMR (400 MHz, Chloroform-d, 25°C) of 1-(tert-Butyl)-1,1-dimethyl-3-phenyldisiloxane (3a).
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Figure S3. *C NMR (101 MHz, Chloroform-d, 25°C) of 1-(tert-Butyl)-1,1-dimethyl-3-phenyldisiloxane (3a).
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Figure S4. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1-(tert-Butyl)-1,1-dimethyl-3-phenyldisiloxane (3a).
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1,1,1-Triethyl-3-phenyldisiloxane (3b)
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Figure S5. 'H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1-triethyl-3-phenyldisiloxane (3b).
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Figure S6. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1-triethyl-3-phenyldisiloxane (3b).
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Figure S7. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1-triethyl-3-phenyldisiloxane (3b).



1,1,1-Triisopropyl-3-phenyldisiloxane (3c)
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Figure S8. 'H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1-triisopropyl-3-phenyldisiloxane (3c).
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Figure S9. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1-triisopropyl-3-phenyldisiloxane (3c).
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Figure S10. ?°Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1-triisopropyl-3-phenyldisiloxane (3c).
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1,1,1-Trimethyl-3-phenyldisiloxane (3d)
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Figure S11. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1-trimethyl-3-phenyldisiloxane (3d).
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Figure S12. *3C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1-trimethyl-3-phenyldisiloxane (3d).
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Figure S13. ?°Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1-trimethyl-3-phenyldisiloxane (3d).
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1-(tert-Butyl)-1,1,3-triphenyldisiloxane (3e)
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Figure S14. *H NMR (400 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1,3-triphenyldisiloxane (3e).
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Figure S15. *C NMR (101 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1,3-triphenyldisiloxane (3¢).
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Figure S16. °Si NMR (80 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1,3-triphenyldisiloxane (3e).
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1-(tert-Butyl)-1,1-dimethyl-3-(p-tolyl)disiloxane (3f)
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Figure S17. *H NMR (400 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1-dimethyl-3-(p-tolyl)disiloxane (3f)
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Figure S18. *C NMR (101 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1-dimethyl-3-(p-tolyl)disiloxane (3f)
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Figure S19. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1-dimethyl-3-(p-tolyl)disiloxane (3f)
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1-(tert-Butyl)-1,1,3-trimethyl-3-phenyldisiloxane (3g)
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Figure S20. *H NMR (400 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1,3-trimethyl-3-phenyldisiloxane (3g).
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Figure S21. *C NMR (101 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1,3-trimethyl-3-phenyldisiloxane (3g).
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Figure S22. °Si NMR (80 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1,3-trimethyl-3-phenyldisiloxane (3g).
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1-(tert-Butyl)-1,1-dimethyl-3,3-di-p-tolyldisiloxane (3h)
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Figure S23. *H NMR (400 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1-dimethyl-3,3-di-p-tolyldisiloxane (3h).
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Figure S24. *C NMR (101 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1-dimethyl-3,3-di-p-tolyldisiloxane (3h).
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Figure S25. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1-dimethyl-3,3-di-p-tolyldisiloxane (3h)
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1-(tert-Butyl)-1,1,3,3-tetraphenyldisiloxane (3i)
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Figure S26. *H NMR (400 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1,3,3-tetraphenyldisiloxane (3i).
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Figure S27. *3C NMR (101 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1,3,3-tetraphenyldisiloxane (3i).
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Figure S28. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-1,1,3,3-tetraphenyldisiloxane (3i).
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1-(tert-Butyl)-3,3-diethyl-1,1-dimethyldisiloxane (3j)
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Figure S29. *H NMR (400 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-3,3-diethyl-1,1-dimethyldisiloxane (3j).
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Figure S30. *C NMR (101 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-3,3-diethyl-1,1-dimethyldisiloxane (3j).
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Figure S31. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-3,3-diethyl-1,1-dimethyldisiloxane (3j).
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1-(tert-Butyl)-3,3-diethyl-1,1-diphenyldisiloxane (3k)
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Figure S32. *H NMR (400 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-3,3-diethyl-1,1-dimethyldisiloxane (3k).
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Figure S33. *3C NMR (101 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-3,3-diethyl-1,1-dimethyldisiloxane (3Kk).
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Figure S34. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1-(tert-butyl)-3,3-diethyl-1,1-dimethyldisiloxane (3k).



1,1,1,3,3-Pentamethyl-3-phenyldisiloxane (3l)
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Figure S35. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1,3,3-pentamethyl-3-phenyldisiloxane (3I).
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Figure S36. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1,3,3-pentamethyl-3-phenyldisiloxane (3I).
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Figure S37. °Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1,3,3-pentamethyl-3-phenyldisiloxane (3I).
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1-(4-Bromophenyl)-1,1,3,3,3-pentamethyldisiloxane (3m)
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Figure S38. *H NMR (400 MHz, Chloroform-d, 25°C) of 1-(4-bromophenyl)-1,1,3,3,3-pentamethyldisiloxane (3m).
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Figure S39. **C NMR (101 MHz, Chloroform-d, 25°C) of 1-(4-bromophenyl)-1,1,3,3,3-pentamethyldisiloxane (3m).
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Figure S40. °Si NMR (80 MHz, Chloroform-d, 25°C) of 1-(4-bromophenyl)-1,1,3,3,3-pentamethyldisiloxane (3m).
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1,1,1,3-Tetramethyl-3,3-diphenyldisiloxane (3n)
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Figure S41. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1,3-tetramethyl-3,3-diphenyldisiloxane (3n).
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Figure S42. **C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1,3-tetramethyl-3,3-diphenyldisiloxane (3n).
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Figure S43. °Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1,3-tetramethyl-3,3-diphenyldisiloxane (3n).
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1,1,1,3,5,5,5-Heptamethyl-3-((trimethylsilyl)oxy)trisiloxane (30)
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Figure S44. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1,3,5,5,5-heptamethyl-3-((trimethylsilyl)oxy) (30).
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Figure S45. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1,3,5,5,5-heptamethyl-3-((trimethylsilyl)oxy) (30).
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Figure S46. °Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1,3,5,5,5-heptamethyl-3-((trimethylsilyl)oxy) (30).
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1,1,1,3,3,5,5,7,7,9,9,9-Dodecamethylpentasiloxane (3p)
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Figure S47. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1,3,3,5,5,7,7,9,9,9-dodecamethylpentasiloxane (3p).
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Figure S48. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1,3,3,5,5,7,7,9,9,9-dodecamethylpentasiloxane (3p).
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Figure S49. °Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1,3,3,5,5,7,7,9,9,9-dodecamethylpentasiloxane (3p).
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1,1,1,5,5,5-Hexamethyl-3-phenyltrisiloxane (4a)
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Figure S50. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3-phenyltrisiloxane (4a).
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Figure S51. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3-phenyltrisiloxane (4a).
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Figure S52. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3-phenyltrisiloxane (4a).
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1,1,1,5,5,5-Hexaethyl-3-phenyltrisiloxane (4b)
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Figure S53. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexaethyl-3-phenyltrisiloxane (4b).
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Figure S54. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexaethyl-3-phenyltrisiloxane (4b).
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Figure S55. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexaethyl-3-phenyltrisiloxane (4b).
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1,5-Di-tert-butyl-1,1,5,5-tetramethyl-3-phenyltrisiloxane (4c)
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Figure S56. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,5-di-tert-butyl-1,1,5,5-tetramethyl-3-phenyltrisiloxane (4c).
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Figure S57. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,5-di-tert-butyl-1,1,5,5-tetramethyl-3-phenyltrisiloxane (4c).
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Figure S58. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1,5-di-tert-butyl-1,1,5,5-tetramethyl-3-phenyltrisiloxane (4c).
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3-Cyclohexyl-1,1,1,5,5,5-hexamethyltrisiloxane (4d)
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Figure S59. *H NMR (400 MHz, Chloroform-d, 25°C) of 3-cyclohexyl-1,1,1,5,5,5-hexamethyltrisiloxane (4d).
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Figure S60. *C NMR (101 MHz, Chloroform-d, 25°C) of 3-cyclohexyl-1,1,1,5,5,5-hexamethyltrisiloxane (4d).
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Figure S61. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 3-cyclohexyl-1,1,1,5,5,5-hexamethyltrisiloxane (4d).
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3-Hexyl-1,1,1,5,5,5-hexamethyltrisiloxane (4e)
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Figure S62. *H NMR (400 MHz, Chloroform-d, 25°C) of 3-hexyl-1,1,1,5,5,5-hexamethyltrisiloxane (4e).
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Figure S63. *C NMR (101 MHz, Chloroform-d, 25°C) of 3-hexyl-1,1,1,5,5,5-hexamethyltrisiloxane (4e).
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Figure S64. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 3-hexyl-1,1,1,5,5,5-hexamethyltrisiloxane (4e).



1,5-Di-tert-butyl-3-hexyl-1,1,5,5-tetramethyltrisiloxane (4f)
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Figure S65. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,5-di-tert-butyl-3-hexyl-1,1,5,5-tetramethyltrisiloxane (4f).
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Figure S66. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,5-di-tert-butyl-3-hexyl-1,1,5,5-tetramethyltrisiloxane (4f).
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Figure S67. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1,5-di-tert-butyl-3-hexyl-1,1,5,5-tetramethyltrisiloxane (4f).
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1,1,1,5,5,5-Hexamethyl-3-(p-tolyl)trisiloxane (49g)
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Figure S68. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3-(p-tolyl)trisiloxane (4g).
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Figure S69. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3-(p-tolyl)trisiloxane (4g).
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Figure S70. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3-(p-tolyl)trisiloxane (4g).
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1,1,1,5,5,5-Hexaethyl-3-(p-tolyl)trisiloxane (4h)
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Figure S71. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexaethyl-3-(p-tolyl)trisiloxane (4h).
nmno
[SESNE]
[a =]
EHE s .
(=] T 2 H
gand NN o Y
KR NNN o N ©
NN ~ ‘
|
T T T T T T T T T T T T T T T T T T T T T T
210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 -10

f1 (ppm)

Figure S72. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexaethyl-3-(p-tolyl)trisiloxane (4h).
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Figure S73. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexaethyl-3-(p-tolyl)trisiloxane (4h).
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1,5-Di-tert-butyl-1,1,5,5-tetramethyl-3-(p-tolyl)trisiloxane (4i)
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Figure S74. 'H NMR (400 MHz, Chloroform-d, 25°C) of 1,5-di-tert-butyl-1,1,5,5-tetramethyl-3-(p-tolyl)trisiloxane (4i).
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Figure S75. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,5-di-tert-butyl-1,1,5,5-tetramethyl-3-(p-tolyl)trisiloxane (4i).
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Figure S76. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1,5-di-tert-butyl-1,1,5,5-tetramethyl-3-(p-tolyl)trisiloxane (4i).



1,1,1,5,5,5-Hexamethyl-3,3-diphenyltrisiloxane (4j)
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Figure S77. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-Hexamethyl-3,3-diphenyltrisiloxane (4j).
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Figure S78. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-Hexamethyl-3,3-diphenyltrisiloxane (4j).
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Figure S79. *Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-Hexamethyl-3,3-diphenyltrisiloxane (4j).
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1,1,1,5,5,5-Hexamethyl-3,3-di-p-tolyltrisiloxane (4k)
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Figure S80. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3,3-di-p-tolyltrisiloxane (4k).
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Figure S81. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3,3-di-p-tolyltrisiloxane (4k).
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Figure S82. °Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3,3-di-p-tolyltrisiloxane (4k).
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3,3-Diethyl-1,1,1,5,5,5-hexamethyltrisiloxane (4l)
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Figure S83. *H NMR (400 MHz, Chloroform-d, 25°C) of 3,3-diethyl-1,1,1,5,5,5-hexamethyltrisiloxane (4l).
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Figure S84. *C NMR (101 MHz, Chloroform-d, 25°C) of 3,3-diethyl-1,1,1,5,5,5-hexamethyltrisiloxane (4l).
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Figure S85. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 3,3-diethyl-1,1,1,5,5,5-hexamethyltrisiloxane (4l).
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1,1,1,5,5,5-Hexamethyl-3-phenyl-3-((trimethylsilyl)oxy)trisiloxane (5a)
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Figure S86. *H NMR (400 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3-phenyl-3-((trimethylsilyl)oxy)trisiloxane (5a).
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Figure S87. *C NMR (101 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3-phenyl-3-((trimethylsilyl)oxy)trisiloxane (5a).
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Figure S88. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 1,1,1,5,5,5-hexamethyl-3-phenyl-3-((trimethylsilyl)oxy)trisiloxane (5a).
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3-Hexyl-1,1,1,5,5,5-hexamethyl-3-((trimethylsilyl)oxy)trisiloxane (5b)
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Figure S89. *H NMR (400 MHz, Chloroform-d, 25°C) of 3-hexyl-1,1,1,5,5,5-hexamethyl-3-((trimethylsilyl)oxy)trisiloxane (5b).
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Figure S90. *C NMR (101 MHz, Chloroform-d, 25°C) of 3-hexyl-1,1,1,5,5,5-hexamethyl-3-((trimethylsilyl)oxy)trisiloxane (5b).
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Figure S91. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 3-hexyl-1,1,1,5,5,5-hexamethyl-3-((trimethylsilyl)oxy)trisiloxane (5b).
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3-(2-(Allyloxy)ethoxy)-1,1,1,5,5,5-hexamethyl-3-phenyltrisiloxane (6a)
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Figure S92. *H NMR (400 MHz, Chloroform-d, 25°C) of 3-(2-(allyloxy)ethoxy)-1,1,1,5,5,5-hexamethyl-3-phenyltrisiloxane (6a).
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Figure S93. *C NMR (101 MHz, Chloroform-d, 25°C) of 3-(2-(allyloxy)ethoxy)-1,1,1,5,5,5-hexamethyl-3-phenyltrisiloxane (6a).
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Figure S94. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 3-(2-(allyloxy)ethoxy)-1,1,1,5,5,5-hexamethyl-3-phenyltrisiloxane (6a).
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3-Hexyl-1,1,1,5,5,5-hexamethyl-3-(2-(trimethylsilyl)ethytrisiloxane (6b)
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Figure S95. *H NMR (400 MHz, Chloroform-d, 25°C) of 3-hexyl-1,1,1,5,5,5-hexamethyl-3-(2-(trimethylsilyl)ethyl)trisiloxane (6b).
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Figure S96. *C NMR (101 MHz, Chloroform-d, 25°C) of 3-hexyl-1,1,1,5,5,5-hexamethyl-3-(2-(trimethylsilyl)ethyl)trisiloxane (6b).
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Figure S97. 2°Si NMR (80 MHz, Chloroform-d, 25°C) of 3-hexyl-1,1,1,5,5,5-hexamethyl-3-(2-(trimethylsilyl)ethyl)trisiloxane (6b).
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MECHANISTIC STUDIES

Supplement 1

IH NMR spectra of [(PPh3)CuH]s

1H NMR: (400 MHz, Benzene-ds) & 7.72 — 7.61 (m, 6H), 6.95 (t, J = 7.4 Hz, 4H), 6.74 (t, J = 7.5 Hz,
6H), 3.52 (t, J = 5.6 Hz, 1H).
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Figure S98. *H NMR (400 MHz, benzene-ds, 25°C) of Stryker’s reagent.
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Supplement 2
'H NMR spectra of mixture of [(PPh3)CuH]s and silanol — Dihydrogen evolution
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Figure S99. *H NMR (400 MHz, chloroform-d, 25°C) of the mixture of Stryker's reagent and tert-butyldimethylsilanol.



Supplement 3

29Si NMR spectra of: sole tert-butyldimethylsilanol (part a), mixture of [(PPhs)CuH]s and silanol (part
b), 1,5-di-tert-butyl-1,1,5,5-tetramethyl-3-phenyltrisiloxane (part c), and the typical reaction between
tert-butyldimethylsilanol and phenylsilane in the presence of [(PPhs)CuH]s (part d).
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Figure S100. 2*Si NMR (80 MHz, chloroform-d, 25°C) of the mixture of Stryker's reagent and tert-butyldimethylsilanol.
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