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FigureS1:'HNMR spectrum of SucA/BTO(-COOH) in dmso-ds
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FigureS2:3CNMR spectrumofSucA/BTO(-COOH)indmso-ds
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Figure S 3: COSY NMR spectrum of SucA/BTO(-COOH) in dmso-ds
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Figure S 4: HSQC NMR spectrum of SucA/BTO(-COOH) in dmso-ds
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Figure S 5: NMR spectrum of SucA/BTO(-COOH) in dmso-ds
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Figure S 6: '"H NMR spectrum of SucA/HTO(-COOH) in dmso-ds
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FigureS7:3CNMRspectrumofSucA/HTO(-COOH) in dmso-ds
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FigureS8: BCNMR spectrumof SucA/HTO(-COOH) indmso-ds
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Figure § 9: HSQC NMR spectrum of SucA/HTO(-COOH) in dmso-ds
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Figure S 10: HMBC NMR spectrum of SucA/HTO(-COOH) in dmso-ds
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Figure S 11: '"H NMR spectrum of AdiA/BTO(-COOH) in dmso-ds
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Figure S 12: 3C NMR spectrum of AdiA/BTO(-COOH) in dmso-d;

g X I 3
8 & 8
% %" & o s
@ & - ;Z -5 poo)
- ? e 3 2.0
M ) T 25
& Toovs
4 e 9 '
: 4] ; 4 3.0
- ae .
. @ s ¥
2 =N P F- XN
e £ G -3 . b
' - 3
- 5 - .
-V earyg = |ao
” 2 & ? )
® = "5
" s OO a5
S & &
. 8 3: g'g @
s § 5.0
o ) § ¢, @
- o : &
e L
T T T T T T == T |
5.0 45 4.0 3.5 3.0 2.5 2.0 15  ppm

Figure S 13: COSY NMR spectrum of AdiA/BTO(-COOH) in dsmo-ds
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Figure S 15 HMBC NMR spectrum of AdiA/BTO(-COOH) in dmso-ds
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Figure S 16:'H NMR spectrum of AdiA/HTO(-COOH) in dmso-ds
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Figure S 17: 13C spectrum of AdiA/HTO(-COOH) in dmso-d;
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Figure S 18: COSY NMR spectrum of AdiA/HTO(-COOH) in dmso-ds
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Figure § 19: HSQC NMR spectrum of Adi/HTO(-COOH) in dmso-d;s
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Figure S 20: HMBC NMR spectrum of AdiA/HTO(-COOH) in dmso-ds
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Figure S 21: '"H NMR spectrum of AzeA/BTO(-COOH) in dmso-d;
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Figure S 22: 3C NMR spectrum of AzeA/BTO(-COOH) in dmso-ds
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Figure S 23: COSY NMR spectrum of AzeA/BTO(-COOH) in dmso-ds
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Figure § 24: HSQC spectrum of AzeA/BTO(-COOH) in dmso-d;s
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Figure S 25: HMBC NMR spectrum of AzeA/BTO(-COOH) in dmso-ds
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Figure S 26: '"H NMR spectrum of AzeA/HTO(-COOH) in dmso-ds
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Figure S 27: 3C NMR spectrum of AzeA/HTO(-COOH) in dmso-ds
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Figure S 28: COSY NMR spectrum of AzeA/HTO(-COOH) in dmso-ds
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Figure S 30: HMBC NMR spectrum of AzeA/HTO(-COOH) in dsmo-ds
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Figure § 31: TH NMR spectrum of SucA/BTO(-OH) in dmso-ds
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Figure S 32: 3C NMR spectrum of SucA/BTO(-OH) in dmso-ds
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Figure S 33: COSY NMR spectrum of SucA/BTO(-OH) in dmso-ds
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Figure S 35: HMBC NMR spectrum of SucA/BTO(-OH) in dmso-ds
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Figure S 36: 'TH NMR spectrum of SucA/HTO(-OH) in dmso-ds
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Figure S 37: 3C NMR spectrum of SucA/HTO(-OH) in dmso-ds
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Figure S 38: COSY NMR spectrum of SucA/HTO(-OH) in dmso-ds
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Figure S 39: HSQC NMR spectrum of SucA/HTO(-OH) in dmso-ds
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Figure S 40: HMBC NMR spectrum of SucA/HTO(-OH) in dmso-ds
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Figure S 41: '"H NMR spectrum of AdiA/BTO(-OH) in dmso-d;
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Figure S 42: 3C NMR spectrum of AdiA/BTO(-OH) in dmso-ds
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Figure S 43: COSY NMR spectrum of AdiA/BTO(-OH) in dmso-ds
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Figure S 44: HSQC NMR spectrum of AdiA/BTO(-OH) in dmso-d6
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Figure S 45: HMBC NMR Spectrum of AdiA/BTO(-OH) in dmso-ds
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Figure S 46: '"H NMR spectrum of AdiA/HTO(-OH) in dsmo-ds
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Figure S 47: 3C NMR spectrum of Adi/HTO(-OH) in dmso-ds
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Figure S 48: COSY NMR spectrum of AdiA/HTO in dmso-ds
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Figure S 49: HSQC NMR spectrum of AdiA/HTO(-OH) in dmso-ds
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Figure S 50: HMUBC NMR spectrum of AdiA/HTO(-OH) in dmso-ds
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Figure S 51: '"H NMR spectrum of AzeA/BTO(-OH) in dmso-ds
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Figure S 52: 3C NMR spectrum of AzeA/BTO(-OH) in dmso-d;
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Figure S 53: COSY NMR spectrum of AzeA/BTO(-OH) in dmso-ds
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Figure S 54: HSQC NMR spectrum of AzeA/BTO(-OH) in dmso-ds
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Figure S 55: HMBC NMR spectrum of AzeA/BTO(-OH) in dmso-ds
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Figure S 56: '"H NMR spectrum of AzeA/HTO(-OH) in dmso-ds
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Figure S 57: 3C NMR spectrum of AzeA/HTO in dmso-ds
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FigureS58: COSYNMR spectrumof AzeA/HTO(-OH) in dmso-ds
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Figure S 59: HSQC NMR spectrum of AzeA/HTO(-OH) in dmso-ds
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Figure S 60: HMBC NMR spectrum of AzeA/HTO(-OH) in dmso-ds



Table S1: '"H NMR chemical shifts of acid-ended branched polyesters in DMSO-ds (major

peaks only). Ranges indicate regions where multiple peaks are found. (*: Chemical shifts read

from HSQC; ** not observed)

Compound I 2 3 4 4 5 6’ 0 0’ oo’ igink COOH
SucA/BTO (-COOH) 4.15 503 1.88 4.05 248 255 12.29
SucA/HTO (-COOH) 4.13,406* 498 155 130 1.55 399 248 255 oK
AdiA/BTO (-COOH) 4.23,4.05% 508 1.88 4.04 221 229 1.51 12.01
AdiA/HTO (-COOH) 4.18,4.01* 499 156 131 1.56 398 220 228 1.51 12.01
AzeA/BTO (-COOH) 4.23,4.04* 508 1.87 4.03 2.18 225 1.49 1.25 11.95
AzeA/HTO (-COOH) 4.18,3.99* 498 155 13 1.55 398 217 226 1.48 1.25 11.95

Table S2: 3C NMR chemical shifts of acid-ended branched polyesters in DMSO-ds. Ranges

indicate regions where multiple peaks are found. (** not observed)

Compound r 2 4 4 5 6’ oo’ o 7> COOH COOR
SucA/BTO (-COOH) 64.91 69.13 29.70 60.74 29.08 173.82  171.8-
172.5

SucA/HTO (-COOH) 65.1 71.5 28.2 21.6 30.0 64.4  29.06- *E wx

29.15

AdiA/BTO (-COOH) 63.6- 64.4- 29.80 59.7- 334-  24.0- 17473 172.5-
69.0 72.5 63.5 33.9 24.6 173.2
AdiA/HTO (-COOH) 64.84 71.16 2826  21.56 30.02  63.89 33.1- 24.0- 17471 172.7-
34.0 24.7 173.2
AzeA/BTO (-COOH) 61.6- 64.1- 29.80, 59.9- 33.77- 2484 28.7- 17492 172.7-
69.1 72.5 3291 61.9 34.0 28.85 173.4
AzeA/HTO (-COOH) 62.8- 67.7- 30.09 21.64 28.34 63.84 33.77- 249 28.8 17492 172.8-
68.5 74.8 34.1 173.4




Table S3: '"H NMR chemical shifts of OH-ended branched polyesters in DMSO-ds. Ranges

indicate regions where multiple peaks are found. (*: Chemical shifts read from HSQC; ** not
observed; *** OH group signals are observed at 4.98 (m), 4.76 (m), 4.58(m), 4.54(t), 4.46(t),
4.40(t), 4.37(d), 4.34(t))

Compound 1 10H I 2 20H 2 3 4 40H &4 5 6 6 G6OH o O i
SucA/BTO(-OH) ~ 3.2- 3.87- 3.47- 4.8 135 3235 3.87- 2.5-
3.5 421 3.8 52 1.93 4.21 2.6
SucA/HTO(-OH) ~ 3.24 3.88  3.34- 471- 155 1.28,1.41 118 4.00 3.34-
3.63 5.00 1.44 3.42
AdiA/BTO(-OH) 3.21- *#* 388 348 *** 48 138 321-3.54 *** 388 229- 153
3.54 425 3.9 522 1.94 4.25 231
AdiA/HTO(-OH) 324 441 421- 335 436 472- 1.56 1.20,1.43 421- 335 433 229 153
3.86  3.63 5.01 3.86 443
AzeA/BTO(-OH) 390  3.46- 4.8- 4.0-
3.79 5.20 4.1
AzeA/HTO(-OH)  3.25 3.88  3.3- 4.7-1.19- 1.54 3.9 227 151 125
B2
3.6 50 145
Table S4: 3C NMR chemical shifts of OH-ended branched polyesters in DMSO-ds. Ranges
indicate regions where multiple peaks are found.
Compound 1 1’ 2 2 3 4 4 5 6 6 o’ 7 7 COOR
SucA/BTO (-OH) 56.9- 60.1- 64.6-  683- 292-  569- 60.1- 29.14 171.8-
67.1 69.5 69.8 757 377 671  69.5 172.5
SUCA/HTO (-OH) 66.43-  68.60-  68.0-  71.4- 32.89- 28.53- 21.56-  64.21- 60.91-
66.46  68.75 716 753 339 2941 2223 6462 6273
AdiA/BTO (-OH) 57.2- 60.2-  6535- 6858- 29.8- 572- 60.2- 33.65 2438 172.9-
66.66 692 69.39 7494 374  66.66 69.2 173.25
AdiA/HTO (-OH)  66.3 63.8- 67.9-  71.16- 32.61- 21.59- 28.32-  63.8-  60.7- 33.58- 24.30- 172.9-
68.5- 717 7490 3450 2222 28.85  685-  60.1 3390 24.48 173.3
AzeA/BTO (-OH) 68.1- 65-  68.0- 60.2- 172.8-
68.7 693 752 61.8 173.2
AzeA/HTO(-OH) 66.41-  66.6- 67.7-  712-  32.6- 21.65- 287  64.2- 33.78- 24.88- 28.5- 173.09-
66.47 66.8 72 757 340 2245 64.6 3425 2499 289 173.44




