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Abstract

Hydrosilylation of terminal and internal alkynes with chlorosilanes, alkylsilanes, and alkoxysilanes catalyzed by platinum on
carbon are discussed. The yields of the isolated vinylsilanes are high and the selectivity of the product depends on the silane used.
Hydrosilylation of alkynes with chlorosilanes produced the B-zrans vinylsilanes, while alkyl and alkoxysilanes produced two or
three vinylsilane isomers. The selectivity of the catalyst platinum on carbon is similar to Karstedt’s catalyst in the reaction of
phenylacetylene with triethylsilane or triethoxysilane. High resolution electron microscopy showed colloidal platinum to be
present in these reactions. © 2002 Published by Elsevier Science B.V.
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1. Introduction

The hydrosilylation reaction is second only to the
direct process in producing compounds with silicon
carbon bonds. Thus, it is not surprising that efforts to
improve the efficiency and broaden the range of appli-
cation of the process are ongoing [1]. The hydrosilyla-
tion of alkynes results in vinylsilanes that are versatile
starting materials for natural products [2] and polymers
[3]. Selectivity is a very important consideration in the
hydrosilylation of alkynes because in addition to re-
gioisomers and stereoisomers as legitimate products
there is also the likelihood of the generation of diad-
ducts [4].

Platinum on carbon (Pt/C) was first reported by
Wagner to be an active hydrosilylation catalyst for
alkenes and alkynes at 100-300 °C and 30-1000 psi
[5]. Essentially, the stereochemistry of the addition of
silanes to a variety of terminal alkynes using platinum
on carbon or chloroplatinic acid [6] was the same. This
supported the idea that similar mechanisms were oper-
ating and prompting the suggestion that finely divided
platinum particles might be common intermediates in
these reactions [4,7].

* Corresponding author. Tel.: + 1-701-231-8601; fax: + 1-701-231-
7947.
E-mail address: boudjouk@plains.nodak.edu (P. Boudjouk).

Evidence that platinum colloids play an essential role
in hydrosilylation has been offered by Lewis and
coworkers [8]. The belief that many ostensibly homoge-
neous platinum group metal catalyzed hydrosilylation
reactions go through colloidal intermediates has broad
implications regardless of which starting species is used
as the catalyst [9]. The type of platinum compound that
would generate the highest activity is one in which
formation of a single Pt® atom and concomitant loss of
ligands are facile [8f,8i]. Therefore, the most active
catalysts are Pt°L, complexes where L is olefinic and
least active catalysts are Pt or Pt"Y complexes with
strongly bound ligands such as phosphines, amines and
sulfides.

The hydrosilylation of alkynes offers a greater syn-
thetic challenge than alkenes because of the higher
reactivity of the triple bond and the potential for a
broader product distribution. In this publication, we
report the efficiency and selectivity of platinum on
activated carbon in the formation of vinylsilanes. The
yields and regioselectivities of the products from the
addition of alkynes to silanes have been emphasized. A
comparison of the reaction conditions was done to
explore effects on selectivity. To assess the catalyst’s
efficiency against a common catalyst, a comparison of
the selectivity was made with Karstedt’s catalyst [8d].
In addition, the intermediacy of colloidal platinum in
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these reactions has been established by high resolution
electron microscopy (HREM).

2. Results and discussion

All vinylsilanes were prepared by treating equimolar
amounts of silane and alkyne with 0.8 g of 1% platinum
on carbon (4.1 mmol of Pt, 0.00025 mol% Pt with
respect to the alkyne). After 4-5 h of reflux (50—
100 °C depending on the silane), the vinylsilanes were
distilled under vacuum in 80-95% isolated yields. Most
alkynes produced a mixture of regioisomers and
stereoisomers, except for the symmetrical internal alky-
nes, which produced only the cis vinylsilane. The iso-
mers were separated, where possible, by spinning band
distillation or preparative GC. Structures were deter-
mined by !'H-, and '3C-NMR and mass spectral
techniques.

2.1. Reactions with terminal alkynes (Reaction (1))

poly(phenylacetylene). It has been reported that the
catalyst, [{Pt(SiCl;)(u-H)[(C4H;,);P]}»], used in the re-
action of phenylacetylene with trichlorosilane gave 80%
yield of B-trans isomer [10]. Similarly, 80% yield of a
76:24 mixture of B-trans:a triethoxysilylstyrene was ob-
tained using [{Pt[Si(CH,Ph)Me,](u-H)[(CcH,,);P]},] as
the catalyst with triethoxysilane [10].

Reaction of 1-hexyne with chlorosilanes gave yields
ranging from 88% (MeSiHCl,) to 97% (PhHSICl,) (en-
tries 6-11, Table 1). Chlorosilanes were more selective
than triethylsilane, typically generating > 90% yields of
the B-trans isomers. The reactions in entries 2, 3, 6 and
7 produced minor products in quantities too small to be
isolated and characterized. Based on the identities of
the minor products in the other entries, assigning o
isomer structures seems reasonable. As with phenyl-
acetylene, the alkyl and alkoxysilanes were less selec-
tive, producing all three isomers. However, Tsipis
observed better selectivity with [(Cy;P)(PhMe,Si)(p-
H)Pt], as the catalyst [11]. He observed 95:5 mixture of

__/R R SiR|R;R; R
RC=CR' + R,R,RysiH 12 FVC. k< * A N=( + )

. SiRR;R;3 R
R = Ph, Bu, Me;Si B trans B cis
R'=H

The reactions of phenylacetylene with silanes gave
good yields, ranging from 81% (MeHSiCl,) to
91%(Et;SiH) (entries 1-5, Table 1). The distribution of
adducts depends on the silane. Chlorosilanes are highly
selective, forming virtually only B-trans products, while
the alkyl and alkoxysilanes gave mixtures of o- and
B-isomers. No Z-isomers were isolated in any of the
reactions. The major by-product in these reactions was

Table 1
Hydrosilylation of terminal alkynes #

SiR|R;R,

B-trans:a.  for triethylsilane, trichlorosilane, and
methyldichlorosilane in yields > 90%.

The activity and life of platinum on carbon from
different lot numbers varied. When one sample of the
catalyst was recycled by distilling off the products and
adding more 1-hexyne and MeSiHCI,, the yields were
95, 87 and 11%. Each time this procedure was repeated,
similar results were obtained, i.e. a sharp drop in the

Entry R Silane Product distribution ®(%) Isolated yield (%)
B-trans B-cis o
1 Ph HSiCl, 100 - 87
2 Ph MeSiHCl, 93 - 7 81
3 Ph PhSiHCI, 89 - 8 89
4 Ph Et,SiH 77 - 23 91
5 Ph (EtO),;SiH 70 - 30 89
6 Bu HSiCl, 92 - 8 95
7 Bu MeSiHCl, 91 - 9 88
8 Bu PhSiHCI, 100 - - 97
9 Bu (EtO);SiH 86 2 12 87
10 Bu (EtO);SiH 75 12 13 86
11 Bu Ph,MeSiH 86 - 14 71
12 Me,Si HSIiCl, 100 - 92
13 Me,Si MeHSiCl, 100 - - 87
14 Me,Si Et,SiH 74 26 - 88
15 Me,Si (EtO),SiH 88 12 - 97

2 Alkyne (20 mmol)/20 mmol silane: 4.1 umol Pt were used in all the above reactions.

® The product distribution is determined by the relative% areas in GC.
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Table 2
Hydrosilylation of symmetrical alkynes *

Entry R,R’ Silane Product Isolated yield (%)
(purity)
1 Et HSIiCl4 cis-isomer 95 (100)
2 Et MeSiHCl, cis-isomer 86 (97)
3 Et Ph,MeSiH  cis-isomer 85 (91)
4 Et Et;SiH cis-isomer 95 (99)
5 Et (EtO);SiH cis-isomer 95 (99)
6 Ph HSIiCl, cis-isomer 63 (93)
7 Ph MeSiHCl, cis-isomer 78 (98)
8 Ph Et;SiH cis-isomer 90 (99)
9 Ph (EtO);SiH cis-isomer 94 (98)
10 Me;Si  MeHSiCl, - -
11°¢ Me;Si  Et;SiH - -

@ Alkyne (20 mmol)/20 mmol silane; 4.1 pmol Pt were used in all
above reactions.

® The product distribution is determined by the relative % areas in
GC.

¢ The reaction was heated for 96 h at 65 °C.

yield of the third cycle. However, recycling a sample of
catalyst with a different lot number in the same manner
resulted in yields of > 85% through five cycles. Thus,
while we may normally ascribe the decrease in activity
to poisoning or destruction of the catalytic species
[12,13] it is clear that, at least for samples of platinum
on carbon, the history of the sample can be vital.

The results from the hydrosilylation of trimethylsilyl-
acetylene with trichlorosilane and methyldichlorosilane
show excellent selectivities (entries 12—15, Table 1).
There is exclusive formation of B-frans isomer in 87—
92% yields. Triethylsilane and triethoxysilane gave
yields of 88 and 97% of hydrosilylated products, respec-
tively, as mixtures of the PB-trans and B-cis isomers.
There is no evidence for the formation of o-isomer
from trimethylsilylacetylene. Thus, it appears that steric
considerations dominate the regioselectivity. This ratio-
nale has been used to explain similar observations in
the hydroboration of trimethylsilylacetylene [14].

2.2. Reactions with symmetrical internal alkyne
(Reaction (2))

R R’
RC=CR' + RR;R;SiH M == )
SiR{RyR;
R, R' = Et, Ph, Me;Si cis

The hydrosilylation of 3-hexyne gave only one isomer
in all cases (entries 1-5, Table 2). The stereochemistry
of the products was not determined. However, in the
examples studied previously, the cis-isomers were
formed as a result of the expected cis-addition of Si-H
[10,11]. All silanes were efficient in the hydrosilylation
of 3-hexynes with yields ranging from 85% (Ph,MeSiH)
to 95% (HSICl; and Et;SiH). These results compare

favorably to those obtained by Tamao et al. using
[Et,(bpy)Ni](bpy = bipyridyl) as a catalyst [15]. With
trichlorosilane and 3-hexyne, they observed 7% yield of
the hydrosilylated product. The remaining product was
the diadduct, CH;CH,CH(SiCl;)CH(SiCl;)CH,CH;.

Entries 6 and 7 in Table 2 reveal the sluggishness of
the diphenylacetylene towards chlorosilanes. After 7 h
of refluxing, only 63 and 78% yields of vinylsilanes
resulted with trichlorosilane and methyldichlorosilane,
respectively, similar to that observed by Green et al.
[10]. The reaction with trichlorosilane required 8 h to
reach 76% yield of the cis-isomer using [{Pt[Si(CH,-
Ph)Me,](u-H)[(C¢H,4,)5P]},] as the catalyst. The alkyl
and alkoxysilanes gave higher yields ( > 90%, entries 8
and 9). The hydrosilylation of 1,2-bis (trimethylsi-
lyl)acetylene, did not occur under the usual reaction
conditions (4-5 h, 50—-100 °C) nor with heating for up
to 96 h. The two trimethylsilyl groups, by means of
steric and/or electronic means clearly deactivate the
triple bond towards hydrosilylation.

2.3. Reactions with unsymmetrical internal alkynes
(Reaction (3))

R R R
RC=CR' + RRR;SHAZEC S+ 8_4 5)
R = Ph, R'= Me SiRiRRs  SiR|R,R,
R=Bu, R'= Me;Si B trans o
R= Ph, R'= Me,Si

The results of hydrosilylation of phenylmethyl-
acetylene are shown in entries 1-4 of Table 3. The
reactions were complete in less than 4 h and with yields
greater than 90%. The selectivity of the product de-
pends on the particular silane; an observation similar to
that made by Voronkov et al. [16]. Trichlorosilane and
triethylsilane gave the o-isomer as the major product,
while methyldichlorosilane and triethoxysilane gave the
B-isomer in excess. Previous attempts to hydrosilylate
this alkyne were less successful. Using a nickel(II) com-
plex, Tamao et al. obtained a 52% yield of an uniden-
tified mixture of isomers with methyldichlorosilane [15].

The results of the hydrosilylation of butyltrimethylsi-
lylacetylene (entries 5—9) are similar to those with other
alkynes. Yields remained high with the exception of
PhHSICl, (56%). For MeHSICl, and Et;SiH, a small
quantity ( < 2%) of a third isomer was detected but not
identified. Hydrosilylation of phenyltrimethylsilyl-
acetylene with HSiCl; (entry 10) was unsuccessful even
after prolonged reaction times (up to 24 h) at tempera-
tures as high as 62 °C. This observation appears incon-
sistent with other results, since HSiCl; is one of the
more reactive silanes in the study. MeSiHCl, was inert
at room temperature. However, when the reaction mix-
ture was heated at 72 °C for 1 h, a 78% yield of a 94:6
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mixture of isomers was isolated. Et;SiH and (EtO),SiH,
were sluggish, requiring 105 h and 21 h to reach 25 and
91% yields, respectively. The most efficient silane is
PhSiHCL,, requiring only 4 h to yield 92%. These
results indicate that hydrosilylation of alkynes can be
dominated by steric factors.

2.4. Comparison of the selectivity of Karstedt’s catalyst
with that of platinum on carbon

Lewis et al. showed that Karstedt’s catalyst is an
efficient catalyst for the hydrosilylation of alkynes [17].
Table 4 compares the selectivity of the platinum on
carbon with that of Karstedt’s catalyst [Pt,(Me,(CH=
CH,),S1,0);]. In all cases, the selectivity of the two
catalysts is similar. Hydrosilylation of phenylacetylene
with triethylsilane using Karstedt’s catalyst produced a

Table 3
Hydrosilylation of unsymmetrical internal alkynes *

82:18 ratio of B-trams to o, while platinum on carbon
gave a 77:23 mixture of the two isomers (entry 1, Table
4). The reaction of the triethoxysilane with phenyl-
acetylene gave the same exact ratio of B-trans to o
isomer (70:30) (entry 2, Table 4).

Similar isomeric product distribution ratios were ob-
tained for hydrosilylation of pentyne and hexyne with
triethylsilane and triethoxysilane (entries 3—6, Table 4).
The reaction of triethylsilane to pentyne yields B-trans
and o isomers in the ratio of §9:11 with the Karstedt’s
catalyst. This isomeric ratio is very similar to that of
triethylsilane addition to hexyne in the presence of Pt/C
to give a mixture of 86:12:2 of B-trans:o:B-cis isomers.
Comparable results are obtained from the reaction of
triethoxysilane to pentyne and hexyne. While the selec-
tivity of the catalyst is similar, the difference in the
reaction conditions is significant. Platinum on carbon

Entry R R’ Silane Product distribution (%) ® Isolated yield (%)
o s Conditions
1 Ph Me HSIiCl, 60 © 11 48 °C, 2.25 h 94
2 Ph Me MeSiHCl, I1e 88 82 °C,1h 92
3 Ph Me Et,SiH 68 © 30 52 °C,4h 96
4 Ph Me (EtO);SiH 14 86 70 °C, 1.5 h 93
5 Bu Me,Si HSIiCl, 84 9 62 °C, 18 h 93
6 Bu Me,Si MeSiHCl, 97 3 45 °C, 2.5 h 96
7 Bu Me,Si PhSiHCl, 87 3 45°C25h 56
8 Bu Me,Si Et,SiH 56 26 65 °C 36 h 89
9 Bu Me,Si (EtO),;SiH 90 8 62 °C, 4 h 89
10 Ph Me,Si CL,SiH - - 72 °C, 1 h -
11 Ph Me,Si MeSiHCl, 94 6 72 °C, 1 h 78
12 Ph Me,Si PhSiHCI, 90 8¢ 85 °C,4h 92
13 Ph Me,Si Et,SiH 70 - 80 °C, 105 h 25
14 Ph Me,Si (EtO);SiH 49 ¢ 43 110 °C, 21 h 91

@ Alkyne (20 mmol)/20 mmol silane; 4.1 pmol Pt were used in all above reactions.

® The product distribution is determined by the relative % areas in GC.

¢ Identity of isomers is not known.

Table 4
Comparison of selectivity between Karstedt’s catalyst ® and platinum of carbon ®

Entry  Substrate Silane Karstedt’s (%) Conditions  Pt/C (%) Conditions Karstedt’s (%o)  Conditions
(Lewis) (Hiils) ©
1 PhC=CH HSIEt, 82 B-trans, 18 o 60 °C 1 h 77 B-trans 23 o 85°C 4.5 h 76 B-trans 24 oo 65°C 2 h
2 PhC=Ch (EtO);SiH 70 B-trans, 30 oo 25 °C, 1 h 70 B-trans, 30 o 85 °C,4.5h 80 B-trans, 20 o 58 °C, 1.5 h
3 PrC=CH HSiEt, 89 B-trans, 11 o« 25 °C, 1 h - - - -
4 PrC=CH (EtO);SiH 63 B-trans, 26 o, 25°C,1h - - - -
11 B-cis
5 BuC=CH HSIEt, - - 86 B-trans, 12 o, 2 78 °C, 5 h - -
B-cis
6 BuC=CH (EtO);SiH - - 75 B-trans, 13 o, 12 70 °C, 7 h - -

B-cis

4 Alkyne (18.2 mmol), 18.2 mmol of silane and 0.8 pmol of Pt (0.004 mol% of Pt based on alkyne) were used.
® Alkyne (20 mmol), 20 mmol of silane and 4.1 pmol of Pt (0.02 mol% of Pt based on alkyne) were used.

¢ Karstedt’s catalyst was prepared in our lab or obtained from Hiils.



M. Chauhan et al. /Journal of Organometallic Chemistry 645 (2002) 1-13 5

Fig. 1. Medium resolution image of the colloid formed in the reaction
of triethylsilane with phenylacetylene in the presence of Pt/C. Pt
nanoparticles are the small black spots indicated with arrows on the
carbon.

required heating at 60—90 °C for approximately 4 h to
reach yields of ~80%. The reactions (entries 2—4)
catalyzed by Karstedt’s catalyst occur at room tempera-
ture except for the reaction of phenylacetylene with
triethylsilane (entry 1) [17].

These results prompted us to look for colloids as the
possible catalytic species in the present reactions.
HREM was used to analyze the reaction solution from
the triethylsilane reaction with phenylacetylene in the
presence of Pt/C. Fig. 1 is a medium resolution image
showing the distribution of Pt nanoparticles on the
carbon. Fig. 2 exhibits Pt grains of the size 2—5 nm in
diameter and they exhibit lattice fringes that corre-
spond to the spacing of the (111) and in some cases the
(200) planes of Pt. These results confirm the formation
of Pt colloids in the hydrosilylation of phenylacetylene
with triethylsilane. It should be noted that there are a
few examples of stable colloids of Pt in nonaqueous—
nonalcoholic media [8h,81,18]. The structure of the plat-
inum observed from the reaction solution is consistent
with the structure of platinum colloids already well
established [8,9].

3. Conclusions

This work has shown that platinum on carbon is a
cheap, efficient, and selective catalyst for the hydrosily-
lation of alkynes under relatively mild conditions.
HREM analysis showed that colloidal platinum is
formed. A similar observation was reported when
Karstedt’s catalyst was used for hydrosilylation of alke-
nes and alkynes [8]. The mechanism of the hydrosilyla-
tion reaction is probably similar to that proposed by

Lewis et al. involving formation of ligand free Pt°
species [8,9]. The selectivity of the products depends on
the silane. Chlorosilanes usually produce one vinylsi-
lane, while alkoxysilanes and alkylsilanes yield a mix-
ture of two or more isomeric vinylsilanes. Thus,
excellent yields of vinylsilanes ( > 85%) can be achieved
by using platinum on carbon providing a significant
cost advantage over homogeneous platinum complexes.

4. Experimental
4.1. General methods

All manipulations were carried out under nitrogen.
'H-NMR (270.16 MHz), (399.95 MHz) and '*C-NMR
(67.94 MHz), (100.57 MHz) spectra were obtained on
JEOL GSX 270 and Varian INOVA 400 spectrometers
at 25 °C and referenced to Me,Si. Gas chromatogra-
phy was performed on a Hewlett—Packard 589011
model equipped with a cross-linked methylsilicone cap-
illary column. Some of the isomers were separated on a
GOW-MAC series 580 gas chromatography unit. GC—
MS data were obtained on a Hewlett—Packard 5988A
with electron impact ionization (70 keV). Elemental
analyses were performed by Desert Analytics of Tuc-
son, Arizona. The HREM was performed on a JEOL
2010 instrument operated on 200 kV. Samples were
prepared by evaporating the benzene solution of the
reaction mixture on to a copper TEM grid covered with
a thin amorphous carbon substrate. All reagents, in-
cluding the 1% Pt on carbon, were purchased from
Aldrich. The alkynes were used as received, while the
silanes were distilled before use. Phenylmethylacetylene
was prepared from lithium phenylacetylide and methyl
iodide. Phenyltrimethylsilylacetylene and butyltri-
methylsilylacetylene were prepared from the appropri-
ate lithium salts and trimethylchlorosilane. Karstedt’s
catalyst was purchased from Hiils or prepared by the
method of Lewis et al. [17].

4.2. General reaction procedure

A 25 ml three-necked flask equipped with a con-
denser/N, inlet and stir bar was charged with 0.08 g 1%
Pt on carbon (4.1 pmol of Pt, 2.5 x 10 =% mol% Pt with
respect to the alkyne). The flask was flushed with
nitrogen for a few minutes and 20 mmol of alkyne and
20 mmol of silane were added by syringe. The solution
was heated for few hours and monitored by gas chro-
matography. The products were distilled under vacuum
and characterized by NMR and mass spectrometry.

4.2.1. Phenylacetylene + trichlorosilane (entry 1, Table 1)
Phenylacetylene (2.0 g, 2.2 ml, 20 mmol) and
trichlorosilane (2.8 g, 2.1 ml, 20 mmol) were added to
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0.08 g of 1% Pt on carbon (4.1 pumol of Pt). The
solution was heated at 50-58 °C for 5 h and 4.0 g (17.4
mmol, 87%) of E-1-phenyl-2-trichlorosilylethene [10,19]
was distilled under vacuum. Ph—C,=C,—SiCl; (B-trans):
'H-NMR (CDCl,): § 6.36 (d, J(H,H) = 19 Hz, 1H, H,),
7.30 (d, J(H,H) = 19.0 Hz, 1H, H,); *C-NMR (C¢Dy):
o 118.39 (Cy), 128.15 (arom, C,), 128.42 (arom, C,,),
130.10 (arom, C,), 135.04 (arom, ipso-C,), 151.58 (C,);
EIMS; m/z (relative intensity): 236 [M™*, 13], 201 (2),
165 (5), 103 (100).

4.2.2. Phenylacetylene + methyldichlorosilane (entry 2,
Table 1)
Phenylacetylene (2.0 g, 2.2 ml, 20 mmol) and

methyldichlorosilane (2.3 g, 2.1 ml, 20 mmol) were
added to 0.08 g of 1% Pt on carbon (4.1 umol of Pt).
After heating at 56 °C for 3.5-4.5 h, vacuum distilla-
tion resulted in 3.2-4.4 g (15-19 mmol, 75-95%)
of  E-1-phenyl-2-methyldichlorosilylethene  [10,20].
Ph-C,=C,-SiCL,C, (B-trans): '"H-NMR (CDCl,): § 0.96
(s, 1H, H), 6.46 (d, J(H,H) =18.7 Hz, 1H, H,), 7.27
(d, J(H,H)=18.9 Hz, 1H, H,); *C-NMR (CDCl,): ¢
5.61 (Cp), 121.32 (Cy), 127.26 (arom, C,), 128.77 (arom,
C,.), 129.72 (arom, C,), 136.25 (arom, ipso-C,), 149.18
(C,); EIMS; m/z (relative intensity): 216 [M*, 43], 201
(35), 175 (9), 165 (100), 103 (5). Minor isomer: EIMS;
m/z (relative intensity): 216 [M*, 17], 201 (8), 165 (10),
103 (100).

Fig. 2. HREM of the Pt colloid formed in the reaction of triethylsilane with phenylacetylene in the presence of Pt/C. 2—5 nm size particles are
evident. Also evident are the diffraction fringes of the (111) planes and, in some cases, (200) planes. The scale bar in all the images is 5 nm. Fig.

2A shows polycrystalline Pt grains of size 2 nm.
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4.2.3. Phenylacetylene + phenyldichlorosilane (entry 3,
Table 1)

Phenyldichlorosilane (Hiil’s) (3.6 g, 3.0 ml, 20 mmol)
and 0.08 g of 1% Pt on carbon (4.1 pmol of Pt) were
placed in to a 25 ml flask. Phenylacetylene (2.0 g, 2.2
ml, 20 mmol) was added by addition funnel at 35 °C
over 45 min. After an additional 30 min at 45 °C,
vacuum distillation produced 5.2 g (17.8 mmol, 8§9%) of
E-1-phenyl-2-phenyldichlorosilylethene.

Ph-C,=C,-SiCL,Ph (B-trans): 'H-NMR (CDCl,): ¢
6.61 (d, J(H,H) =18.7 Hz, 1H, H,), 7.34 (d, J(H,H) =
19.0 Hz, 1H, H,); EIMS; m/z (relative intensity): 278
[M*, 8], 243 (1), 202 (2), 180 (100), 165 (27).

4.2.4. Phenylacetylene + triethylsilane (entry 4, Table 1)

Phenylacetylene (2.0 g, 2.2 ml, 20 mmol) and triethyl-
silane (2.3 g, 3.2 ml, 20 mmol) were added to 0.08 g of
1% Pt on carbon (4.1 pmol of Pt). Heating at 70 °C for
4.5 h produced 3.9 g (18 mmol, 91%) of a mixture of
E-1-phenyl-2-triethylsilylethene [10] and 1-phenyl-1-tri-
ethylsilylethene [10,17,21] after vacuum distillation.

Ph-C,=C-Si-C~Cy (B-trans): '"H-NMR (CDCl,): ¢
0.64 (q, J(H,H)=8 Hz, 6H, H.), 1.00 (t, J(H,H)=38
Hz, 9 H, Hy), 6.45 (d, J(H,H) =19 Hz, 1H, H,), 6.91
(d, J(H,H)=19.0 Hz, 1H, H,); *C-NMR (CDCl,): §
3.36 (Cy), 7.32 (Cp), 125.99 (C,), 126.34 (arom, C,),
128.11 (arom, C,), 126.68 (arom, C,), 128.80 (arom,
ipso-C;), 144.89 (C,); EIMS; m/z (relative intensity):
218 [M*, 12], 189 (99), 161 (98), 131 (100). (a-isomer)
'H-NMR (CDCl;): ¢ 0.66 (q, J(H,H) =8 Hz, 6H, H,),
0.95 (t, J(H,H) =8 Hz, 9H, H,), 5.60 (d, J(H,H) =3.3
Hz, 1H, H,), 5.89 (d, J(H,H) =3.3 Hz, 1H, H,); "*C-
NMR (CDCl,): ¢ 3.59 (C,), 7.43 (Cy), 126.10 (arom,
C,), 127.90 (arom, C,), 128.53 (arom, C,,), 138.60 (C,),
150.40(C,); EIMS; m/z (relative intensity): 218 [M*, 3],
189 (48), 161 (81), 133 (46), 103 (100).

4.2.5. Phenylacetylene + triethoxysilane (entry 5, Table 1)
Phenylacetylene (2.0 g, 2.2 ml, 20 mmol) and tri-
ethoxysilane (3.3 g, 3.7 ml, 20 mmol) were added to
0.08 g of 1% Pt on carbon (4.1 umol of Pt). Heating the
solution at 55 °C for 4.5 h, provided 4-4.9 g (15-18
mmol, 75-93%) of a mixture of E-1-phenyl-2-tri-
ethoxysilylethene [10,17] and 1-phenyl-1-triethoxysi-
lylethene [10] after vacuum distillation.
Ph-C,=C,-Si-O-C_C, (B-trans): '"H-NMR (CDCl,):
0 1.28 (t, J(H,H) =7 Hz, 9H, H,), 3.90 (q, JH,H)=7
Hz, 6H, H,), 6.20 (d, J(H,H) =19.4 Hz, 1H, H,), 7.23
(d, J(H,H)=19.4 Hz, 1H, H,); *C-NMR (CDCl,): ¢
18.19 (Cy), 58.52 (C), 117.7 (C,), 126.70 (arom, C,),
128.4 (arom, C,), 128.65 (arom, C,), 149.04 (C);
EIMS; m/z (relative intensity): 266 [M ™, 9], 251 (45),
222 (100), 163(15), 135 (17). (o-isomer) 'H-NMR
(CDCLy): o 1.16 (t, J(H,H)=7 Hz, 9H, Hy), 3.79 (q,
JH,H)=7 Hz, 6H, H,), 592 (d, J(H,H)=2.93 Hz,
1H, H,), 6.10 (d, J(H,H)=2.93 Hz, 1H, H,); "*C-

NMR (CDCly): ¢ 18.05 (Cy), 58.66 (C.), 126.80 (C,),
128.20 (arom, C,), 131.49 (arom, C,), 141.91 (C,),
143.37 (C,); EIMS; m/z (relative intensity): 266 [M*, 7],
222 (84), 163 (39), 135 (100).

4.2.6. 1-Hexyne + trichlorosilane (entry 6 of Table 1)

1-Hexyne (1.6 g, 2.3 ml, 20 mmol) and trichlorosilane
(2.8 g, 2.1 ml, 20 mmol) were added to 0.08 g of 1% Pt
on carbon (4.1 pmol of Pt). Heating the solution for 5
h at 50 °C produced, after vacuum distillation, 4.2 g
(19 mmol, 95%) of E-1-trichlorosilylhex-1-ene [11].

Cl;-Si-C,=C,~CC4C.C; (B-trans): 'H-NMR
(CDCl,): 6 0.93 (t, J(H,H)=7 Hz, 3H, Hy), 1.30-1.52
(m, 4H, Hy, H,), 2.24-2.32 (m, 2H, H,), 5.81 (d of t,
J(H,H)=18.3, 1.5 Hz, 1H, H,), 6.71 (d of t, J(H,H) =
18.3, 6 Hz, 1H, H,); 3*C-NMR (CDCl,): J 13.84 (C)),
22.19 (C,), 29.81 (Cy), 35.54 (C,), 121.71 (C,), 157.36
(Cy); EIMS; m/z (relative intensity): 216 [M™*, 4], 187
(24), 174 (94), 151 (20), 133 (74), 83 (100).

4.2.7. 1-Hexyne + methyldichlorosilane (entry 7, Table
1)

I-Hexyne (1.6 g, 23 ml, 20 mmol) and
methyldichlorosilane (2.3 g, 2.1 ml, 20 mmol) were
added to 0.08 g of 1% Pt on carbon (4.1 umol Pt).
Stirring the solution at room temperature for 1.5 h

resulted in 3.8 g (17.6 mmol, 88%) of E-1-
methyldichlorosilylhex-1-ene [11,22].
C,Si-C,-C,—CC,;C.C; (B-trans): 'H-NMR

(CDCly): 6 0.84 (s, 3H, Hy), 0.92 (t, J(H,H)=7 Hz,
3H, H,), 1.27-1.48 (m, 4H, Hy, H,), 2.19-2.26 (m, 2H,
H,), 5.75 (d of t, J(H,H) = 18.5, 1.5 Hz, 1H, H,), 6.52
d of t, JA,H) =185, 62 Hz, 1H, H,); *C-NMR
(CDCly): 6 5.47 (C,), 13.87 (Cy), 22.19 (C,), 30.07 (Cy),
35.74 (C,), 123.56 (C,), 154.41 (C,), EIMS; m/z (rela-
tive intensity): 196 [M*, 1], 181 (1), 167 (10), 154 (32),
113 (100).

4.2.8. 1-Hexyne + phenyldichlorosilane (entry 8, Table
1)

Phenyldichlorosilane (Hil’s) (3.6 g, 3.0 ml, 20 mmol)
and 0.08 g of 1% Pt on carbon (4.1 pmol of Pt) were
placed in to a 25 ml flask. 1-Hexyne (1.6 g, 2.2 ml, 20
mmol) was added by addition funnel over 30 min. After
heating at 78 °C for 45 min, provided 5.0 g (19.4
mmol, 97%) of E-1-phenylldichlorosilylhex-1-ene after
vacuum distillation.

Ph-Si-C,=C,-CC,C.-C; (B-trans): 'H-NMR
(CDCly): ¢ 093 (t, J(H,H) =7 Hz, 3H, Hy), 1.29-1.53
(m, 4H, Hg, H,), 2.24-2.32 (m, 2H, H,), 591 (d of t,
J(H,H)=18.3, 1.2 Hz, 1H, H,), 6.60 (d of t, J(H,H) =
18.3, 6.2 Hz, 1H, H,); *C-NMR (CDCl,): § 13.87 (Cp),
22.20 (Cp), 30.02 (Cy), 35.88 (C,), 121.88 (arom, C,),
128.24 (arom, C,), 131.52 (arom, C,), 156.36 (C,);
EIMS; m/z (relative intensity): 258 [M™*, 1], 216 (26),
188 (8), 175 (100), 152 (12).
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4.2.9. 1-Hexyne + triethylsilane (entry 9, Table 1)
1-Hexyne (1.6 g, 2.3 ml, 20 mmol) and triethylsilane
(2.3 g, 3.2 ml, 20 mmol) were added to 0.08 g of 1% Pt
on carbon (4.1 pmol Pt). Heating at 78 °C for 5 h
produced 3.4 g (17 mmol, 87%) of a mixture of E-1-tri-
ethylhex-1-ene, Z-1-triethylsilylhex-1-ene and 2-tri-
ethylsilylhex-1-ene, after vacuum distillation [11,22].

C,—CSi-C,~C,~C~C4;~CC; (B-trans): 'H-NMR
(CDCly): 6 0.58 (q, J(H,H) =7.8 Hz, 6H, H,), 0.89 (t,
J(H,H) =7 Hz, 3H, H)), 0.93 (t, J(H,H) = 7.8 Hz, 9H,
H,), 1.28-1.57 (m, 4H, H,, H,), 2.09-2.17 (m, 2H, H,),
5.54 (d of t, J(H,H) =18.7, 1.5 Hz, 1H, H,), 6.04 (d of
t, J(H,H) =18.7, 6.6 Hz, 1H, H,); *C-NMR (CDCl,):
6 3.58 (Cyp), 7.36 (C,), 13.95 (Cy), 22.18 (C,), 31.03 (Cy),
36.74 (C,), 125.50 (Cy), 148.78 (C,); EIMS; m/e (rela-
tive intensity): 198 [M*, 1], 169 (51), 141 (100), 113
(37).

(B-cis) EIMS; m/z (relative intensity): 198 [M™*, 1],
169 [M+ — Et, 97], 141 (100), 113 (50).

(a-isomer) 'H-NMR (CDCL,): 6 0.53 (t, J(H,.H) = 7.8
Hz, 6H, H,), 0.91 (t, J(H,H)=7.3 Hz, 3 H, Hy), 0.94
(q, JH,H)=7.8 Hz, 9H, H,), 1.30-1.55 (m, 4H, H,,
H,), 1.91-1.97 (m, 2H, H,), 5.24-5.45 (m, 2H, H,, H,);
BC-NMR (CDCl,): ¢ 3.16 (C,), 7.34 (C,), 13.65 (Cy),
17.33 (C,), 23.09 (Cy), 34.97 (C,), 126.23 (C,), 128.65
(C,); EIMS; m/z (relative intensity): 198 [M*, 2], 169
(1), 141 (2), 115 (50), 87 (100).

4.2.10. 1-Hexyne + triethoxysilane (entry 10, Table 1)

1-Hexyne (1.6 g, 2.2 ml, 20 mmol) and triethoxysi-
lane (3.3 g, 3.7 ml, 20 mmol) were added to 0.08 g of
1% Pt on carbon (4.1 pmol of Pt). After heating the
solution at 65-70 °C for 7 h, vacuum distillation re-
sulted in 4.3-4.8 g (17-19 mmol, 85-95%) of a mix-
ture of E-I-triethoxysilylhex-1-ene [23] and 2-tri-
ethoxysilylhex-1-ene.

C,—C,0-Si-C,~C,-C-C,C-C; (B-trans): 'H-
NMR (CDCl,): ¢ 0.89 (t, J(H,H) =7 Hz, 3H, H)), 1.23
(t, J(H,H) =7 Hz, 9H, H,), 1.35 (m, 4H, Hy, H,), 2.14
(m, 2H, H,), 3.83 (q, J(H,H) =7 Hz, 6H, H,), 5.42 (d
of t, J(H,H)=18.7, 1.5 Hz, 1H, H,), 6.43 (d of t,
J(H,H)=18.7, 6.2 Hz, 1H, H,); *C-NMR (CDCl,): ¢
13.84 (C)p), 18.18 (C,), 22.47 (C,), 30.40 (C,), 31.55 (C,),
58.37 (C,), 118.82 (C,), 153.98 (C,). EIMS; m/z (rela-
tive intensity): 246 [M*, 1], 231 (3), 201 (12), 163 (100).

(a-isomer) *C-NMR (CDCl,): 6 22.17 (C,), 22.60
(Co), 3094 (Cy), 35.66 (C,), 36.25 (Cp), 128.93 (C,),
143.86 (C.); EIMS; m/z (relative intensity): 246 [M™,
1], 231 (1), 201 (5), 163 (100).

4.2.11. 1-Hexyne + diphenylmethylsilane (entry 11,
Table 1)

Diphenylmethylsilane (Hul's) (4.0 g, 3.9 ml, 20
mmol) and 0.08 g of 1% Pt on carbon (4.1 pmol Pt)
were placed in to a 25 ml flask. 1-Hexyne (1.6 g, 2.2 ml,
20 mmol) was added to it. After heating at 92 °C for 3

h, provided 4.0 g (14 mmol, 71%) of E-1-diphenyl-
methylsilylhex-1-ene after vacuum distillation [24].

C,Si-C,~C,~C~C4C-C;  (B-trans): 'H-NMR
(CDCly): ¢ 0.63 (s, 3H, Hy), 0.93 (t, J(H,H)=7 Hz,
9H, H,), 1.29-1.47 (m, 4H, H,.), 2.22 (q, JHH)=7
Hz, 6H, H,), 594 (d of t, J(H,H)=18.7, 1.5 Hz, 1H,
H,), 6.19 (d of t, J(H,H)=18.7, 6.2 Hz, 1H, H,);
PBC-NMR (CDCl,): 6 3.30 (C,), 13.95 (C,), 22.27 (Cy),
30.75 (Cp, 36.60 (C,), 125.02 (C,), 127.73 (arom, C,),
129.16 (arom, C,), 134.81 (arom, C,,), 137.18 (arom,
ipso-C;), 151.63 (C,); EIMS; m/z (relative intensity):
280 [M*, 12], 265 (10), 237 (3), 223 (8), 197 (100).
Minor isomer: '"H-NMR (CDCL;): § 5.86 (m, 1H, H,),
5.41 (m, 1H, H,); EIMS; m/z (relative intensity): 280
[M*, 4], 265 [M* —Me, 15], 183 (70), 121 (82),
105(100).

4.2.12. Trimethylsilylacetylene + trichlorosilane (entry
12, Table 1)

Trimethylsilylacetylene (2.0 g, 2.8 ml, 20 mmol) and
trichlorosilane (2.8 g, 2.1 ml, 20 mmol) were added to
0.08 g of 1% Pt on carbon (4.1 umol of Pt). Heating the
solution for 5 h at 40 °C produced, after vacuum
distillation, 4.3 g (18 mmol, 92%) of E-1-trichlorosilyl-
2-trimethylsilylethene [25].

C.Si-C,=C,-Si (B-trans): '"H-NMR (CDCL,): ¢ 0.16
(s, 1H, H,), 6.52 (d, J(H,H) =22 Hz, 1H, H,), 7.24 (d,
J(H,H) =22 Hz, 1H, H,). *C-NMR (CDCl,): § —2.07
(Co), 138.20 (C,), 161.50 (C,); EIMS; m/z (relative
intensity): 234 [M*, 1], 219 (67), 135 (8), 99 (100).

4.2.13. Trimethylsilylacetylene + methyldichlorosilane
(entry 13, Table 1)

Trimethylsilylacetylene (2.0 g, 2.8 ml, 20 mmol) and
methyldichlorosilane (2.3 g, 2.1 ml, 20 mmol) were
added to 0.08 g of 1% Pt on carbon (4.1 pmol of Pt).
After heating the solution for 4.5 h at 45 °C, vacuum
distillation gave, 3.7 g (17.4 mmol, 87%) of E-1-
methyldichlorosilyl-2-trimethylsilylethene.

CSi-C,=C,-Si-Cy (B-trans): '"H-NMR (CDCl,): ¢
0.13 (s, 1H, H,), 0.85 (s, 3H, Hy), 6.53 (d, J(H,H) =22
Hz, 1H, H,), 7.04(d, J(H,H) =22 Hz, 1H, H,); "*C-
NMR (CDCly): 6 —1.97 (C), 491 (Cy), 141.38 (C,),
158.26 (C,); EIMS; m/z (relative intensity): 212 [M™,
2], 197 (37), 113 (17), 103 (19), 99 (100).

4.2.14. Trimethylsilylacetylene + triethylsilane (entry
14, Table 1)

Trimethylsilylacetylene (2.0 g, 2.8 ml, 20 mmol) and
triethylsilane (2.4 g, 3.2 ml, 20 mmol) were combined
with 0.08 g of 1% Pt on carbon (4.1 pmol Pt). Heating
the solution for 6 h at 75 °C, vacuum distillation gave,
3.8 g (18 mmol, 88%) of a mixture of E-1-triethylsilyl-2-
trimethylsilylethene and Z-1-triethylsilyl-2-trimethyl-
silylethene.
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C.Si-C,=C,-Si-C4C, (B-trans): '"H-NMR (CDCl,):
0 0.07 (s, 1H, H,), 0.58 (q, J(H,H) =7.3 Hz, 6H, Hy),
0.94 (t, J(H,H) =7.3 Hz, 9H, H,), 6.53 (d, J(H,H) =21
Hz, 1H, H,), 6.64 (d, J(H,H) =21 Hz, 1H, H,); EIMS;
m/z (relative intensity): 214 [M™*, 3], 199 (2), 185 (54),
157 (54), 87 (96), 73 (100). (B-cis): '"H-NMR (CDCl,): ¢
0.10 (s, 1H, H,), 0.62 (q, J(H,H)=7.3 Hz, 6H, Hy),
0.92 (t, J(H,H)=7.3 Hz, 9H, H,), 6.28 (d, J(H,H) =
5.4 Hz, 1H, Hy), 6.39 (d, J(H,H)=5.4 Hz, 1H, H,);
EIMS; m/z (relative intensity): 214 [M*, 3], 199 (2), 185
(79), 157 (49), 87 (100), 73 (44).

4.2.15. Trimethylsilylacetylene + triethoxysilane (entry
15, Table 1)

Trimethylsilylacetylene (2.0 g, 2.8 ml, 20 mmol) and
triethoxysilane (3.3 g, 3.7 ml, 20 mmol) were combined
with 0.08 g of 1% Pt on carbon (4.1 pmol of Pt).
Heating the solution for 4.5 h at 83°C resulted in the
isolation of 5.1 g (19.4 mmol, 97%) of a mixture of
E-1-triethoxysilyl-2-trimethylsilylethene and Z-1-trieth-
oxysilyl-2-trimethylsilylethene by vacuum distillation.

C-Si-C,=C,-Si-O-C,—C,  (B-trans): 'H-NMR
(CDClL,): ¢ 0.086 (s, 3H, H,), 1.24 (t, J(H,H) =7 Hz,
9H, H,), 3.82 (q, J(H,H)=7 Hz, 6H, H,), 6.31 (d,
J(H,H) =22 Hz, 1H, H,), 6.99 (d, J(H,H) =22 Hz, 1H,
H,); “C-NMR (CDCl,): 6 —1.85 (C,), 18.21 (C,),
58.55 (Cy), 138.71 (Cy), 158.15 (C,); EIMS; m/z (rela-
tive intensity): 261 [M* — 1, 1], 247 (100), 203 (88), 175
(64), 163 (98). (B-cis): '"H-NMR (CDCl;): 6 0.12 (s, 3H,
H,), 1.25 (t, J(H,H) = 7 Hz, 9H, H,), 3.83 (q, J(H,H) =
7 Hz, 6H, H,), 6.43 (d, J(H,H) = 5.5 Hz, 1H, H,), 6.58
(d, J(H,H)=5.5 Hz, 1H, H,); *C-NMR (CDCly): &
—1.06 (C,), 18.43 (C,), 58.35 (Cy), 145.20 (Cy), 158.15
(C,); EIMS; m/z (relative intensity): 247 [M* — Me,
35], 203 (22), 175 (14), 163 (100). Anal. Found: C,
50.31; H, 9.83. Calc. for C,;H,40,Si,: C, 50.32; H,
10.00%.

4.2.16. 3-Hexyne + trichlorosilane (entry 1, Table 2)

3-Hexyne (1.7 g, 2.3 ml, 20 mmol) and trichlorosilane
(2.8 g, 2.1 ml, 20 mmol) were added to 0.08 g of 1% Pt
on carbon (4.1 umol Pt). Heating the solution for 3.5 h
at 43 °C produced, after vacuum distillation, 4.1 g (19
mmol, 95%) of 3-trichlorosilyl-cis-hex-3-ene [11].

C,—C,—(SiCL))C=C4C.Cs 'H-NMR (CDCly): ¢
1.07 (t, J(H,H) =7 Hz, 3H, H,), 1.10 (t, J(H,H) = 7Hz,
3H, Hy, 2.00-2.40 (m, 4H, H,_.), 6.42 (t, JHH)=7
Hz, 1H, H,); "*C-NMR (CDCl,): § 13.27 (C,), 14.48
(C,, 21.14 (Cp, 22.22 (C,), 134.93 (C,), 151.39 (Cy);
EIMS; m/z (relative intensity): 216 [M*, 3], 133 (21), 83
(100).

4.2.17. 3-Hexyne + methyldichlorosilane (entry 2, Table
2)

3-Hexyne (1.7 g 2.3 ml, 20 mmol) and
methyldichlorosilane (2.3 g, 2.1 ml, 20 mmol) were

added to 0.08 g of 1% Pt on carbon (4.1 pmol of Pt).
After heating the solution for 2.5-5 h at 52-65 °C
produced after vacuum distillation 3.2 g (17 mmol,
86%) of 3-methyldichlorosilyl-cis-hex-3-ene.

C,—C,—~(SiC,Cl,)C~C4—C.~C; (B-trans): 'H-NMR
(CDCly): ¢ 0.86 (s, 3H, H,), 1.04 (t, J(H,H) = 7.6 Hz,
3H, H,), 1.06 (t, JH,H)=7.6 Hz, 3H, Hy), 2.21 (q,
J(H,H)=17.6 Hz, 2H, H,), 2.31 (g, J(H,H)=7.6 Hz,
2H, H,), 6.15 (t, J(H,H) =7 Hz, 1H, H,); *C-NMR
(CDCly): 6 5.04 (C,p), 13.49 (C,), 14.64 (Cy), 21.29 (C,),
21.96 (C,), 136.92 (C,), 148.21 (Cy); EIMS; m/z (relative
intensity): 196 [M*, 14], 181 (2), 139 (11), 113 (86), 83
(100).

4.2.18. 3-Hexyne + diphenylmethylsilane (entry 3,
Table 2)

3-Hexyne (1.6 g, 2.2 ml, 20 mmol) and diphenyl-
methylsilane (4 g, 3.9 ml, 20 mmol) were combined with
0.08 g of 1% Pt on carbon (4.1 pmol Pt). After heating
at 96 °C for 1.5 h, provided 4.6 g (17 mmol, 85%) of
3-diphenylmethyl-silyl-cis-hex-3-ene  after = vacuum
distillation.

C,-C,~(Si Ph, C,)C~C4~C.C; "H-NMR (CDCl,): 6
0.65 (s, 3H, Hy), 0.84 (t, J(H,H) = 7.5 Hz, 3H, Hy), 1.01
(t, J(H,H)=17.5 Hz, 3H, H,), 2.15-2.26 (m, 4H, H,,
H,, 581 (t, JH,H)=7 Hz, 1H, H,); C-NMR
(CDCly): 6 —3.61 (Cp), 14.07 (Cp), 14.84 (C,), 21.90
(Cy), 22.92 (C,), 127.63 (C,), 128.99 (arom, C,), 135.18
(arom, C,), 136.99 (arom, C,,), 137.71 (arom, ipso-C,),
146.71 (Cy); EIMS; m/z (relative intensity): 280 [M™,
18], 265 (17), 251 (17), 197 (100).

4.2.19. 3-Hexyne + triethylsilane (entry 4, Table 2)

3-Hexyne (1.6 g, 2.2 ml, 20 mmol) and triethylsilane
(2.3 g, 3.2 ml, 20 mmol) were combined with 0.08 g of
1% Pt on carbon (4.1 umol of Pt). The solution was
stirred and heated at 80 °C for 3-3.5 h and vacuum
distilled to give 3.8 g (19 mmol, 95%) of 3-triethyl-silyl-
cis-hex-3-ene [11].

C,—C,—(SiC,C,)C~C,~C.-C; 'H-NMR (CDCly): ¢
0.58 (q, J(H,H)="7.4 Hz, 6H, H,), 0.92 (t, J(H,H) =
7.4 Hz, 9 H, H,), 0.99 (t, J(H,H)=7.4 Hz, 6 H, H,,
Hy), 2.06-2.18 (m, 4 H, H,, H,), 5.67 (t, JH.H)=5.9
Hz, 1H, H,); >C-NMR (CDCL,): 6 3.14 (Cy), 7.45 (C)),
14.31 (Cyp, 14.77 (Cp, 21.52 (C,), 22.64 (C,), 138.24
(C,), 143.27 (Cy); EIMS; m/z (relative intensity): 198
[M*, 4], 169 (63), 141 (100).

4.2.20. 3-Hexyne + triethoxysilane (entry 5, Table 2)
3-Hexyne (1.6 g, 2.2 ml, 20 mmol) and triethoxysi-
lane (3.3 g, 3.7 ml, 20 mmol) were added to 0.08 g of
1% Pt on carbon (4.1 pmol of Pt). After heating at
85 °C for 4.5 h, provided 4.7 g (19 mmol, 95%) of
3-triethoxysilyl-cis-hex-3-ene after vacuum distillation.
C,—C,—~(Si-0-C,C,)C~C4~C.C; '"H-NMR (CDCl,):
0 0.98 (t, J(H,H)="7 Hz, 3H, H,), 1.00 (t, J(H.H)=7
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Hz, 3H, Hy), 1.22 (t, JH,H)=7 Hz, 9H, H,), 2.10-
2.20 (m, 4H, H,, H,), 3.83 (q, J(H,H) =7 Hz, 6H, H,),
6.07 (t, J(H.H) =7 Hz, 1H, H,); *C-NMR (CDCl;): §
13.84 (C,), 14.36 (C)), 18.15 (C,), 21.38 (C,), 21.97 (C,),
58.29 (C,), 133.60 (C,), 147.07 (Cy); EIMS; m/z (rela-
tive intensity): 246 [M ™, 3], 200 (19), 163 (100).

4.2.21. Diphenylacetylene + trichlorosilane (entry 6,
Table 2)

Diphenylacetylene (3.56 g, 20 mmol) and trichlorosi-
lane (2.8 g, 2.1 ml, 20 mmol) were added to 0.08 g of
1% Pt on carbon (4.1 pmol of Pt). Heating the solution
for 4 h resulted in 1.6-2.3 g (10—14 mmol, 50-73%) of
1, 2-diphenyl-1-trichlorosilyl-cis-ethene [10] after filtra-
tion through a 0.2 um filter and recrystallization from
hexane.

PhC,(H)=C,~(SiCl;)Ph: 'H-NMR (CDCl,): § 7.04—
7.08 (m, 2H), 7.14-7.27 (m, 6H), 7.38—-7.45 (m, 4H);
BC-NMR (CDCl,): 6 127.79 (arom, C_), 128.27 (arom,
C,), 12898 (arom, C,), 129.16 (arom, C,), 129.32
(arom, C,,), 130.41 (arom, C,,), 135.98 (arom, ipso-C,),
136.06 (C,), 145.34 (C,); EIMS; m/z (relative intensity):
312 [M* —1, 18], 275 (2), 234 (1), 179 (100), 152 (13),
133 (11).

4.2.22. Diphenylacetylene + methyldichlorosilane (entry
7, Table 2)

Diphenylacetylene (3.56 g, 20 mmol) and
methyldichlorosilane (2.4 g, 2.2 ml, 20 mmol) were
added to 0.08 g of 1% Pt on carbon (4.1 umol Pt).
Heating the reaction at 50 °C for 1.5 h resulted in 4.6
g (15.6 mmol, 78%) of 1,2-diphenyl-1-tmethyldichloro-
silyl-cis-ethene [10] by vacuum distillation.

PhC,(H)=C,~(SiCl,C,)Ph: 'H-NMR (CDCly): &
0.85(s, 3H, H,), 7.01-7.04 (m, 10H, Ph); C-NMR
(CDCly): ¢ 4.60(C,), 127.18 (arom, C.), 128.13 (arom,
C,), 128.42 (arom, C,), 128.61 (arom, C,), 129.03
(arom, C,,), 130.09 (arom, C,,), 135.48 (arom, ipso-C,),
137.48 (arom, ipso-C,), 138.49 (C,), 143.04 (C,); EIMS;
m/z (relative intensity): 292 [M™, 31], 241 (6), 198 (2),
179 (100).

4.2.23. Diphenylacetylene + triethylsilane (entry 8,
Table 2)

Diphenylacetylene (3.56 g, 20 mmol) and triethylsi-
lane (2.3 g, 3.2 ml, 20 mmol) were combined with 0.08
g of 1% Pt on carbon (4.1 pmol of Pt). After heating at
50 °C for 4 h, vacuum distillation resulted in 5.2-54 g
(17.6—18.4 mmol, 89-92%) of 1, 2-diphenyl-1-triethylsi-
lyl-cis-ethene [10].

PhC,(H)=C,~(SiC.C4)Ph: 'H-NMR (CDCl,): J 0.68
(q, J(H,H)=7.7 Hz, 3H, H,), 0.99 (t, J(H,H) = 7.7 Hz,
9H, H,), 6.80 (s, 1H, H,) 7.01-7.04 (m, 10H, Ph);
BC-NMR (CDCly): 6 2.75 (C), 7.29 (Cy), 125.49
(arom, C,), 126.92 (arom, C,), 127.26 (arom, C,),
127.84 (arom, C,), 128.58 (arom, C,,), 129.48 (arom,

C,.), 137.38 (arom, ipso-C,), 138.73 (arom, ipso-C,),
143.14 (C,), 144.07 (C,); EIMS; m/z (relative intensity):
294 [M*, 20], 265 (100), 237 (38), 207 (23).

4.2.24. Diphenylacetylene + triethoxysilane (entry 9,
Table 2)

Diphenylacetylene (3.56 g, 20 mmol) and triethoxysi-
lane (3.3 g, 3.8 ml, 20 mmol) were added to 0.08 g of
1% Pt on carbon (4.1 pmol of Pt). After heating at
55 °C for 4 h, vacuum distillation resulted in 6.2-6.6 g
(18.2-19 mmol, 91-95%) of 1, 2-diphenyl-1-tri-
ethoxylsilyl-cis-ethene [10].

PhC,(H)=C,~(SiOC_C,)Ph: '"H-NMR (CDCl,): § 1.22
(t, J(H,H) = 7.0 Hz, 9H, H,), 3.85 (q, J(H,H) = 7.0 Hz,
6H, H,), 7.20 (s, 1H, H,); *C-NMR (CDCl,): J 18.10
(Cy), 58.77 (C,), 126.05 (arom, C,), 127.42 (arom, C,),
127.82 (arom, C,), 128.21 (aroma, C,), 128.42 (arom,
C,,), 129.80 (arom, C,,), 136.83 (arom, ipso-C,), 137.01
(arom, ipso-C;), 140.66 (C.), 142.35 (C,); EIMS; m/z
(relative intensity): 342 [M ™, 43], 298 (46), 252 (46), 178
(68), 119 (58), 79 (100).

4.2.25. Phenylmethylacetylene + trichlorosilane (entry 1,
Table 3)

Phenylmethylacetylene (2.3 g, 2.5 ml, 20 mmol) and
trichlorosilane (2.8 g, 2.1 ml, 20 mmol) were added to
0.08 g of 1% Pt on carbon (4.1 umol of Pt). Heating the
solution for 2.25 h at 48 °C resulted in 4.7-4.8 g
(18—19 mmol, 93-95%) of E-1-methyl-1-trichlorosilyl-
2-phenylethene after vacuum distillation.

PhC,(H)=C,~(SiCl,)C.: '"H-NMR (CDCl5): J 2.03 (s,
3H, H,), 7.13 (s, 1H, H,); *C-NMR (CDCl,): é 14.69
(Co), 128.42 (arom, C,), 128.53 (arom, C,), 129.40
(arom, C,,), 135.64 (arom, ipso-C,), 144.75 (arom, C,),
146.37 (C,). EIMS; m/z (relative intensity): 250 [M™,
18], 235 (50), 215 (40), 199 (50), 175 (2), 133 (7), 117
(100).

4.2.26. Phenylmethylacetylene + methyldichlorosilane
(entry 2, Table 3)

Phenylmethylacetylene (2.3 g, 2.5 ml, 20 mmol) and
methyldichlorosilane (2.3 g, 2.1 ml, 20 mmol) were
added to 0.08 g of 1% Pt on carbon (4.1 umol of Pt).
Heating the solution for 1 h at 82 °C gave 4.0-4.5g
(17-19 mmol, 86-95%) of E-1-methyl-1-methyldi-
chlorosilyl-2-phenylethene [15] and 1-phenyl-1-methyl-
dichlorosilyl-2-methylethene by vacuum distillation.

PhC,(H)=C,~(SiCLC,)C.:  (B-isomer) 'H-NMR
(CDCl,): ¢ 097 (s, 3H, Hy), 2.11 (s, 3H, H), 7.11 (s,
1H, H,); *C-NMR (CDCly): § 4.09 (Cy), 14.87 (C)),
127.90 (arom, C,), 128.27 (arom, C,,), 129.22 (arom,
C,), 133.31 (Cy), 136.38 (arom, ipso-C;), 142.09 (C,);
EIMS; m/z (relative intensity): 230 [M™*, 21], 215 [M*
—Me, 1], 195 [M* —Cl, 1], 179 [M* — Me, Cl, 7], 158
M+ —72 2], 117 [M* —113, 100]. (a-isomer) 'H-
NMR (CDCl,): ¢ 0.81 (s, 3H, Hy), 1.70 (d, J(H,H) =
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6.9Hz, 3H, H,.), 6.66 (q, J(H,H)=6.6 Hz, 1H, H,);
BC-NMR (CDCl,): § 4.70 (Cy), 16.12 (C,), 126.84
(arom, C,), 128.45 (arom, C,), 128.66 (arom, C,,),
137.41 (C,), 139.52 (arom, ipso-C,), 143.22 (C,); EIMS;
m/z (relative intensity): 230 [M™*, 26], 215 (1), 194 (7),
179 (7), 158 (4), 117 (100).

4.2.27. Phenylmethylacetylene + triethylsilane (entry 3,
Table 3)

Phenylmethylacetylene (2.3 g, 2.5ml, 20 mmol) and
triethylsilane (2.3 g, 3.2 ml, 20 mmol) were added to
0.08 g of 1% Pt on carbon (4.1 pmol of Pt). After
heating the solution for 4 h at 52 °C gave 4.5 g (19.1
mmol, 96%) of a mixture of E-1-methyl-1-triethylsilyl-
2-phenylethene and 1-phenyl-1-triethylsilyl-2-methyl-
ethene by vacuum distillation.

PhC,(H)=C,—(SiC,C,)C.: (B-isomer) 'H-NMR
(CDCly): ¢ 0.71 (q, J(H,H)="7.8Hz, 6H, Hy), 1.00 (t,
J(H,H)=7.8 Hz, 9H, H,), 1.96 (s, 3H, H,), 6.73 (s, 1H,
H,); *C-NMR (CDCl,): 6 2.64 (C,), 7.48 (C,), 16.96
(Co), 126.36 (arom, C,), 128.00 (arom, C,), 129.06
(C,,), 137.43 (Cy), 138.39 (arom, ipso-C,), 138.54 (C,);
EIMS; m/z (relative intensity): 232 [M*, 7], 203 (100),
175 (49), 163 (12), 147 (31), 135 (24). (o-isomer) 'H-
NMR (CDCl,): ¢ 0.87 (q, J(H,H)=7.9Hz, 6H, H,),
1.23 (t, J(H,H) = 7.9Hz, 9H, H,), 1.89 (d, J(H,H) = 6.6
Hz, 3H, H,), 6.38 (q, J(H,H) = 6.6Hz, 1H, H,); '*C-
NMR (CDCly): ¢ 2.88 (C,), 7.29 (Cy), 1591 (C,),
125.12 (arom, C,), 127.76 (arom, C,), 127.95 (arom,
C,.), 13691 (C,), 142.64 (arom, ipso-C,), 142.85 (C,);
EIMS; m/e (relative intensity): 232 [M 4+, 31], 203
(100), 175 (81), 163 (23), 147 (41), 135 (47); Anal
Found: C, 77.86; H, 10.24. Calc. for C,sH,,Si: C, 77.49;
H, 10.43%.

4.2.28. Phenylmethylacetylene + triethoxysilane (entry
4, Table 3)

Phenylmethylacetylene (2.3 g, 2.5 ml, 20 mmol) and
triethoxysilane (3.3 g, 3.8 ml, 20 mmol) were combined
with 0.08 g of 1% Pt on carbon (4.1 pumol of Pt).
Heating for 1.5 h at 70 °C resulted in 5.1 g (18 mmol,
90%) of E-1-methyl-1-triethoxysilyl-2-phenylethene [26]
and 1-phenyl-1-triethoxysilyl-2-methylethene [26] by
vacuum distillation.

PhC,(H)=C,—~(SiOC,C,)C.  (B-isomer): 'H-NMR
(CDCly): 6 1.29 (t, J(H,H)=6.9 Hz, 9H, H,), 2.01 (s,
3H, H,), 3.90 (q, J(H,H) = 6.9 Hz, 6H, H,) 7.08 (s, 1H,
H,); *C-NMR (CDCl,): § 16.12 (C,), 18.20 (C,), 58.56
(Cy), 12692 (arom, C,), 127.97 (arom, C,), 129.14
(arom, C,,), 130.75 (arom, ipso-C,), 137.73 (C,), 142.03
(C,); EIMS; m/z (relative intensity): 280 [M*, 55], 265
(25), 251 (7), 236 (43), 221 (29), 192 (24), 163 (75), 147
(59), 135 (59), 119 (100). (a-isomer) 'H-NMR (CDCl,):
0 1.17 (t, JH,H) = 6.9 Hz, 9H, H,), 1.71 (d, J(H,H) =
6.6 Hz, 3H, H,), 3.79 (q, J(H.H) =6.9 Hz, 6H, H,),
6.52 (g, J(H,H) = 6.6Hz, 1H, H,); *C-NMR (CDCl,):

0 15.80 (C,), 18.07 (C,), 58.56 (Cy), 125.70 (arom, C,),
127.90 (arom, C,), 128.50 (arom, C,,), 136.54 (arom,
ipso-C;), 140.08 (C,), 141.64 (C.); EIMS; m/z (relative
intensity): 280 [M ™, 25], 251 (2), 236 (100), 221 (34),
195 (7); Anal. Found: C, 64.20; H, 8.47. Calc. for
C,sH,,05Si: C, 64.23; H, 8.64%.

4.2.29. Butyltrimethylsilylacetylene + trichlorosilane
(entry 5, Table 3)

Butyltrimethylsilylacetylene (3.1 g, 4.0 ml, 20 mmol)
and trichlorosilane (2.8 g, 2.1 ml, 20 mmol) were added
to 0.08 g of 1% Pt on carbon (4.1 pmol Pt). Heating the
solution for 18 h at 62 °C resulted in 5.6 g (18.7 mmol,
93%) of E/Z-1-trimethylsilyl-2-trichlorosilyl-hex-1-ene
[27] after vacuum distillation.

C,SiC,(H)=C.~(SiCl;)C4-C.-C~C, '"H-NMR
(CDCl,): 6 0.21 (s, 9H, H,), 0.94 (t, J(H,H) =7.3Hz,
3H, Hy), 1.28-1.89 (m, 4H, H. ), 3.77 (t, J(H,H) = 6.4
Hz, 2H, Hy) 6.72 (s, 1H, H,); *C-NMR (CDCl,): ¢
—0.14 (C), 13.80 (Cyp), 22.97 (Cyp), 32.70 (C,), 34.23
(Cy), 151.92 (Cyp), 167.64 (C.); EIMS; m/z (relative
intensity): 275 [M* — 15, 13], 246 (2), 159 (4), 93(15),
73(100); (minor isomer) 275 [M* — 15, 13], 246 (2), 159
(21), 93 (14), 73 (100).

4.2.30. Butyltrimethylsilylacetylene
+ methyldichlorosilane (entry 6, Table 3)
Butyltrimethylsilylacetylene (3.1 g, 4.0 ml, 20 mmol)
and methyldichlorosilane (2.3 g, 2.1 ml, 20 mmol) were
combined with 0.08 g of 1% Pt on carbon (4.1 pmol of
Pt). Heating the solution for 2.5 h at 45 °C gave 5.2 g
(19.2  mmol, 96%) of E/Z-1-trimethylsilyl-2-
methyldichlorohex-1-ene.
C,SiC,(H)=C.~(SiCl,C,)C4-C~CC, 'H-NMR
(C¢Dg): 0 0.08 (s, 9H, H,), 0.59 (s, 3H, H,), 0.87(t,
J(H,H)=7.3 Hz, 3H, H,), 1.24-1.33 (m, 2H, Hy),
1.53-1.56 (m, 2H, H,), 2.43-2.49 (m, 2H, H,), 6.54(s,
1H, H,). BC-NMR (C¢Dy): 6 0.02 (C,), 5.36 (C,,), 14.03
(Cp), 23.33 (Cyp), 33.21 (Cp), 35.09 (Cy), 148.45 (C,),
157.81(C,). EIMS; m/z (relative intensity) major iso-
mer: 253 [M* —17, 3], 226 (5), 159 (7), 125 (9), 73
(100); minor isomer 253 [M* —17, 1], 159 (16), 118
(23), 73 (100). Anal. Found: C, 44.54; H, 8.30. Calc. for
C,oH,,CLSi: C, 44.58, H, 8.25%.

4.2.31. Butyltrimethylsilylacetylene
+ phenyldichlorosilane (entry 7, Table 3)
Butyltrimethylsilylacetylene (3.1 g, 4.0 ml, 20 mmol)
and 0.08 g of 1% Pt on carbon (4.1 pmol of Pt) were
placed in a 25 ml two-necked flask. Phenyldichlorosi-
lane (3.5 g, 2.9 ml, 20 mmol) was added dropwise at
35 °C over 30 min. Heating the solution for 30 h at
85 °C gave 3.7 g (11 mmol, 56%) of E/Z-1-trimethyl-
silyl-2-phenyldichlorosilylhex-1-ene by vacuum dis-
tillation.
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C,SiC,(H)=C_~SiCl,Ph)C;~C.~CC, 'H-NMR
(CDCly): 6 0.18 (s, 9H, H,), 0.87 (t, J(H,H)="7.3 Hz,
3H, H,), 1.28-1.47 (m, 4H, H.), 2.43-2.49 (m, 2H,
H,), 6.51 (s, 1H, H,); *C-NMR (CDCl,): J 0.08 (C,),
13.82 (C,), 23.04 (Cy), 32.09 (C,), 34.83 (C,), 128.19 (C,,
arom), 131.38 (C,, arom), 133.31 (ipso-C,, arom), 134.0
(C,.. arom), 151.02 (C,), 155.27 (C,); EIMS; m/z (rela-
tive intensity): 315 [M* — 17, 3], 288 (8), 273 (2), 221
(2), 180 (32), 165 (8), 121 (11), 73 (100).

4.2.32. Butyltrimethylsilylacetylene + triethylsilane
(entry 8, Table 3)

Butyltrimethylsilylacetylene (3.1 g, 4.0 ml, 20 mmol)
and triethylsilane (2.3 g, 3.2 ml, 20 mmol) were added
to 0.08 g of 1% Pt on carbon (4.1 umol of Pt). After
heating the solution for 36 h at 65 °C gave 4.8 g (17.8
mmol, 89%) of a mixture of E/Z-1-trimethylsilyl-2-tri-
ethylsilylhex-2-ene and 1-triethylsilyl-1-trimethylsilyl-
hex-1-ene by vacuum distillation.

C,SiCy(H)-C ~(SiC,C)C~C~C~C, (B-isomer) 'H-
NMR (Cy¢Dy): ¢ 0.26 (s, 9H, H,), 0.69 (q, J(H,H) = 8.1
Hz, 9H, H,), 0.86 (t, J(H,H) = 7.0 Hz, 3H, H,), 1.00 (t,
J(HH)="7.7 Hz, 6H, H,), 1.28-1.34 (m, 4H, H.)),
222 (d of t, JHH)=73 Hz, 2H, Hy), 6.69 (t,
J(H,H) =6.9 Hz, H,); *C-NMR (C(Dy): ¢ 2.03 (C,),
4.62 (C)), 7.92 (Cy), 14.29 (C,p), 22.85 (Cy), 32.16 (C,),
36.12 (Cy), 136.19 (C,), 160.17 (C,). EIMS; m/z (rela-
tive intensity): 270 [M*, 6], 255 (8), 241 (100), 185 (4),
167 (24), 153 (82). (a-isomer) 'H-NMR (C.Dy): § 0.21
(s, 3H, H,), 0.63 (t, J(H,H) = 8.1 Hz, 3H, H,), 0.66 (q,
J(H,H)=7.8 Hz, 6H, H,), 0.85 (q, J(H,H)=7.8 Hz,
6H, H,), 1.00 (t, J(H,H)=8.1 Hz, 9H, H;), 1.31-1.41
(m, 2H, H,), 2.35 (t, J(H,H) = 7.8 Hz, 2H, H,), 6.19 (s,
1H, H,); "*C-NMR (C(Dy): 6 0.74 (C,), 3.85 (C)), 7.77
(Cp), 1424 (Cp, 23.67 (Cp), 33.67 (C,), 37.39 (Cy),
143.33 (C,), 162.80 (C,). EIMS; m/z (relative intensity):
270 [M*, 1], 241 (46), 228 (47), 200 (13), 185 (5), 167
(31), 153 (100).

4.2.33. Butyltrimethylsilylacetylene + triethoxysilane
(entry 9, Table 3)

Butyltrimethylsilylacetylene (3.1 g, 4.0 ml, 20 mmol)
and triethoxysilane (3.3 g, 3.8 ml, 20 mmol) were added
to 0.08 g of 1% Pt on carbon (4.1 pmol of Pt). After
heating the solution for 4 h at 62 °C gave 5.2 g (17.8
mmol, 89%) of 1-trimethylsilyl-2-triethoxysilyl-hex-1-
ene by vacuum distillation.

C,SiC,(H)=C_~(SiOC,C))C4—C.-CC, '"H-NMR
(C¢Dg): 0 0.18 (s, 9H, H,), 0.96 (t, J(H,H)=7.2 Hz,
3H, Hp), 1.19 (t, J(H,H) = 7.0 Hz, 9H, H;), 1.40-1.43
(m, 2H, Hy), 1.66-1.69 (m, 2H, H,), 2.47-2.53 (m, 2H,
H,), 3.85 (q, J(H,H)=7.0 Hz, 6H, H,), 6.66 (s, 1H,
H,); "C-NMR (C¢Dq): ¢ 0.47 (C,), 14.27 (C,), 18.47
(C)), 23.57 (Cyp), 33.05 (C,), 36.81 (C,), 58.66 (C,),
146.26 (C,), 157.54 (C.); EIMS; m/z (relative intensity):

275 [M+ —45, 6], 228 (8), 206 (17), 162 (87), 134 (44),
118 (70), 72 (100).

4.2.34. Phenyltrimethylsilylacetylene
+ methyldichlorosilane (entry 11, Table 3)
Phenyltrimethylsilylacetylene (3.3 g, 3.0 ml, 20 mmol)
and methyldichlorosilane (2.3 g, 2.1 ml, 20 mmol) were
added to 0.08 g of 1% Pt on carbon (4.1 umol of Pt).
Heating the solution for 1 h at 72 °C, provided 4.5 g
(16 mmol, 78%) of E/Z-1-methyldichlorosilyl-1-phenyl-
2-trimethylsilylethene after vacuum distillation.
PhC,(SiCL,C,)=C (H)Si-C,; Major isomer: 'H-NMR
(CDClLy): 0 0.28 (s, 9H, Hy), 1.23 (s, 3H, H,), Minor
isomer: 0.49 (s, 9H, H,), 1.39 (s, 3H, H,); *C-NMR
(CDCly): 6 —0.40 (Cy), 4.46 (Cp), 127.17 (C,, arom),
128.03 (C,, arom), 128.19 (C,,, arom), 128.32 (ipso-C,,
arom), 151.55 (C,), 156.84 (C,); EIMS; m/z (relative
intensity): 288 [M*, 6], 273 (30), 237 (8), 180 (25), 165
(11), 145 (22), 135 (100).

4.2.35. Phenyltrimethylsilylacetylene
+ phenyldichlorosilane (entry 12, Table 3)

Phenyldichlorosilane (3.3 g, 3.0 ml, 20 mmol) and
0.08 g of 1% Pt on carbon (4.1 pmol of Pt) were placed
in a 25 ml two-necked flask. Phenyltrimethylsily-
lacetylene (3.4 g, 3.7 ml, 20 mmol) was added dropwise
at 50 °C over 30 min. Heating the solution for 4 h at
85 °C gave 6.8 g (18.4 mmol, 92%) of E/Z-1-phenyl-1-
phenyldichlorosilyl-2-trimethylsilylethene by vacuum
distillation.

PhC,(SiCLL,Ph)=C,(H)Si-C.. EIMS; m/z (relative in-
tensity): 350 [M*, 7], 335 (28), 242 (28), 175 (26), 145
(18), 135 (49), 73 (100).

4.2.36. Phenyltrimethylsilylacetylene + triethylsilane
(entry 13, Table 3)

Phenyltrimethylsilylacetylene (3.5 g, 3.8 ml, 20 mmol)
and triethylsilane (2.3 g, 3.2 ml, 20 mmol) were added
to 0.08 g of 1% Pt on carbon (4.1 pmol of Pt). Heating
the solution for 105 h at 80 °C gave 1.8 g (5 mmol,
48%) of  E/Z-1-phenyl-1-triethylsilyl-2-trimethylsi-
lylethene by vacuum distillation.

PhC,(Si-C,—C)=C4(H)SiC, 'H-NMR (CDCL): ¢
0.13 (s, 9H, H,), 0.89 (q, J(H,H)=7.7 Hz, 6H, H,),
1.23 (t, J(H,H)=7.7 Hz, 9H, H,), 6.62 (s, 1H, H,);
EIMS; m/z (relative intensity): major isomer 290 [M ™,
1], 275 (5), 261 (100), 233 (2), 163 (45), 159 (26). Minor
isomer 290 [M™, 1.4], 261 (72), 173 (43), 159 (37), 149
(71), 135 (41), 101 (68), 87 (100).

4.2.37. Phenyltrimethylsilylacetylene + triethoxysilane
(entry 14, Table 3)

Phenyltrimethylsilylacetylene (3.5 g, 3.8 ml, 20 mmol)
and triethoxysilane (3.3 g, 3.8 ml, 20 mmol) were
combined with 0.08 g of 1% Pt on carbon (4.1 pmol of
Pt). After heating the solution for 21 h at 110 °C,
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vacuum distillation resulted in 5.7 g (18.5 mmol, 91%)
of E/Z-1-phenyl-1-triethoxylsilyl-2-trimethylsilyethene.

PhC,(Si-O-C,~C,)=C4(H)SiC,. Major isomer 'H-
NMR (CDCl,): ¢ 0.01 (s, 9H, H,), 1.28 (t, J(H,H) = 6.9
Hz, 9H, H,), 3.89 (q, J(H,H) = 6.9 Hz, 6H, H,); Major
isomer *C (CDCl,): § 1.16 (C,), 18.20 (C,), 58.44 (C,),
159.91 (C,); minor isomer J: 0.23 (s, 9H, H,), 1.11 (t,
JH,H)=6.9 Hz, 9H, H,), 3.68 (q, J(H,H)=6.9 Hz,
6H, H,). EIMS; m/e (relative intensity): major isomer
323 [M* —15, 3], 265 (5), 221 (7), 163 (36), 135 (28),
119 (39), 73 (100). Minor isomer 323 [M* — 15, 100],
263 (12), 249 (8), 221 (16), 135 (31), 119 (38), 73 (57).
Anal. Found: C, 60.62; H, 9.18. Calc. for C,;H;,05Si,:
C, 60.29; H, 8.95%.
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