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Figure S1. GPC analysis of polymer 1 (A) and 2 (B).



6¢k9'c

(A)

C16C'S——

98ST'L——

€6/

o0y

FL0'Y

18'C
(13
= (4
6T'H

P8¢

Fog'g

05

20 15 1.0

25

3.0

45

5.0

55

65 6.0

7.0

75

3.5

4.0
f1 (ppm)

824419
E102'€9
L8269
ET0C'691
EE6EZ'69
bOSE 0L
SEES0L T
2955'0L
bESH'EL
89bL 'L
0T00'ZL
egszt’

(B)

LOZB'HT)
LYER'PT
1062\ -

0LH0'62 ]
8990'62
8021 b€
£9ET 'bE’

6OTLELT——

T T T T T T T T T T T T T T T g T T T

190 180 170 160 150 140 130 120 110 100 9 80 70 60 50 40 30 20 10 O

Figure S2. (A) 'H and (B) *C NMRs of polymer 1.
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Figure S3. (A) 'H and (B) 1*C NMRs of polymer 2.
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Figure S4. "H comparison of Polymer 1 with those of soluble fractions obtained from Vitrimer 3 and
4. The possible structure of transesterification product obtained from Vitrimer 3 was shown on the
top. 'TH NMR of soluble fraction from Vitrimer 3 with proton integration was shown in the right.

1-
877.5174 Q
B . H . M N L _—
1- - = )| o o T e e O O M

789.4611

1.
649.3778

1- 1-
561.3281 1105.6472

1-
1421.8339

1-
1649.9639

600 800 1000 1200 1400 1600 1800 m'z
Irtens
x4 R
1+ o] aT7s1Te
877.5155 I
n .
B'!_?ml
2 .
| #8101 '
J \ 4 \ AT BBOS169
#o #7758 8780 aTas 8700 8708 00 BEDS max
Intens { Caatinalio, Mo, BT7.515
I
|m:I
E 1o
600 800 1 tooo] .
50:1 5391;115 .
i 8RO 5340
o [T LT aTes =T #7195 =00 B80S mx

Figure S5. ESI-TOF-MS of soluble fraction obtained from Vitrimer 3. The chemical structure of com-
ponent identified was shown and it was observed at m/z value of 877.5155. Bottom left figure
showed isotopic pattern of peak at 877.5155 (black) which was well matched simulated pattern (red).

(A) Vitrimer 3 100°C (B) Vitrimer 3 180°C
90 90
] fig=0.29 ] fig=10.30
80-_ Toig = 17 s 30-_ Torig = 32 s
Prig = 1.5 70 4 Brig = 1.2
?5 60 - 60 -
s ] 1
> 50 50 -
.g ]
§ 40 - 40 -
= ] ]
= 30+ 30
20 20 -
] o FID ]
10 o MSE-FID 10
- — - simult. fits
0 —T 0 —T
000 005 0.10 0.15 020 0.00 0.05 0.10 0.15 0.20
Acquisition time (ms) Acquisition time (ms)

Figure S6. Free induction decay (FID) and MSE refocused FID analyses of Vitrimer 3 at 100 °C (A)
and 180 °C (B).
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Figure S7. G’ and G” plot vs shear strain of Vitrimers 3 (A) and 4 (B) measured at 180 °C. Note that
these measurements were done after experiments of Figure 7. The somewhat increased storage mod-
ulus may be due to settling of the sample in the rheometer tool and/or aging.



