[bookmark: OLE_LINK1]Table 1 | Optimization of reaction conditions for C-H/C-S activation reactiona


	[bookmark: OLE_LINK5]Entry
	Thioether Source
	[Pd] (mol%)
	[Cu] (mol%)
	Yieldb (%)

	1
	1a
	Herrmann’s Cat. (5)
	None
	45

	2
	1a
	Herrmann’s Cat. (5)
	CuI (20)
	78

	3
	1a
	Pd2(dba)3 (5)
	CuI (20)
	91 (85)c

	4
	1a
	Pd(MeCN)2Cl2 (10)
	CuI (20)
	80

	5
	1a
	Pd(PtBu3)2 (10)
	CuI (20)
	72

	6
	1a
	Pd2(dba)3 (2)
	CuI (20)
	98

	7
	1a
	Pd2(dba)3 (0.5)
	CuI (20)
	93

	8
	1b
	Pd2(dba)3 (5)
	CuI (20)
	45

	9
	1b
	Pd(MeCN)2Cl2 (10)
	CuI (20)
	77

	10
	1b
	Pd(PtBu3)2 (10)
	CuI (20)
	88 (86)c

	11
	1b
	Pd(PtBu3)2 (5)
	CuI (20)
	37


[bookmark: OLE_LINK7][bookmark: _Hlk104120840]aReaction conditions: 1a or 1b (1.0 equiv, 0.20 mmol), 2 (1.0 equiv, 0.20 mmol), [Pd] (4-10 mol%), [Cu] (20 mol%), dcype ([Pd]: [P] = 1: 2), KOtBu (1a, 5.0 equiv; 1b, 3.0 equiv), toluene (2.0 mL), 24 h under nitrogen atmosphere. bYields were determined by GC using anthracene as an internal standard. cIsolated yields.

Table 2 | Optimization of C–H/C–S polycondensation reaction conditionsa


	Entry
	[Pd] (mol%)
	Solvent
	Mn/Mw (kg/mol)b
	Ɖb
	Yield (%)

	1
	Pd2(dba)3 (10)
	Toluene
	16.5/27.4
	1.66
	68

	2
	Herrmann’s Cat. (10)
	Toluene
	15.9/33.2
	2.09
	96

	3
	Pd(PhCN)2Cl2 (20)
	Toluene
	24.3/46.9
	1.93
	96

	4
	Pd(MeCN)2Cl2 (20)
	Toluene
	51.6/97.0
	1.88
	98

	5
	Pd(MeCN)2Cl2 (10)
	Toluene
	33.0/78.9
	2.39
	96

	6
	Pd(MeCN)2Cl2 (5)
	Toluene
	12.4/24.9
	2.01
	88

	7
	Pd(MeCN)2Cl2 (20)
	o-Xylene
	6.0/11.4
	1.90
	40

	8
	Pd(MeCN)2Cl2 (20)
	Chlorobenzene
	4.0/7.4
	1.85
	27

	9c
	Pd(MeCN)2Cl2 (20)
	Toluene
	6.0/10.8
	1.80
	53

	10d
	Pd(MeCN)2Cl2 (20)
	Toluene
	5.3/9.3
	1.75
	41

	11e
	Pd(MeCN)2Cl2 (20)
	Toluene
	20.0/46.8
	2.34
	92


[bookmark: _Hlk89792686]aReaction conditions: E1 (1.0 equiv; 0.20 mmol), N1 (1.0 equiv; 0.20 mmol), [Pd] (5-20 mol%), CuI (40 mol%), dcype ([Pd]: [P] = 1: 2), KOtBu (3.0 equiv), toluene (1.0 mL), 48 h under nitrogen atmosphere. bMn, Mw, and Ɖ were determined with GPC at 150 ℃ in 1,2,4-trichlorobenzene against a polystyrene standard. cReaction concentration of 0.1 M. dReaction concentration of 0.05 M. eReaction time of 24 h.
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