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Figure S1 Rietveld refinements of glycolide-hs form-11 at various pressures. All diffraction patterns

show a good fit to the data. The crystal structure parameters can be found in Table S1.
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Table S1  Refined unit cell parameters of glycolide on compression.
Pawley / | Load Form | Pressure | Space | a-axis (A) | b-axis (A) c-axis (A) B (°) Unit Cell | Molecular | R_wp
Rietveld | (tonnes) (GPa) Group Volume Volume
(A% (A%

Pawley 6 I 0.000(19) | P2i/n | 6.7037(7) | 14.9640(17) 9.619(3) 98.884(15) 953.3(3) 119.1625 1.288
Pawley 9 [ 0.031(14) | P2:/n | 6.689(3) | 14.942(9) 9.610(5) 98.77(6) 949.3(9) 118.6625 | 1.157
Pawley 9 Il 0.031(14) | Pbca 5.2240(8) | 7.4321(11) 11.780(2) 90 457.35(13) 114.3375 1.157
Pawley 10 Il 0.152(12) | Pbca 5.1906(4) 7.4150(5) 11.7692(15) 90 452.98(7) 113.245 1.887
Rietveld 12 I 0.406(9) | Pbca | 5.1174(4) | 7.3666(4) | 11.7174(10) 90 441.71(6) 110.43 1.737
Pawley 14 Il 0.64(2) | Pbca | 5.0604(6) | 7.3184(6) | 11.6661(19) 90 432.05(9) | 108.0125 | 2.04
Pawley 16 Il | 0.891(15) | Pbca | 5.0252(5) | 7.2861(7) | 11.6373(19) 90 426.09(9) | 106.5225 | 1.932
Pawley 18 Il 1.07(3) Pbca | 5.0053(6) 7.2666(8) 11.6161(19) 90 422.49(10) 105.6225 2.077
Pawley 20 Il 1.18(2) Pbca | 4.9859(5) 7.2512(7) 11.5914(18) 90 419.07(9) 104.7675 1.916
Pawley 23 I 1.43(3) | Pbca | 4.9552(6) | 7.2155(7) 11.560(2) 90 413.33(10) | 103.3325 | 2.21
Rietveld 26 Il | 1.774(12) | Pbca | 4.9209(4) | 7.1818(5) | 11.5243(10) 90 407.28(5) 101.805 | 1.606
Pawley 29 I 2.02(2) | Pbca | 4.8989(7) | 7.1545(8) 11.494(2) 90 402.86(11) | 100.715 | 2.234
Pawley 32 I 2.35(2) | Pbca | 4.8772(7) | 7.1270(8) 11.468(3) 90 398.64(12) 99.66 2.279
Rietveld 35 Il |2.574(14) | Pbca | 4.8571(4) | 7.1033(5) | 11.4462(10) 90 394.91(5) 98.7375 | 1.620
Pawley 38 I 2.85(2) | Pbca | 4.8401(7) | 7.0825(8) 11.426(2) 90 391.69(11) | 97.9225 | 2.139
Pawley 41 I 3.10(3) | Pbca | 4.8253(8) | 7.0650(10) | 11.409(3) 90 388.95(13) | 97.2375 | 2.539
Pawley 44 I 3.37(2) | Pbca | 4.8107(8) | 7.0402(10) | 11.381(3) 90 385.44(13) 96.36 2.472
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Pawley 47 [ 3.68(3) | Pbca | 4.7924(8) | 7.0212(10) | 11.356(3) 90 382.13(13) | 95.5325 | 2.421
Rietveld 50 Il |4.015(19) | Pbca | 4.7757(4) | 6.9930(5) | 11.3384(10) 90 378.66(5) 94.665 | 1.660
Pawley 53 [ 4.28(2) | Pbca | 4.7615(8) | 6.9771(11) | 11.322(3) 90 376.14(13) | 94.035 | 2.197
Pawley 56 [ 4.65(2) | Pbca | 4.7453(7) | 6.9536(10) | 11.303(2) 90 372.96(11) 93.24 1.868
Rietveld 59 [ 5.01(3) | Pbca | 4.7321(4) | 6.9298(5) | 11.2798(11) 90 369.89(6) | 92.4675 | 1.795
Pawley 62 [ 5.39(3) | Pbca | 4.7196(8) | 6.9133(13) | 11.262(3) 90 367.45(14) | 91.8625 | 2.384
Pawley 66 [ 5.90(3) | Pbca | 4.7009(9) | 6.8872(14) | 11.236(3) 90 363.78(15) | 90.945 | 2.606
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Repulsion terms (kJmol™?) for Form Il on increasing pressure.

Supporting information

PIXEL Energies and the partitioning into Coulombic, Polarisation, Dispersion and

Pressure Distance Coulombic Polarisation Dispersion Repulsion

Energy Energy Energy Energy

Component Component Component Component
Interaction 1: 0.5+x,1.5-y,1-z
0.409 4.46 -215 -8.6 -214 29.2 -22.3
1.774 4.486 -214 -9 -21 28.5 -22.9
2.588 4.328 -26.7 -8.3 -21.6 35.1 -21.4
4.02 4.284 -27.8 9.1 -23.1 39.9 -20.1
5.02 4.244 -30.2 -10.7 -25.2 47.3 -18.8
Interaction 2: 0.5+x,0.5-y,1-z
0.409 451 -19.5 -5.5 -16.7 20.3 -21.4
1.774 4.224 -29.4 -9.7 -25.1 46.5 -17.7
2.588 4.277 -28.6 -12 -26.6 48.1 -19
4.02 4.184 -37 -16.3 -30.6 69.2 -14.7
5.02 4.148 -37.5 -15.8 -30.9 69.7 -14.4
Interaction 3: 1+X,y,z
0.409 5.118 -10.3 -2.3 -9.3 54 -16.6
1.774 4,921 -13.7 -3.9 -13.2 14 -16.8
2.588 4.857 -15.6 -5 -15 19.3 -16.3
4.02 4.776 -19.8 -6 -17.2 27.5 -15.5
5.02 4.732 -21.7 -7.3 -18.7 33.8 -13.9
Interaction 4: 1-x,0.5+y,0.5-z
0.409 6.923 -10.6 -2.4 -4.3 6.7 -10.5
1.774 6.715 -12.3 -3 -5.1 9.6 -10.7
2.588 6.754 -14.4 -3.7 -5.5 13 -10.6
4.02 6.686 -15.8 -4.4 -5.9 15.3 -10.8
5.02 6.65 -17.7 -5.3 -6.4 19.3 -10
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Interaction 5: 1-x,0.5+y,1.5-z

0.409 6.917 -7.6 -1.6 -3.9 3.8 -9.2
1.774 6.865 -11.3 -3 -5.2 10.1 -9.4
2.588 6.717 -11.9 -3 -5.3 10 -10.3
4.02 6.636 -13.9 -3.8 -6.1 141 -9.7
5.02 6.589 -16 4.7 -6.4 17.2 -9.8
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Figure S2 Raman spectra of glycolide at 0.40 GPa, 8.03 GPa on the same day and after 8 days at
8.03 GPa (Pressure of cell was 8.5 GPa on day 8) and subsequent compression to 10.3 GPa. There is
little difference in the spectra showing that no reaction has occurred during the day. The breaks in the

x-axis correspond with primary and secondary diamond vibrations.




