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Figure S1. Partial g-COSY spectrum of PEA-Pro in 6d-DMSO at 50 °C showing
the 4.2 - 1.0 ppm range.
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Figure S2. Partial g-COSY spectrum of PEA-Pro in 6d-DMSO at 50°C showing
the 8.0 — 2.6 ppm range.
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Figure S3. Total ion current (TIC) trace of pyrolysis products of PEA-Pro at (a)
350 °C and (b) 400 °C.

Table S1. Structure assignments of product ions appearing in the MALDI-
TOF/TOF-MS/MS spectra of the PEA-Pro sample (precursor ions at m/z 1189.8,
1228.8, 1246.8 and 1303.9).
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3 1029.69
_ 2 788.52
CH2—CH(CH2)3CO+U%O(CHz)sNH‘ 1 54735 /
0 306.18
CH3(CH2)5C0+U+0(CH2)3NHCO(C|'
n 3 1031.11
_ 2 790.67
HOCH—CHCHZNH+U%CO(CHz)BCO 1 549.38 /
0 308.21
HQ(CH2)3NH+U+CO(CH2)8COOCH=
n
3 802.51
‘ | 2 561.34
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3 930.63
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* U = -NH(CH2):0CO(CH2)sCO- or -O(CH2)sNHCO(CHz)sCO-.

Table S2. Structure assignment of the degradation products derived from the
pyrolysis of the PEA-pro at 350 and 400 °C.

(Iﬁ;) Possible structure (Mol Wt) I?; /]ZE)I ) 31;0/0: C 4%0/0: C
8.002 CH3(CH2)«COOH* (116) 73 / 1.31
10.600 CHs(CH2)>COOH* (158) 129 / 1.99
13.377 CH5(CH2)«CONHCH:CH=CH>* (155) 140 / 0.96
13.559 CH(CH2)sCONHCH2CH=CH:* (169) 126 / 0.63
14.900 unidentified 99 / 0.07
15.024 CH5(CH2)s CONHCH:2CH=CH: (183) 112 / 0.43
15.154 unidentified 168 / 1.33
16.134 unidentified 177 0.28 /
16.311 unidentified 112 / 0.15
16.422 unidentified 112 / 0.45
17.214/

17189 HOCO(CH2)sCOOH (202) 138 2.96 12.15
1199552123/ NC(CH2)sCN (164) 164 5.92 2.54
20.122 NC(CH2)sCONHCH:2CH=CH: (222) 221 / 9.69
20.249 CH3(CH2)s CONHCH:2CH=CH?: (183) 183 5.30 0.55
22111;;2/ NC(CH2)sCONHCH=CH: (208) 207 1.28 343




RT Ion EI=  A%P A %P
Possible structure (Mol Wt) on o o

(min) (m/z) 350°C 400 °C

2222%421/ YT 241 6183 3049
or HOCO(CH2)sCONHCH:CH=CH?: (241)

2222"2273i/ YT 241 322 476
or HOCO(CHz)sCONHCH:CH=CH: (241)

23.100 CH:=CHCH:0CO(CH2)sCONHCH:CH=CH:(281) 281 / 243

23.104 unidentified 182 1.52 /

23.822 CH:CH:20CO(CH2)sCONHCH:CH=CH: (269) 269 091 /

23.963 unidentified 281 / 1.61

24593 CH=CHCH:NHCO(CH2)sCONH(CH:);OH (298) 281 / 2.03

25205/ CH3(CH2):2NH(CH2):OCO(CH2)sCN (282) or

25218 CH>=CHCH:0CO(CH2)sCONHCH:CH=CH: or 265 10.47 6.73

CH>=CHCH:>COO(CH2)sNHCO(CH2)sCH=CH2: (281)

25.880 CH3(CH2)20(CH2)sNHCO(CH2)sCN (282) 281 / 2.36

27.284 unidentified 429 / 0.59

27.972 unidentified 429 / 1.05

31.960 unidentified 429 6.31 /

31.972 unidentified 429 / 12.27

a: Molecular ion or major fragment; b: Area %.



