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General procedure for the synthesis of (2,2-dibromovinyl)benzene 6a-i
O Br

. CBry, PPhs, N /:<

R H ChHeChoCtort,3n R  Br
5a-i 6a-i

The compounds were prepared according to a published procedure.'? To
a round-bottomed flask containing the appropriate aldehyde 5 (10.0 mmol) in
dry dichloromethane (30.0 mL) under nitrogen atmosphere and magnetic
stirring at room temperature, a solution of CBrs (3.93 g, 12.0 mmol) in
dichloromethane (20.0 mL) was added. The reaction system was cooled at 0 °C
and PhsP (6.55 g; 25.0 mmol) was added dropwise during 30 min. Then, the
resulting mixture was stirred for additional 3 h at room temperature. After that,
hexane (50.0 mL) was added, and the crude mixture was filtered using silica
gel. The eluted part was concentrated for further purification by column
chromatography (100-200 mesh silica gel) using hexane as the eluent. Yield: 75-
95%.

General procedure for the synthesis of symmetric 1,3-diynes 1a-i

iBr DBU, Cul (20 mol%) e — o
T DMSO, r.t., 8-12 h - T
R Br 1a-i

6a-i
1a R = C6H5, 90%
1b R = 4-CH3;0CgH,, 85% 1f R =Cy4Hg, 45%
1c R= 4-CH3CGH4, 80% 1g R = CszOH, 48%
1d R =4-CICgH4, 65% 1h R = 2-CH3CgH,4, 60%
1e R = 2-naphthyl, 85% 1i R =2-CICgH,4, 50%

The compounds were prepared according to a published procedure.’ To
a sealed tube were added DMSO (2.0 mL), the appropriate (2,2
dibromovinyl)benzene (1.0 mmol), Cul (20 mol%, 0.038 g), DBU (2.0 mmol,
0.304 g). The mixture was stirred at room temperature (25 °C) for 8-12 h. Then a
saturated sodium chloride solution (10.0 mL) was added, and the product was
extracted with ethyl acetate (3x 15.0 mL). The organic layer was separated,

dried with MgSOs and concentrated under vacuum. The residue was purified
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by column chromatography using silica gel and eluted with hexane/ethyl
acetate in different proportions. Yields: 45-90%.
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Figure S2: 3C NMR (100 MHz, CDCls) spectrum of compound 3a.
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Figure S4: 5C NMR (100 MHz, CDCls) spectrum of compound 3b.
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Figure S5: 7Se NMR (76 MHz, CDCls) spectrum of compound 3b.
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Figure S7: 3C NMR (100 MHz, CDCls) spectrum of compound 3c.
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Figure S8: 77Se NMR (76 MHz, CDCls) spectrum of compound 3c.
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Figure S11: 7Se NMR (76 MHz, CDCls) spectrum of compound 3e.
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Figure S25: 3C NMR (100 MHz, CDCls) spectrum of compound 4h.
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S39



F-1
Lo
- - - . L1
e e o = ; 5 -] 4 ,‘f‘
N R
oo , - . : @ . L
. . . N "’ ) . L3
. ' £
) . » L4 =
] »"ﬂ . - % » :
C2H50 SeC4Hg F>
~ |
Se O L6
CHs 4h CHs '
9 = r & k7
4%’:/ 5 . H :
A2 e
Lo

T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)

Figure 527: COSY NMR-2D (400 MHz, CDCls) spectrum of compound 4h.
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Figure 528: 'H-*C HSQC NMR-2D (400 MHz, CDCls) spectrum of compound 4h.
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Figure 529: 'H-*C HMBC NMR-2D (400 MHz, CDCls) spectrum of compound 4h.
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Figure S37: 77Se NMR (76 MHz, CDCls) spectrum of compound 4o.
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Figure 540: 7Se NMR (76 MHz, CDCls) spectrum of compound 4p.
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