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Figure S1. Ratio of non-bridging oxygen to oxygen in a tetragonal coordination ratio (NBO/T) plotted against CaO content. The NBO/T values were calculated from MD simulations [1].

Table S1. The isotropic chemical shifts at the spectral maximum of 29Si and the various oxidation states of 27Al in the CAS glasses.
	Glass
	29Si (ppm)
	[AlO4] (ppm)
	[AlO5] (ppm)
	[AlO6] (ppm)

	C65A20S15
	-73
	73
	47
	19

	C53A35S12
	-72
	72
	30
	5

	C50A30S20
	-75
	71.5
	29
	5

	C40A10S50
	-80
	66
	37
	11

	C33A33S33
	-79
	62
	36
	9

	C30A50S20
	-78
	60
	33
	9

	C21A18S61
	-87
	59
	-
	-

	C10A10S80
	-108
	51
	18
	-
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[bookmark: _Ref167567756]Figure S2. The fraction of Si(Qn) calculated from MD simulations [1] plotted against CaO.
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Figure S3. The fraction of Al(Qn) calculated from MD simulations [1] plotted against CaO.
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Figure S4. Average (Al)Qn species calculated from MD simulations [1] plotted against the 27Al NMR isotropic shift at the spectral maximum.
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Figure S5. FTIR spectra of the CAS glasses.
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[bookmark: _Ref167568621]Figure S6. Band 1 maxima location plotted against (a) ∠Al-O-Al; (b) ∠Si-O-Al; (c) ∠Si-O-Si.
T-O-T’ angles were calculated from MD simulations [1].
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Figure S7. (a) XRD hump maxima angle plotted against SiO2; (b) 29Si NMR isotropic shift at the spectral maximum plotted against SiO2; (c) 27Al NMR isotropic shift at the spectral maximum plotted against SiO2.
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Figure S8. (a) XRD hump maxima angle plotted against Al2O3; (b) 29Si NMR isotropic shift at the spectral maximum plotted against Al2O3; (c) 27Al NMR isotropic shift at the spectral maximum plotted against Al2O3.
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