Table 1. Results of visible-light mediated ATRP of MMA using MIL-100(Fe) photocatalyst.a 
	


	entry
	MIL-100(Fe) [mg]
	notes
	initiator
	solvent
	t [h]
	conv. [%]b
	Mn, theoc
	Mn, GPCd
	Đd

	[bookmark: _Hlk111826462]1
	6
	-
	EBiB
	THF
	20
	86
	26000
	26900
	1.14

	2
	0
	-
	EBiB
	THF
	72
	-
	-
	-
	-

	3
	6
	In dark
	EBiB
	THF
	72
	-
	-
	-
	-

	4
	6
	-
	-
	THF
	72
	5
	1700
	4000
	1.52

	5
	6
	TEA (1 equiv)
	EBiB
	THF
	20
	65
	19700
	22000
	1.47

	6
	6
	CuBr2/PMDETA
	EBiB
	THF
	20
	20
	6200
	9900
	1.40

	7
	6
	-
	EBiB
	DMAc
	20
	85
	25 700
	24 200
	1.25

	8
	6
	-
	EBiB
	DMSO
	20
	80
	24 200
	32 800
	1.33

	9
	6
	-
	EBiB
	DMF
	20
	82
	24 800
	27 300
	1.19

	10
	6
	-
	EBiB
	MeCN
	20
	72
	21 800
	47 000
	1.06

	11
	6
	-
	EBiB
	Dioxane
	20
	78
	23 600
	37 900
	1.15

	12
	6
	-
	EBiB
	EA
	20
	72
	21 800
	35 700
	1.11

	13
	6
	-
	EBiB
	Toluene
	20
	64
	19 400
	27 900
	1.17

	14
	6
	-
	EBiB
	Neat
	20
	82
	24 800
	42 200
	1.09

	15
	6
	-
	EBPA
	THF
	10
	93
	27 900
	32 500
	1.21

	16
	6
	-
	PhBiB
	THF
	10
	98
	29 700
	29 400
	1.12

	17
	10
	-
	PhBiB
	THF
	10
	98
	29 700
	27 900
	1.17

	18
	8
	-
	PhBiB
	THF
	10
	97
	29 400
	27 300
	1.14

	19
	4
	-
	PhBiB
	THF
	10
	98
	29 700
	31 700
	1.09

	20
	3
	-
	PhBiB
	THF
	12
	94
	28 500
	34 700
	1.08

	21
	2
	-
	PhBiB
	THF
	12
	92
	27 900
	38 200
	1.09

	22
	1
	-
	PhBiB
	THF
	12
	89
	27 000
	40 700
	1.07

	23
	4
	No deoxygenation
	PhBiB
	THF
	10
	88
	26 400
	35 700
	1.21

	24
	4
	sunlight
	PhBiB
	THF
	10
	84
	25 200
	29 800
	1.18


aReaction conditions: MMA (0.5 mL, 300 equiv.) and initiator (1 equiv.) in 0.5 mL solvent under visible light irradiation (λ = 450 nm, 2.2 mW/cm−2) at rt. bMonomer conversions were determined gravimetrically. cMn,theo = MI + [MMA]0/[I]0 × MMMA × conversion. dNumber-average molecular weight (Mn,GPC) and dispersity (Đ) were determined  by gel permeation chromatography (GPC) in THF using polystyrene standards.



Table 2. Synthesis of homopolymers via photo-ATRP using MIL-100(Fe)a.


	entry
	monomer
	conv. [%]b
	Mn, theo [g/mol]c
	Mn, GPC [g/mol]d
	Đd

	1
	MMA
	98
	29 700
	31 700
	1.09

	2
	t-BMA
	92
	39 200
	36 900
	1.06

	3
	SMA
	95
	96 600
	66 500
	1.15

	4
	PhMA
	94
	45 700
	28 800
	1.14

	5
	FMA 
	76
	37 800
	17 300
	1.40

	6
	DMAEMA
	91
	42 800
	30 080
	1.08

	7
	DCTMA
	82
	68 400
	45 100
	1.20

	8
	St
	70
	21 800
	22 500
	1.27

	9
	4-VP
	67
	21 100
	18 600
	1.31


aReaction conditions: Monomer (300 equiv), MIL-100(Fe)  (4 mg) and PhBiB (1 equiv) in 50 vol % THF under visible light (λ = 450 nm, 2.2 mW/cm−2) at rt for 10 h. bMonomer conversions were determined gravimetrically. cMn,Theo = MPhBiB + [Monomer]0/[PhBiB]0 × MMonomer × conversion. dMn and Đ were determined  by GPC in THF using polystyrene standards.







Table 3.  Preparation of random copolymers via photo-ATRP using MIL-100(Fe)a.


	entry
	monomer B
	random copolymers
	conv. [%]b
	Mn, GPC [g/mol]c
	Đc

	1
	t-BMA
	P(MMA-r-BMA)
	96
	22 500
	1.05

	2
	SMA
	P(MMA-r-SMA)
	95
	40 600
	1.13

	3
	PhMA
	P(MMA-r-PhMA)
	90
	22 900
	1.10

	4
	FMA 
	P(MMA-r-FMA)
	82
	22 000
	1.21

	5
	DMAEMA
	P(MMA-r-DMAEMA)
	92
	23 200
	1.14

	6
	DCTMA
	P(MMA-r-DCTMA)
	85
	33 100
	1.26

	7
	St
	P(MMA-r-St)
	86
	31 400
	1.40

	8
	4-VP
	P(MMA-r-VP)
	84
	18 400
	1.34


aReaction conditions: MMA (100 equiv) and Monomer B (100 equiv), MIL-100(Fe) (4 mg) and PhBiB (1 equiv) in 50 vol % THF under visible light (λ = 450 nm, 2.2 mW/cm−2) at rt for 10 h. bMonomer conversions were determined gravimetrically. cMn and Đ were determined  by GPC in THF using polystyrene standards.
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