Table 1. Copper-catalyzed regiodivergent hydrosilylation of 1,3-enynes a


	[bookmark: _Hlk100695772]entry
	RSiH3
(equiv)
	catalyst
(x mol %)
	ligand
(y mol %)
	solvent
(1.0 mL)
	T/ oC
	t/h
	yield

	
	
	
	
	
	
	
	3
	4
	5

	1
	2a (4.0)
	CuTc (10)
	L3 (10)
	Cy-H
	60
	1.5
	0%
	42%
	1%

	2
	2a (4.0)
	CuTc (10)
	L3 (10)
	MTBE
	60
	1.5
	0%
	58%
	1%

	3
	2a (4.0)
	CuTc (10)
	L3 (10)
	THF
	60
	1.5
	0%
	63%
	1%

	4
	2a (4.0)
	CuTc (10)
	L3 (10)
	DCM
	60
	1.5
	16%
	63%
	3%

	5
	2a (4.0)
	CuTc (10)
	L3 (10)
	DCE
	60
	1.5
	37%
	29%
	2%

	6
	2a (4.0)
	CuTc (10)
	L3 (10)
	DCP
	60
	1.5
	40%
	28%
	3%

	7
	2a (4.0)
	CuTc (10)
	L3 (10)
	DCB
	60
	1.5
	35%
	42%
	3%

	8
	2a (3.0)
	CuTc (10)
	L3 (10)
	DCE
	40
	1
	64%
	16%
	5%

	9
	2a (3.0)
	CuTc (10)
	L1 (10)
	DCE
	40
	1
	0%
	1%
	13%

	10
	2a (3.0)
	CuTc (10)
	L2 (10)
	DCE
	40
	1
	12%
	1%
	16%

	11
	2a (3.0)
	CuTc (10)
	L4 (10)
	DCE
	40
	1
	5%
	16%
	5%

	12
	2a (3.0)
	CuTc (10)
	L3 (20)
	DCE
	40
	1
	77%
	9%
	3%

	13
	2b (3.0)
	CuTc (10)
	L3 (20)
	DCE
	40
	1
	84%
(78%b)
	4%
	2%

	14
	2a (3.0)
	CuTc (2.5)
	L5 (2.5)
	DCE
	40
	1
	26%
	trace
	24%

	15
	2a (3.0)
	CuTc (5)
	L6 (5)
	DCE
	40
	1
	7%
	trace
	90%

	16
	2a (1.5)
	CuTc (5)
	L6 (5)
	DCE
	40
	1
	6%
	trace
	88%
(80%b)




a Reaction conditions: catalyst, ligand, 1a (0.2 mmol) and 2 were stirred in solvent (1.0 mL) under nitrogen atmosphere. The yields were determined by crude 1H NMR using 1,1,2,2-tetrachlorethane as an internal standard. b Isolated yield; MTBE = methyl tert-butyl ether; DCE = 1,2-dichloroethane; DCP = 1,3-dichloropropane; DCB = 1,4-dichlorobutane. CuTc = copper(I) thiophene-2-carboxylate.


Table 2. Substrates scope of copper-catalyzed 1,4-hydrosilylation of 1,3-enynes with silanesa


a The mixture of 1 (0.2 mmol), RSiH3 (0.6 mmol), CuTc (10 mol %), and dppp (20 mol %) in DCE (1.0 mL) was stirred at 40 °C for 1 h under nitrogen atmosphere in an oil bath; b t = 3 h, c dppp = 10 mol %, solvent = DCM; d t = 4 h.









Table3. Copper-catalyzed regiodivergent hydrosilylation of 1,3-enynes a


	entry
	PhSiH3
(equiv)
	catalyst
(5 mol %)
	ligand
(5 mol %)
	DCE
(mL)
	T/ oC
	t/h
	6aa

	
	
	
	
	
	
	
	yield
	ee

	1
	3.0
	Cu(OAc)2
	L1*
	1.0
	40
	1
	44%
	1%

	2
	3.0
	Cu(OAc)2
	L2*
	1.0
	40
	1
	10%
	-12%

	3
	3.0
	Cu(OAc)2
	L3*
	1.0
	40
	1
	24%
	-19%

	4
	3.0
	Cu(OAc)2
	L4*
	1.0
	40
	1
	10%
	-32%

	5
	3.0
	Cu(OAc)2
	L5*
	1.0
	40
	1
	54%
	43%

	6
	3.0
	Cu(OAc)2
	L5*
	1.0
	0
	1
	42%
	68%

	7
	3.0
	Cu(OAc)2
	L5*
	1.0
	-10
	1
	23%
	73%

	8
	3.0
	Cu(OAc)2
	L5*
	1.0
	-20
	2
	38%
	79%

	9
	3.0
	Cu(OAc)2
	L5*
	1.0
	-30
	11
	60%
	85%

	10
	3.0
	Cu(OAc)2
	L5*
	1.0
	-50
	11
	75%b
	96%

	11
	3.0
	Cu(OAc)2
	L5*
	2.0
	-50
	11
	80% b
	96%

	12
	2.0
	Cu(OAc)2
	L5*
	2.0
	-50
	11
	78%
(72%)b,c
	96%




a Reaction conditions: Cu(OAc)2 (5 mol %), ligand (5 mol %), 1a (0.2 mmol) and 2a were stirred in DCE under nitrogen atmosphere, the yields were determined by crude 1H NMR using 1,1,2,2-tetrachlorethane as an internal standard. b 1 and 2 were added under -35 oC. c Isolated yield.









Table 4. Substrates scope of coper-catalyzed asymmetric 1,4-hydrosilylation of 1,3-enynes with silanes a


a The mixture of 1,3-enynes 1 (0.2 mmol), RSiH3 (0.4 mmol), Cu(OAc)2 (5 mol %), and (R,R)-Ph-BPE (5 mol %) in DCE (2.0 mL) was stirred at -50 °C under nitrogen atomosphere; b 2 = 3.0 equiv; c t = 24 h; d t = 30 h








Table 5. Substrates scope of copper-catalyzed 1,2-hydrosilylation of 1,3-enynes with silanes a


a The mixture of 1,3-enynes 1 (0.2 mmol), RSiH3 (0.3 mmol), CuTc (5 mol %) and cy-xantphos (5 mol %) in DCE (1.0 mL) was stirred at 40 °C for 1 h under nitrogen atmosphere. b CuTc = 10 mol %, cy-xantphos = 10 mol %, DCE = 0.5 mL. c t = 36 h.





Table 6. Selected examples of copper-catalyzed asymmetric 1,2-hydrosilylation of 1,3-enynes with silanes a


a The mixture of 1,3-enynes 1 (0.2 mmol), 2k (0.4 mmol), CuTc (5 mol %) and (R)-DTBM-SEGPHOS (5 mol %) in DCE (1.0 mL) was stirred at 30 °C under nitrogen atmosphere. b t = 24 h. c 1H NMR yield.
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