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*Computations on a SAPT0/def2-QZVPP level of theory. 1,6-COT optimized with B3LYP(D3)/def2-QZVPP. 
 

≈ 2.58 Å 
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*Computations on a B3LYP(D3)/def2-TZVP level of theory. 
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Non-Covalent Interaction Plots 

*Non-covalent interaction (NCI) plots (s = 0.3 Å/-5 < 𝜌 < +5 Å) depicted separately with and without interaction/structure. Repulsion is 
color-coded red, “strong” attraction blue and weak interactions in green. 
 

≈ 2.35 Å RC−C = 1.34 Å 
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*Computations on a B3LYP(D3)/def2-TZVPP level of theory 
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Non-Covalent Interaction Plots 

*Non-covalent interaction (NCI) plots (s = 0.3 Å/-5 < 𝜌 < +5 Å) depicted separately with and without interaction/structure. Repulsion is 
color-coded red, “strong” attraction blue and weak interactions in green. 
 

≈ 2.28 Å RC−C = 1.34 Å 
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* DG298 given in kcal mol-1 for R = Ph. Computations on a B3LYP(D3)/def2-SVP level of theory 
 
A. W. Johnson, Robert B. LaCount, J. Am. Chem. Soc. 1961, 83, 2, 417-423. 
V. Aggarwal, J. Richardson, Chem. Commun. 2003, 2644-2651 



London Dispersion Effects on Transition States 

 
 
  

16 

R cis-Epoxide trans-Epoxide 
∆G298 

[kcal mol-1] 

H 0.30 1 0.7 

Me 0.28 1 0.8 

tBu 0.90 1 0.1 

∆∆G298 =  

0.6 kcal mol−1 
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*Computations on a B3LYP(D3)/cc-pVDZ level of theory 
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*Computations on a B3LYP(D3)/cc-pVDZ level of theory 
 

≈ 2.32 Å 
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*Computations on a B3LYP(D3)/def2-TZVP level of theory 
 

RC−C = 1.70 Å RPb−Pb = 2.86 Å 
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*Computations on a B3LYP(D3)/def2-TZVP level of theory 
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Local Energy Decomposition Analysis 

*Computations on a DLPNO-CCSD(T)/def2-TZVPP level of theory 
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*Computations on a DLPNO-CCSD(T)/def2-TZVPP level of theory 
 

 
Dispersion Interaction Density Plots 
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*DG298 given in kcal mol-1. Computations on a B3LYP(D3)/def2-TZVP level of theory 
 


