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Table S1. Representative structures sampled from molecular dynamics simulations of steroids in complex with native CDs.
	
	Orientation-a
	Orientation-b

	α-CD/hydrocortisone 
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	β-CD/hydrocortisone
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	γ-CD/hydrocortisone
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	α-CD/dexamethasone 
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	β-CD/dexamethasone
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	γ-CD/dexamethasone
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	α-CD/prednisolone 
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	β-CD/prednisolone
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	γ-CD/prednisolone
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	α-CD/6α-methylprednisolone
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	β-CD/6α-methylprednisolone
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	γ-CD/6α-methylprednisolone
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Description automatically generated with medium confidence]
Fig. S1 Cumulative averages of free energies of binding of dexamethasone to α-, β-, and γ-CD in either the orientation-a (red) or orientation-b (blue). Dashed horizontal lines mark the free energy of binding using all available data. Dashed vertical lines indicate from when the simulations have converged.
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Description automatically generated with medium confidence]
Fig. S2 Cumulative averages of free energies of binding of prednisolone to α-, β-, and γ-CD in either the orientation-a (red) or orientation-b (blue). Dashed horizontal lines mark the free energy of binding using all available data. Dashed vertical lines indicate from when the simulations have converged.
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Description automatically generated with medium confidence]
Fig. S3 Cumulative averages of free energies of binding of methylprednisolone to α-, β-, and γ-CD in either the orientation-a (red) or orientation-b (blue). Dashed horizontal lines mark the free energy of binding using all available data. Dashed vertical lines indicate from when the simulations have converged.
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Description automatically generated with medium confidence]
Fig. S4 Measured autocorrelation of hydrocortisone using no offset (left panel) and a 50 ns offset in the right panel. A value of  yields acceptable numerical stability for computed .

Table S2. Offset times used to ignore the first part of the simulation to compute . All times in ns.
	CD
	Orientation
	Hydrocortisone
	Dexamethasone
	Prednisolone
	Methyl-prednisolone

	α
	a
	0
	0
	0
	-

	
	b
	-
	50
	-
	0

	β
	a
	0
	0
	96
	0

	
	b
	50
	0
	0
	38

	γ
	a
	80
	0
	30
	70

	
	b
	70
	80
	90
	80
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