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Fig. S1 The experimental spectra and theoretical spectra of (a) MMM, (b) MME, (c) MMP,
(J)MPE and (e) CPE in ACN
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Fig. S2 The normalized UV-Vis spectrum of (a) MME, (b) MPE, (c) CME and (d) CPE in different
solvents
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Fig. S3 Evolution of the absorption spectra of (a) MMM, (b) MMP, (c) MPE and (d) CPE in CAN
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Fig. S4 ESR-ST spectra obtained after light irradiation of CME and CPE in benzene (DMPO is used
as spin-trap reactant. For CME, an= 14.50 G, ay= 21.51 G; for CPE, an=14.86 G, ay= 22.29 G).
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Fig. S5 The DSC curve of OXEs in air (1 wt% in TMPTA, 10 K min™)
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Fig. S6 The GPC elution curve using CME or MME as the photoinitiators.
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7\4max (n m)
OXEs
ACN Acetone Chloroform DMF MeOH THF Toluene
CME 342 341 349 347 343 344 348
CPE 341 342 349 347 343 345 350
MME 348 347 353 352 349 348 348
MPE 344 345 351 349 347 348 352

Table S1 The maximum absorption wavelength (Amax) Of four OXEs in different solvents
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Relative changes of the integrated ‘H-NMR signal
1 1’ 2 2’ 3 3 3 4 4’
Omin 0 0 0 0 0 0 0 0 0
5min |[-0.320.23|-0.13]0.12 | -0.7 | 0.46 | 0.04 | -0.73 | 0.47
10min | -0.88 | 0.62 | -0.34 | 0.31 | -0.98 | 0.68 | 0.16 | -1.44 | 0.84
20min | -1.39|0.84 | -0.63 | 0.43 | -1.48 | 0.92 | 0.32 | -2.19 | 1.32
30min |-1.63|0.78 | -0.71 | 0.45 | -1.76 | 0.98 | 0.57 | -2.64 | 1.23

Table S2. The change of integral area of the hydrogens (Al, Al =l-lo. It is the integral area when
irradiated for t minutes. 10 is the initial integral area of the origin peaks) at different
time under irradiation at 365 nm LED (The integral area of peaks is calculated when
the integral of all the aryl peaks are 10.)
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OXE | Irradiation Time | M, (><10° g mol™) | My (10° g mol™) | My/M, | Conversion (%)
300s 1.47 5.99 4.07 20.59
CME
600s 1.65 5.94 3.60 33.33
300s 1.28 4,01 3.13 11.80
MME
600s 1.84 5.78 3.14 22.59

Table S3 GPC data results using CME or MME (0.1 wt%) as photoinitiator
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