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Fig. ESI 1
Simulated powder X-Ray diffraction patterns from single-crystal structures of (a) form II collected at 280K, (b) form II collected at 180K, (c) form I collected at 180K.
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Fig. ESI 2
Powder X-Ray diffraction patterns of (a) form I simulated from single-crystal data collected at 180K, (b) results of dry grinding of 1:1 caffeine:GA for 60 min, (c) results of hexane solvent-drop grinding of 1:1 caffeine:GA for 60 min, (d) results of heptane solvent-drop grinding of 1:1 caffeine:GA for 60 min, (e) caffeine starting material, (f) GA starting material, (g) form II simulated from single-crystal data collected at 180K.
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Fig. ESI 3
Powder X-Ray diffraction patterns of (a) form II simulated from single-crystal data collected at 180K, (b) results of dichloromethane solvent-drop grinding of 1:1 caffeine:GA for 60 min, (c) results of acetonitrile solvent-drop grinding of 1:1 caffeine:GA for 60 min, (d) results of water solvent-drop grinding of 1:1 caffeine:GA for 60 min, (e) caffeine starting material, (f) GA starting material, (g) caffeine hydrate simulated from single-crystal data deposited in the Cambridge Structural Database (reference code CAFINE01; see reference 7)  (h) form I simulated from single-crystal data collected at 180K.
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