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1. General

All the reactions were performed under an iner{dy atmospheranddry reaction tubeTHF
waspurified using a tweacolumn solidstate purification system (Innovative Technology, NJ,
USA) and transferred t@ nitrogen filledglovebox without exposure to aiCDCl; were
purchased from ARMAR AGral used directlyUnless otherwise noted, all othexagents

and starting materials were purchased from commercial sources and used without further
purification.’H and*C NMR speat were recorded at 293 dd Bruker Advance 400
spectrometersH NMR chemical shifts wereeferenced to residual solvent as determined
relative to M@Si (U or CBICklp mMp6ppm). Thel*C (CPD)chemical shifts were
reported in ppm relative tthe carbon resonance of CDL[77.16 ppm. The data for NMR
spectra were reported aslfob ws : chemical shifts (U0) wer e
constants (J) were in Hertz (Hz). The following abbreviations were used to explain the
multiplicities: s = singlet, d = doublet, t = triplet, q = quartet, m = multiplet, br = bi®&d.
measurema was conducted on a Pedgimer Clarus 400 GC with a FID detector.
GC-MS measurements were conducted on an Agilent Technologies 7890A GC system
equipped with a 5975@nassdetector. High-resolution mass (HRMSpeasurements were
conducted at the EPFL ISI@ass spectrometry serviegith a Micro Mass QTOFRwith
atmosphericpressurephotoionization (APPIl)onization sourceElemental analyses were
performed on a Carlo Erba EA 110MHN instrument.Powder X-ray diffraction
measurements were carriedut on Malvern Panalytical Aeris Cement Edition with
monochromaticCuK, 2 radiation anda PIXP detector orX'Pert Philips diffractometeiin
BraggBrentanogeometrywith monochromaticCuKey, > radiationanda fast Si-PIN -~ multr

strip detector (0.154@m). Transmis®n electron microscope (TEMndHigh-angle annular
darkfield scanning transmission electron microscope (HAABIFEM)images were collected

on a FEI Tecnai Osiris TEM equipped with highghtness fieldemissiongun (XFEG).
Samples for TEM were prepared by drying a drop of diluted ethanol dispersion of the samples
onto a copper gridcovered by ultrathin carbon membrangénergydispersive X-ray
spectroscopyEDX) mappingmagesweretaken undea scannin@EM (STEM) modal. TGA
analysesvere performed on a TGA 4000 from Perkin Elrirea 20 mLmin™. The ramping

rate of temperature was 10 °C-nirscanning electron microscopSEM) imageswere taken

using a Zeiss MerlirMicroscope operated atk/ and equipped with an Inlersecondary
electron detectoN2 adsorptiordesorptionexperiment was carried out wituantachrome
autosorb iQ instrumenthelR wastestedwith Varian 800 FFIR Scimitar SeriedJV-vis was

tested withShimadazuJV-3600PlusUV-VIS-NIR machine.sssThe products were isolated

with preparation thidayer chromatography with TLC Silica gel 6@sHrom Merck KGaA,
Darmstadt, Germany or column chromatography filled with silica gel from SilidFR&0

(406 0 ¢ m400 rAe3)DiphenylsilaneandBiphenyt4, 4-dicarboxylic acidwas from TCI
Chemicals. Sodiutmethoxidewasfrom SigmaAldrich. Nickel (1) chloride hexahydratevas

from AlfaAesar.



2. Synthesis of substrates

Substrate 1jit, 102, 1pB!, 1w¥ and 1ad® were prepared according to related reported
procedures

3. Base metaMOF catalyzed hydrosilylation of alkenes

3.1 Synthesis ofMOFs!®!

A typical procedurefor the synthesis oiNi-L4-1: 4,4-Biphenyldicarboxylicacid (0.375 mmol,
91mg) was added to a mixture of DMF (16 mL), ethanol (1 mL) and water (1 mL) in a 50 mL
plastic tube. Then 0.375 mmol Ng&H>O (89.2 mg) was addedhe reaction mixture was
stirred for five minutes. Then 0.4 mL triethylamine was added then the mixture was
sonicated witranultrasonic cleanefor eight hours. During the process, the bath temperature
was controlled betweeni 25 °C through addion of ice. The final reactionmixture was
centrifugedat8000 rpm for 15 minutes, then washethvd mL water, DMF and ethantwice.

The powder was collected.

Other MOF samples were prepared in a similar manner, except some variations in conditions
(Table S1)The isolation processasthe same afor Ni-L4-1.

Table SL. Summary othe synthetic conditions for different MOFs.

cat. (2.5 mol%)
NaOMe (10 mol%)
_——

CBHW/\ . Ph,SiH, CBH”/\/SiHth
THF, 40 °C.
0.2 mmol 1.05 eq.
HOOCOCOOH HOOCOCOOH HOOC@COOH HOOC—@COOH HOOCOCOOH
" " pyrarzine
NiCl,.6H,0 Ni(NO3)2-6H20 Ni(NO3)2-6H.0  Et;N Ni(NO3),.6H,0 DABCO Ni(NO3)2.6H,0 (3.0 eq)
Et;N Et;N DMF/EtOH/H,0 DMF/EtOH/H,0 (3.0 eq) DMF/EtOH/H,0
DMF/EtOH/H,0 DMF/EtOH/H,0 Solvothermal Solvothermal Solvothermal
- o
Sonification for 8 h Sonification for 8 h at 150 °C for 24 h at 150 °C for 24 h at 150 °C for 24 h
Ni-L1-1 Ni-L1-2 Ni-L1-3 Ni-L1-4 Ni-L1-5
COOH COOH
HoOC HoOC
HOOC COOH .

NICh.6H.0 EtN Ni(NO3)2.6H,0 pyrarzine Ni(NO3),.6H,0 4,4"bipyridine NiCl.6H,0  EtzN
10120120 Elg DMF/EtOH/H,0 (1.0 eq) DMF/EOHH,0  (1-0d) DMF/EtOH/H,0
DMF/EtOH/H,0 Solvothermal at150 °C for 24 h Solvothermal at150 °C for 24 h Sonification for 8 h

Sonification for 8 h

Ni-L2-1 Ni-L3-1 Ni-L3-2 Ni-L4-1
HOOCCOOH HOOCCOOH HOOCCOOH HOOCCOOH

Ni(NO3),.6H,0 gADBcc)) Ni(NO3)2-6H0 4~4'(’:’igyfid)i"e Ni(NO3);.6H,0 Ni(NO3),.6H,0  pyrarzine
.0 e .0 e
DMF/EtOH/H,0 q DMF/EtOH/H;0 q DMF/EtOH/H,0 DMF/EtOH/H,0
o

Solvothermal at 150 °C for 24 h | | Solvothermal at150 °C for 24 h Solvothermal at 150 °C for 24 h | | Solvothermal at 150 °C for 24 h

Ni-L4-2 Ni-L4-3 Ni-L4-4 Ni-L4-5

H H

HOOC@COOH Hooc@coq—« OOCOCO? Hooc@;ﬁ:ﬁgﬂe

CoCl.6H.0 FeSO,7H,0 pé’gm"e Fe(NO3)y9H,0 Pyrarzine Mn(NO3);4H,0 (3.0 eq)
0Cl26H20  EtN DMF/EOH/H,0 (30 6% DMF/EOHH,0 (30 €9 DMF/EtOHH,0
DMF/EtOH/H0 Solvothermal Solvothermal Solvothermal

Sonification for 8 h at 150 °C for 24 h at 150 °C for 24 h

Co-L1-1 Fe-L1-2 Mn-L1-1

3.2 Screeningof catalytic efficiency

Generalprocedures 2.5 mol%catalyst and coesponding amount of NaOMe weadded to a dry vial
with a magnetic stir. Then the vial was transferrea titrogen filledglovebox 2 mL THF was added
to the vialby a pipette followed byaddtion of 0.2 mmol1-deceneThen the mixture was stirred for 1
minute 0.21 mmol diphenylsilane wafenadded. The vial wataken out of the gloveband allowed

to react at 40C under a600rpm stirring ratdor the12 hoursThen the reaction mixture was quenched
by adding 2 mL diethyl etheDodecane wathenadded and the ixture was stirred for five minutes.
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Then the mixture was transferredaaentrifugetubeand centrifuged at 12000 rpm for 5 minutes to
isolate the catalysT-hesupernatantvas analysed by GC to give the yetd the hydrosilylationThen

the catalyst s washed with 2 mL diethyl ether for two timaslast, the atalyst was transferred to

the sameeaction vial, dried in vacuum for 1 hour, and reused. NaOMe and substrates were added for
the next runThree runs were mader each catalyst, unlesgherwise noted. The results are shown in
Table S2and Table 1, main text

We tried other silanes such as (E&8)IH but the yields were podFor reactions that did not go well,
we observed disproportionation products due to-basdiated disproportionatn. For example, with
(EtO)%SiH we saw (EtQpi in GGMS.

Table 2. Screening oMOF catalysts for hydrosilylation ofdecene

cat. (2.5 mol%)
NaOMe (10 mol%)

CoHi XX+ PhySiH, = G, NS HPN2
THF, 40 °C.
0.2 mmol 1.05 eq.
st nd rd st nd rd
Entry Cat. L 2 3 Entry Cat. L 2 3
use use use use use use
Ni-L1-1 85 82 78 8 Ni-L3-2 88 71 80
Ni-L1-2 83 89 87 9 Ni-L4-1 87 82 92

Ni-L1-3 87 67 17 10 Ni-L4-2 92 85 28
Ni-L1-4 88 86 84 11 Ni-L4-3 93 17 8
Ni-L1-5 91 8 14 12 Ni-L4-4 90 78 14
Ni-L2-1 85 85 88 13 Ni-L4-5 88 11 5
Ni-L3-1 97 19 7

~No o WNPE

3.3 Robust testby 10 recycling experimens

General procedures Ni-L4-1 (3.7 mg, 0.0125 mmol, 2.5 mol%) and NaOMe (2.7 mg, 0.05 mol, 10
mol%) were added to a dry vial with a magnetic stir. Then the vial was transfeaedittogen filled
glovebox, 2 mL THF was added to the vial with pipette, followed by addinedeténg70.1 mg, 0.5

mmol, 1.0 eq.). Then the mixture was stirred for 1 minute. Diphenylsilane (0.525 mmol, 96.7) was then
added. The vial was taken out of the glovebox armvaltl to react at 48C under a 450 rpm stirring

rate for 2 hours. Then the reaction mixture was quenched by adding 2 mL diethyl ether, then dodecane
was added and the mixture was stirred for five minutes. Then the mixture was transfecetttifuge

tube andcentrifuged at 12000 rpm for 5 minutes to isolate the catalystsdpernatanivas analysed

by GC to give the yields of the hydrosilylation. Then the catalyst was washed with 2 mL THF for two
times. At last, tk catalyst was transferred to the sawction vial, dried in vacuum for 1 hour, and
reused. NaOMe and substrates were added for the next run.

Table S3. Yields of hydrosilylation in 10ecycing experimens (2 trials) usingNi-L4-1 as catalyst

Ni-L4-1 (2.5 mol%)
NaOMe (10 mol%) SiHPh
. AN 2
CeHi X +  PhSiH, T hra0%C > CgHy7

2 hours

1.0 eq. 1.05 eq.
0.5 mmol 0.525 mmol
Recycling 1 2 3 4 5 6 7 8 9 10
number
sample 1 89 88 88 86 85 86 87 86 82 81
sample 2 73 70 72.3 74 72 72 71 69 63 48
Average(%) 81 79 80 80 78 79 79 78 73 64




3.4 Exploration of scopeof hydrosilylation

General procedures Ni-L4-1 (3.7 mg, 0.0125 mmol, 2.5 mol%) and NaOMe (2.7 mg, 0.05 mol, 10
mol%) were added to a dry vial with a magnetic stir. Then the vial was transfeaetdttogen filled
glovebox 5 mL THF was added to the viy apipette, followed by adtion of analkene(0.5 mmol,
1.0 eq.). Then the mixture was stirred for 1 min@iphenylsilane (0.525 mmol, 96.7) wemenadded.
The vial wastaken out of the gloveboand allowed to react at 2C at a 450 rpm stirring rateThe
reactionwas stopped after the disappagrof alkenemonitored by TLC or G83/S, andquenched by
addtion of 2 mL diethyl etherThe mixture was filtered through a pad of silica gel elutediéthyl
ether. Thesolvent was removegksing arotary evaporatofThe hydrosilylationproduct was isolated by
column chromatography or preparation thiger chromatography with silica gé€lor substratdy, laa
andlac the reactions wereonductecat 60°C in 2 mL THF.For substratdz and1ab, the reactions
wereconductedat 80°C in 2 mL THF.

3.5 One-pot hydrolysis of the produced silane

General procedures A reaction withlb as the substrate was set up according to the ahexmgoned
standard conditiongAfter two hours the cape of the vial was opened, am@iiL water was added
followed by addition of a150 L NaOH (1.0 M 30 mol% aqueous solutiorH, gas wasevolved
immediately.The mixture washenallowed to react at 88C. No silane was detected by @4€S after
24 hours Thefinal mixture was diluted by diethyl ether and wasndextracted with diethyl ether to
give asolution.The final product was isolated by silicaromatography

Control experiment: To probe the potential role &fi-L4-1 in the hydrolysis of the produced silaae,
control experimenivas conductedHydrolysis of dane 3b wasconducted usin§0 mol% NaOHonly,
without the Ni catalyst. Silandlwas still produced after 12 hours. This result indicates that hydrolysis
does not require a Ni cataly#t.proposed mechanism for the hydrolysis is showncimeghe S1.

©
Ph_ Ph OH F’C:\S Fn H,0 Ph_ Ph
Si_ » I< Si
CeH13/\/ H C6H13/\/ | H CeH13/\/ ~OH
OH
3b OH + H, 4

Scheme &. A proposednechanisnior thehydrolysis of silane

4. Characterization of Ni-L4-1

4.1 Characterization of the asprepared (pristine) catalyst

4.1.1 High-angle annular dark-field scanning transmission electron microscope
(HAADF -STEM) and energydispersive Xray spectroscopy (EDX)

HAADF-STEM and EDXshowed the major elements are nickel and oxyged they are well
distributed in the materiaF{(g. S1)
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FigureS1 (a): HAADF-STEM imageof the pristine catalyst (b-c) the corresponding EDX
mapping.(d) EDX spectrum of the pristine catalyst.

4.1.2 X-ray photoelectron spectroscopy (XPS)
XPS was then used to analyse the cata{izs. S2). The Ni Spectra suggeshe successful

coordination of carboxylat® nickel, because the binding eniexggarevery similar with tlose
of Ni(OACc)24H:-0.
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FigureS2. XPS spectraf pristine catalyst(a): The surveyspectrum (b), C1sspectrum (c):
Olsspectrum (d): Ni2py2 and Ni2p2 spectrum.

4.1.3 N adsorption experiment
The BrunaueEmmettTeller (BET) surface area is 123 fm Thepore size distribution is very

narrow and uniformAll the pore sizes are between 3.0 nm and 4.0 nm $jg.
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Figure S3 (a). N2 adsorptiordesorption isotherms curve die pristine catalyst(b). Pore
distributioncurve the nset is theletails

4.1.6 Thermogravimetry Analysis (TGA)

weight%
1%t derivative of weight%

Weight/%
3
derivative

T T T T T T T T T
100 200 300 400 500 600 700 800 900
Temperature

FigureS4. TGA graphsof the pristine catalyst

Thermogravimetry Analysis (TGA) in afFig. $4) wasused to investigate the stability of the
catalyst The weight Iesbefore 25(0°C shouldoriginate from the loss aibsorbed solvents.
The catalyst began to decompose at #00and totally decomposed at 5ZDto afford nickel
oxide.
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4.1.7IR of Ni-L1-1 and NiL4-1
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Figure S5Infraredspectaof Ni-L4-1 andNi-L1-1.

ThelR spectaindicatedthe existence of NOH moieties The peaks around 3599 ¢rshould
belong to GH vibration, while peaks between 6607!to 850 cm' should belong to NOH
vibration.

4.1.7UV-Vis of Ni-L1-1 and NiL4-1
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Figure %. UV-Vis spectaof Ni-L4-1 andNi-L1-1.

The Ni-basedabsorbancean be observetlietween 600 nm and 800 nifhe spectra are
similar..

4.2 The postcatalytic characterization

TEM showed the morphologyf catalystdid not change, but some sodium salt appeared and
accumulated(Fig. S5S6) HAADF-STEM revealed nickel, oxygen and sodiwvere
homogeneouslyistributed
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Figure S7. The postcatalytic characterization afhe recovered catgt after 2 runs by
microscopy (a). TEM image. (n HAADF-STEM image (c). Element mapping oiNi; (d)
Element mappingad®; 0 EI| e me n tNa l(f) Theagorgsponding BDDSpectrum.

. J
ML-_ SiEssness & s
Figure S8. The postcatalytic characterization ahe recovered catgdt after 10 runs by

microscopy. §. TEM image. (b.HAADF-STEM image (c). Element mapping dfli; (d)
Element mapping d®; 0 EI e me n tNalf) Theaqrpspandjng BOXpectrum.

PXRD pattern of the catalyst aft@rruns showed peaks frosodium formaté€Fig. S7b) This

sodium salshouldderive from sodium methoxidesed for the reactioifhe pattern was similar

to that of the pristine catalyst (Fig. S7Hpwever, after ten runs, the PXRD pattern became
rather different from that of the pristine catalyst, with significant new peaks (Fig. S7c). We
suspected that these peaks came from vasodisim saltgccumulated from the 10 runs. After

the catalystwas washed with watera cleanePXRD patternsimilar to that of the pristine
catalyst, was obtained (Fig. S7d). The intensity of peaks was lower, indicating some loss of
catalyst. We tentatively assign this loss to manipulation during 10 recyclingaitimaigh

S9



catalyst deactivation cannot be fully ruled.othie PXRD analysiglid rule out the formation
of either Ni or NiQ nanoparticles

Intensity (a. u.)

FigureS9. The postcatalytic characterization tiie recovered catgdts by PXRD(a). pristine
catalyst (b). Catalyst afte2 runs (c). Catalyst after 10 rungd). Catalyst after 10 runs which
was further washed by water.

5. Probing Heterogeneous nature

General procedure A reaction was set up according the standard procedures h 50 ¢ L
dodecandt wasstopped after 20 minutesid therwas transferred to a nitrogen filled glovebox

The mixture was separately by equal portion. One half was allowed to react for another 1.5
hours under normal reaction conditioiifie remaining halbf the mixturewas transérredto

two sealablecentrifuge tube The centrifuge tubes was centrifuged at 16000 rpm for five
minutesand therthe half supernatant wasnsferred to another tvgealableentrifuge tubes.
Thetubes were centrifuged at 16000 rpm for 30 minulég aboveprocedurevasrepeated
again.After that, half supernatant was transferred to a dry vial with magnetic stir in a nitrogen
filled glovebox,GC was used to analysis the residual supernatant, 60% yield was gave. T
vial supernatantas allowed to react at standard conditions for 1.5 héiies.thetwo reaction
finished, we also analgsl the yields with GC, we found the reaction with solid species can
give 87% yield, however, the reaction of supernatant g&¥é yield. It means onlythe solid
species can catalyze the reactienthis reaction should be lzeterogeneous process.

6. Mechanism study

Procedure for isotopelabelling experiment (Scheme 3a, main text) The experiment was
carried ouusingthestandargrocedurdor hydrosilylation osubstratd.d, except thaPhSiD-
was usednstead of PtSiHo.

Procedure for reaction in Scheme 3b of main text After two parallel catalytic
hydrosilylation reactiors as shown in Scheme 3b were completed, the head space of the
reactionvials were analysed @C. Without addiion of water, no hydrogen gas was detected
However, if the reaction was quenched with water (several dropdjpgen evolution was
observed.
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Procedure for reaction in Scheme 3c of main textpoison probe with NaSCHs: Two
parallelvials were charged each witki-L4-1 (1.8 mg, 2.5 mol%andNaSCHs (0.3 mg, 1.2
mol%). Then thesenmo vials were transferretd aglovebox. 2 mL THRvas added to each vial,
and the mixtures was stirred for 12 hours

Thereactionmixturein each viawascentrifugedio remove the solventhe solid residue was
washed twice with 1.0 mL THF. Ths®lidresiduein each vial was then used as catalyst for the
hydrosilylation test reaction usirigaand?2 as substrate3he average yield as89%.

7. Spectral data

12,12, 12-Trifluorododec-1-ene(1j)™

3.0 mmol scale, 79% vyieldcolourless oil.'H NMR
(CDCI 3, 4 G875.KHm,)1H)15.02.92 (m,
2H), 2.122.00 (m, 4H), 1.59.51 (m, 2H), 1.38.29 (m,
12H);%C NMR ( CDCI 3 139B,087.50MH276.4 #z) 114.3, 33.9339(q, J =
28.3 Hz) 29.5, 29.5, 29.3, 29.2, 29.1, 28.9, 2@ = 2.8 H2.

D e e e N
1j CF3 ’

Decyldiphenylsilane(3a)”

Yield: 134.5 mg, 8%, colorless oil Rr = 0.57 (hexang *H NMR
Car~~~girpn, | (CDCl, 40 0 MH7Z647.62 (m, 4H), 7477.39 (m, 6H)4.94 (t,

3a = 3.8 Hz, 1H) 1.581.50 (m, 2H), 1.47..31 (m, 14H), 1.24.19 (m,
2H) 0.96 (t,J = 6.7 Hz, 3H) 3C NMR (CDCk, 100 MHz)ti 135.3, 134.9, 129.6, 128.1, 33.3,
32.1,29.8,29.7, 28, 29.4, 24.6, 22.9, 14.3, 12%8SiNMR (CDCk, 79 MHz)li-13.72.

Octyldiphenylsilane (3b) €]

o Yield: 132.9 mg,90%, colorless oil Rr = 0.54 (hexang; *H NMR
673" giHPh, | (CDCls, 40 0 M H7z557.54 (m, 4H), 7.40.32 (m, 6H)4.85 (t,J
3b = 3.7 Hz, 1H) 1.481.42 (m, 2H), 1.371.32 (m, 2H), 1.271.23 (m,
8H), 1.161.11 (m, 2H)0.86 (1 J = 6.8 Hz, 3H) **C NMR (CDCl, 100 MHz)ii 135.3, 134.9,
129.6, 128.1, 33.3, 32.0, 29.4, 29.3, 24.5, 22.8, 14.3; PEBNMR (CDCk, 79 MHz) i -
13.79

Diphenyl(3-phenylpropyl)silane (3c)¥

Yield: 117.9 mg, 78, colorless oil R = 0.33 (hexang H NMR
Ph” " SiHPh, | (CDCls, 40 0 M HZ587.50 (m, 4H), 7.377.31 (m, 6H), 7.26.22
3¢ (m, 2H), 7.177.11 (m, 3H)4.86 (t,J = 3.7 Hz, 1H)2.66 (t,J = 7.6 Hz,

2H), 1.78(p, J = 7.7 Hz, 2H) 1.291.09 (m, 2H) *3C NMR (CDCl, 100 MHz)i 142.3, 135.3,
134.5,129.7, 128.7, 128.4, 128.1, 125.9, 39.4, 26.4;, 2SiNMR (CDCl, 79 MHz)ii-13.94

(3-(2-M ethoxyphenyl)propyl)diphenylsilane (3d)*9
SiHPh, | Yield: 134.7 mg, 8%, colorless oilRi=0.22 (hexane ethyl acetate
= 100: 1); 'H NMR (CDCk, 40 0 M H7ZZ5%#7.52 (m, 4H), 7.37
OMe 7.31 (m, 6H),7.15 (td,J = 7.8, 1.8 Hz, 1H)7.07 (dd,J= 7.4, 1.8

3d Hz, 1H) 6.866.80 (m, 2H)4.86 (t,J = 3.7 Hz, 1H) 3.75 (s, 3H),
2.68 (t,J= 7.6 Hz, 2H)1.801.72 (m, 2H), 1.22.17 (m, 2H)3C NMR (CDCl, 100 MHz)l
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157.6, 135.3, 134.7, 130.7, 130.1, 129.6, 128.1, 12204, 110.4, 55.3, 33.8, 24.7, 12°%i
NMR (CDCk, 79 MHz)Ui-14.0Q

(3-(Naphthalen-1-yl)propyl) diphenylsilane (3e)

Yield: 144.8 mg, 8%, colorless oilRs=0.29(hexane ethyl acetate

0 sitPh,| =100:1);*H NMR (CDCk, 40 0 M H729):7.88 (m, 1H), 7.82
7.80 (M, 1H)7.67 (d,J= 8.2 Hz, 1H) 7.547.51 (m, 4H), 7.4F .41

O (m, 2H), 7.367.32 (m, 7H), 7.267.24 (m, 1H)A4.89 (t,J = 3.8 Hz,
3e 1H), 3.11 (tJ = 7.7 Hz,2H), 1.93(ddd,J = 15.9, 10.3, 6.9 Hz,+3),

1.311.26 (m, 2H) 13C NMR (CDCl, 100 MHZz) 1 138.3, 135.2,
134.4, 134.0, 131.9, 129.628.8, 128.1, 126.6, 126.2, 125.7, 125.5, 125.4, 123.9, 36.4, 25.7,
12.4: 2®SiNMR (CDCh, 79 MHz)U -14.05:HRMS (APPI/LTQOrbitrap m/z): [M+H]* calcd

for CasH2sSit = 353.1720 found353.1721.

(2-Cyclohexylethyl)diphenylsilane (3f)1®

SiHPh, Yield: 140.2 mg, 9%, colorless oil R = 0.46 (hexang, *H NMR

(CDCls, 40 0  MH7Z557.58(m, 4H), 7.397.31 (m, 6H)A4.83 (t,J
O/V = 3.6 Hz, 1H) 1.751.60 (m, 5H), 1.37..31 (m, 2H),1.231.08 (m,
6H), 0.880.78 (m, 2H)13C NMR (CDCh, 100 MHz)li 135.3, 134.9,
129.6, 128.1, 48, 33.1, 32.0, 26.9, 26.5, 9283SiNMR (CDClk, 79 MHz){i-13.06

3f

(3,3-Dimethylbutyl)diphenylsilane (3g)*

SiHPhy | Yield: 124.1 mg,92%, colorless oil Ri = 051 (hexang; *H NMR
>(V3 (CDCl, 40 0 MH7Z5p7.58(m, 4H), 7.397.33 (m, 6H)4.82 (t,J =
9 3.6 Hz, 1H) 1.351.30 (m, 2H), 1.141.05 (m, 2H), 0.87 (s, 9H}3C
NMR (CDCk, 100 MHz)i 135.3, 134.8, 128, 128.1, 38.5, 31.4, 28.9, 628SiNMR (CDCl,
79 MHz) (-12.07.

(2-(Cyclohex3-en-1-yl)ethyl)diphenylsilane (3h) @

SiHPh, Yield: 130.5 mg, 8%, colorless oil; R= 040 (hexang, *H NMR

(CDCls, 400 MHZz)ii 7.56-7.54 (m, 4H), 7.377.32 (m, 6H), 5.66.60
m (m, 2H),4.85 (t,J= 3.7 Hz, 1H)2.142.09 (m, 1H), 2.02..97 (m, 2H),
1.77-1.72(m, 1H), 1.651.48 (m, 2H), 1.48.39 (m, 2H), 1.19.14
(m, 3H) 3C NMR (CDCls, 100 MHz)1 135.3, 134.7, 129.6, 128.1, 127.2, 126.75381.7,
31.2, 28.6, 25.4, 9:4°SiNMR (CDClk, 79 MHz)ii-13.16.

(10-Chlorodecyl)diphenylsilane (3i)

Yield: 153.1 mg, 8%, colorless oil; R= 034 (hexang, *H NMR

o > SHPhz| (CDCls, 400 MHz)Ui 7.56-.7.53 (m, 4H), 7.37.31 (m, 6H)4.85 (t,
J=3.7 Hz, 1H)3.49 (t,J = 6.8 Hz,2H), 1.73 (p,J = 6.9 Hz,2H),
1.49ff-1.33 (m, 6H), 1.24 (br., 8H), 1.4611 (m. 2H) *3C NMR
(CDCls, 100 MHz)11135.2, 134.8, 129.6, 128.1, 45.3, 33.2, 32.8, 29.6, 29.5, 29.3, 29.0, 27.0,
24.5, 12.3?°SiNMR (CDCk, 79 MHz)U -13.76; HRMS (APPI/LTQOrbitrap,m/z): [M+H]*

calcd for G2H30CISi* = 357.1800 found357.1808

3i

Diphenyl(12,12,12trifluorododecyl)silane (3j)

S12


















