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1. Instrumentation

Figure S1. Photograph of the UV polymerization setup, consisting of 4 x 9 365 nm UV lamps and a custom

made reflective cooling plate.

2. Synthesis
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Figure S2. Reaction scheme for the synthesis of 5-aminopentyl 4’-(2,2’:6’,2"'-terpyridinyl) ether.
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Figure S3. 'H-NMR (CDCls, 300 MHz) of ter5-aminopentyl 4’-(2,2”:6’,2”’-terpyridinyl) ether.
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3. Additional characterization by *H-NMR, SEC, DSC
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Figure S4. Analysis of Mynwr of 4-arm p(mTEGA) after purification by *H-NMR (CDsCN, 300 MHz) via
comparison of the initiator isobutyryl 6H to the mTEGA methoxy 3H for three different molecular weight

star polymers.

Q H JZL
N
toyi-A9)
0”0 4
?\n;
30
a b MH.NMR D
— 39kg/mol 1.11
— 80 kg/mol 1.14
144 kg/mol  1.23
[+F]
, 2
¥
A g
3 ]
o g
70 65 60 55 | \l’ [
= 4
: ¢ Bl e .
S Tt 22 24 26 28 30

6 5 4 3 2
chemical shift [ppm]

elution time (min)

Figure S5. (a) tH-NMR (CDsCN, 300 MHz) analysis showing full norbornene-methylamine functionalization
by comparing initiator 6H and norbornene 2H for 4-arm p(mTEGA) with M xmr = 39 kg/mol. (b) SEC traces
for norbornene-methylamine functionalized 4-arm p(mTEGA) after purification with different molecular

weights.
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Figure S6. DSC measurements for purified and dried 4-arm p(mTEGA) of different molecular weights.
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Figure S7. (a) *H-NMR (CDsCN, 300 MHz) analysis showing full conjugation of a fluorescent PBI-core 4-arm
p(MTEGA) with terpyridine-amine. (b) SEC trace for the PBI-core p(mTEGA)-terpyridine star polymer after

purification.
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4. Full SEC traces of polymerization experiments
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Figure S8. All SEC traces measured for during the UV-induced Cu-RDRP experiments of 4-arm star
p(MTEGA) with [MTEGA]:[TBiB]=1600:1 in DMSO for (a-c) the variation of the monomer concentration
and (d-f) the variation of the [larm]:[CuBr;] ratio X.
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