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Figure S1. The orbital representations of the top four = molecular orbitals of Pyr, as a function of Rg;p.
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Figure S2. DF-DFT-SAPT energy contributions for both Cyt; (S) and Cyt, (TW-PD).
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Figure S3. Plot of the DF-DFT-SAPT Ejy, the sum of the Een™ and Egis,® contributions, and the sum of the remaining
Epo™, Eind®, Eingisp™s Eexchuaispand 8(HF) terms for Bz, plotted as a function of Ry,



Electronic Supplementary Material (ESI) for Physical Chemistry Chemical Physics
This journal is © The Owner Societies 2013

E]O g ] N = afteropt R?2=0.9326 (b) -3 - = uptoopt R2=0.9845
g '1 ¢ uptooptR*=0.9635 E 5 - "¢« afteropt R2=0.9349
= =
[
— _2 - —
2 ° & 9
= -25 : : : S L L |
0.005 0.015 0.025 0.035 § -10.005 0.015 0.025 0.035
Total Wiberg indices Total Wiberg indices
© 97 muptoopt  R2=0.9551 (d) 10
= 1 | ¢ afteropt  R2=09429  _ ¢ .
2 o
3 2 E 6
= 2 b -
T ® 4 ® uptoopt RZ=0.9606
--:‘- 3 L d i
3 L 2
:E ¢ m < + afteropt R2=0.971
m A4 1 1 1 1 I.E 0 1 1 1 |
0 0.01 0.02 0.03 004 o 0 0.01 002 003 0.04
Total Wibergindices Total Wibergindices
- 2
(e) Ju
_§ % L ] % %5 L
3 E af
E3 3
N = 2 _
Dy + after opt R?=0.9531 “os | o afteropt R = 09767
0 1 B Up t0 Opt R2= 0.9455 0 1 1 . R?=0.9493
0 0.01 002 0.03 0.04 0 001 002 003 0.04
Total Wiberg indices Total Wiberg indicies

Figure S4. DF-DFT-SAPT energy contributions for Bz, plotted as a function of the total intermolecular Wiberg bond
indices which displays a change in slope before and after the minimum reflecting a change in the type of momomer MQOs
involved in inter-ring bonding. (a) Plot of E,,") as a function of the total WBI. (b) Plot of Eqs,® plotted as function of
total WBI. (c) Plot of Eing® as a function of the total WBI. (d) Plot of Ee,™ as a function of the total WBI. (e) Plot of
Eindexen” as a function of the total WBI. f, Plot of Egispexcn’™ @s a function of the total WBI.
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Figure S5. The orbital representations of the 10 7 orbitals for Cyt,,



