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Complex characterization
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Figure S2. Three different views of 1-2[2,2"-NH2(CsH4)]2-3.5MeCN
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Figure S3. MALDI-ToF mass spectrum of 1.
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Figure S4. 'H NMR spectrum of aromatic region of 1 (400 MHz, CDsCN, 298K) showing weak peaks

for the H2NCeHs-1,4-(CO2H)2and [2,2"-NH2(CsHa)]2 derived protons.
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Figure S5. IR spectrum of 2.
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Figure S6. Three different views of the packing in 2-3MeCN.
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Figure S7. MALDI-ToF mass spectrum of 2.
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Figure S8. IR spectrum of 3.
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Figure S9. Different views of the two unique molecules in 3-MeCN with MeCNs omitted for clarity.
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Figure 510. MALDI-ToF mass spectrum of 3.

Ring opening polymerization

For polycaprolactone
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Figure S11. '"H NMR spectrum and % conversion for PCL using 1 under air (entry 2, Table 4).
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Figure S13. '"H NMR spectrum and % conversion for PCL using 3 under air (entry 6, Table 4).
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Figure S14. '"H NMR spectrum and % conversion for PCL using I under air (entry 8, Table 4).

Selected gpc traces of the PCL polymers.
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Figure S15. GPC trace for PCL using 1 under N2 (run 1, Table 4)
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Figure S16. GPC trace for PCL using 1 under air (run 2, Table 4)
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Figure S17. GPC trace for PCL using 3 under N2 (run 5, Table 4).
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Figure S18. GPC trace for PCL using 3 under air (run 6, Table 4).
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Figure S19. GPC trace for PCL using I under air (run 8, Table 4).
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Figure S20. GPC trace for PCL using II under N2 (run 9, Table 4).
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Figure S21. GPC trace for PCL using II under air (run 10, Table 4).

Expansions of MALDI-ToF spectra of the PCL obtained from 1 - 3
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Figure 522. Expansions of the PCL using 1 (Entry 1, Table 4).
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Figure S23. Expansions of the PCL using 1 (Entry 2, Table 4).
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Figure 525. Expansions of the PCL using 3 (Entry 5, Table 4).
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Figure S24. Expansions of the PCL ﬁsing 2 (Entry 3, Table 4).

Spectra of PCL obtained using anthranilic acid
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Figure 526. MALDI-ToF of PCL using 1,2-(NHz)(CO:H)CsH: (run 14, Table 4).
The main families are i) polymer (terminated by OH/OMe) as potassium adducts [M =31 (OMe) +
1(H) + n x 114.14 (CL) + 39.1 (K*)] (e.g., n =15 calc. 1783.2, obsv. 1780.1 with peaks off-set by 3.1 Da;
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ii) polymers (terminated by OH/1,2-(NH2)(CO:2)CéHs as the sodium adducts e.g., n =10 calc. 1301.5,
obsv. 1301.6, n = 15 calc. 1872.2, obsv. 1872.1).
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Figure S27. 'H NMR spectrum of PCL using 1,2-(NH2)(CO:2H)CeHs (run 14, Table 4).

For polyvalerolactone
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NMR spectrum and % conversion for PVL using 3 under N2 (entry 5, Table 5).

Figure S31. 'H NMR spectrum and % conversion
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VL using 1 under air (entry 2, Table 5).

for PVL using 3 under air (entry 6, Table 5).
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Figure S32. 'H NMR spectrum and % conversion for PVL using II under air (entry 10, Table 5).

Figure S33. 'H NMR spectrum and % conversion for PVL using [2,2"-NH2(CeHa)]2 under air (entry

nversion for PVL using [2,2"-(NH2)CeH4]2.CH2 under air
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Figure S35. 'H NMR spectrum and % conversion for PVL using [2,2"-(NH2)CsHa]2CH2CH: under air
(entry 13, Table 5).
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Figure S36. GPC trace for PVL using 1 under N2 (run 1, Table 5).
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OmniSEC Version 467

Figure S37. GPC trace for PVL using 1 under air (run 2, Table 5).
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Figure S38. GPC trace for PVL using 2 under N2 (run 3, Table 5).
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Column Set GMHXxI

System System 1
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Volume Increment (mL) 0.0033
Detector Temp (C)  22.00
Column Temp (C)  22.00
OmniSEC Version 467

Figure 539. GPC trace for PVL using 2 under air (run 4, Table 5).
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Figure S40. GPC trace for PVL using I under N2 (run 7, Table 5).
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Figure S41. GPC trace for PVL using I under air (run 8, Table 5).
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Figure S42. GPC trace for PVL using II under N2 (run 9, Table 5).



30 of 38

Expansions of MALDI-ToF spectra of the PVL obtained from 1 - 3
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Figure 543. Expansions of the PVL using 1 (Entry 1, Table 5).
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Figure S44. Expansions of the PVL using 2 (Entry 4, Table 5).
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Figure S45. Expansions of the PVL using 3 (Entry 5, Table 5).
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Figure S46. Expansions of the PVL using II (Entry 9, Table 5).

MALDI-ToF spectra of polyvalerolactone obtained using the dianilines [2,2'-
(NH2)CsHa]2(CH2)n (n=0, 1, 2)
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Figure 47. MALDI-ToF of PVL using [2,2"-NH(CsHs)]2 (run 11, Table 5).

Main families are chain polymer (terminated by 2 OH) as sodium adducts [M =17 (OH) + 1(H) + n
x100.12 (VL) +22.99 (Na")] (e.g., for n =23, calc. 2343.8, obsv. 2345.9 offset by 2.1 Da; ii) cyclic poly-
mers as the potassium adducts e.g., n =50 calc. 5045.1, obsv. 5048.1; n = 60 calc. 6046.3, obsv. 6048.8

offset by 2 to 3 Da.
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Figure S48. MALDI-ToF of PVL using [2,2’-(NH2)CeHs]2CHz (run 12, Table 5).

The main families are i) chain polymer (terminated by 2 OH) as sodium adducts [M = 17 (OH) +
1(H) + n x 100.12 (VL) + 22.99 (Na")] (e.g., for n = 23, calc. 2343.8, obsv. 2346.1; n = 25 calc. 2544.0,
obsv. 2546 with peaks off-set by about 2 Da; ii) cyclic polymers as the potassium adducts e.g., n =50
calc. 5045.1, obsv. 5048.6).
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Figure S49. MALDI-ToF of PVL using [2,2'-(NH2)CsH4]2CH2CH2 (run 13, Table 5).

The main families are i) chain polymer (terminated by 2 OH) as sodium adducts [M =17 (OH) +
1(H) + n x 100.12 (VL) + 22.99 (Na*)] (e.g., n = 25 calc. 2544.0, obsv. 2545.6 with peaks off-set by 1.6
Da; ii) cyclic polymers as the potassium adducts e.g., n =50 calc. 5045.1, obsv. 5047.1).
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Spectra of PVL obtained using anthranilic acid
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Figure S50. MALDI-ToF of PVL using 1,2-(NH2)(CO:H)CsHs (run 14, Table 5).

The main families are i) polymers (terminated by OH/1,2-(NH2)(CO2)CsH: as the sodium adducts
e.g.,, n =10 calc. 1161.3, obsv. 1164.5, n = 15 calc. 1661.9, obsv. 1664.9 offset by 3 — 3.2Da); ii) chain
polymer (terminated by 2 OH) as sodium adducts [M = 17 (OH) + 1(H) + n x 100.12 (VL) + 22.99
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(Na*)] (e.g., n =15 calc. 1542.8, obsv. 1542.9, n = 25 calc. 2544.0, obsv. 2543.2; iii) and/or cyclic poly-
mers as the potassium adducts e.g., n =25 calc. 2542.1, obsv. 2543.2).
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Figure S51. 'H NMR spectrum of PVL using 1,2-(NH2)(CO:2H)CsHas (run 14, Table 5).
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Figure S52. TGA for 2-3MeCN
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Figure S53. DSC for 2-3MeCN
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Figure S54. TGA for II.
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Figure S55. DSC for II.



