Supplementary Information

Supporting Figures and Tables
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Figure S1. 'H NMR spectrum of PLGA25 synthesised at 150 °C for 2.5 hours using an [M]:[C] = 6,500:1 and [M]:[I] = 30:1.

Spectrum run in DMSO-ds at 80 °C and 400 MHz.

Table S1. Molecular Weight of PLGA25 synthesised at 150 °C for 2.5 hours using an [M]:[C] = 6,500:1

and [M]:[I] = 30:1. SEC in DMSO at 80 °C and SEC in HFIP at 40 °C.

M]:[1] M.* / g mol™! b

Man" / g mol™!

30:1 23,400 1.56 25,000

2 Determined by SEC in DMSO at 80 °C calibrated using PMMA standards. ® Determined by SEC

in HFIP at 40 °C calibrated using PMMA standards.

Table S2. a and K values calculated from Mark-Houwink-Sakurada (MHS) plots of PLGA25s syn-
thesised at 150 °C for 2.5 hours using varying [M]:[I] ratios (30:1 to 30,000:1) and [M]:[C] = 6,500:1.

Determined via SEC in DMSO at 80 °C.

[M]:[1] a K x10°/dL g
30:1 0.37 376
300:1 0.57 101

3,000:1 0.59 82

30,000:1 0.55 159




Figure S2. Appearances of PLGA25s synthesised at 150 °C for 2.5 hours using [M]:[C] of 6,500:1 and
[M]:[1] of 30:1, 300:1 and 3,000:1.
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Figure S3. Appearances of PLGA25s synthesised using an [M]:[C] = 6,500:1 and [M]:[I] = 30,000:1 at
130-205 °C.
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Figure S4. Appearances of PLGA25s synthesised using an [M]:[C] = 50,000:1 and [M]:[I] = 30,000:1
at 150-205 °C.
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Figure S5. Graphs of a) Conversion vs Time and b) Mn vs Time for PLGA25 polymerisation reactions
performed using an [M]:[C] = 6,500:1 and [M]:[I] = 30,000:1 at 130 °C, 150 °C, 180 °C and 180-205 °C.
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Figure S6. Graphs of a) Conversion vs Time and b) Mn vs Time for PLGA25 polymerisation reactions
performed using an [M]:[C] = 50,000:1 and [M]:[I] = 30,000:1 at 150 °C, 150-170 °C, 170 °C, 180 °C
and 180-205 °C.
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Figure S7. DSC thermograms of PLGA25 synthesised at 150 °C for 2.5 hours using an [M]:[C] =
6,500:1 and [M]:[T] = 30:1 to 30,000:1.
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Figure S8. TGA thermograms of PLGA25 synthesised at 150 °C for 2.5 hours using an [M]:[C] =
6,500:1 and [M]:[T] = 30:1 to 30,000:1.
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Figure S9. TGA thermograms of PLGA25 synthesised using different catalyst concentrations.
[M]:[C] = 6,500:1 and 50,000:1. Both samples were synthesised at 150 °C using an [M]:[I] = 30,000:1.



