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Figure S1. ESP plots for cyanobenzene at various levels of theory mapped onto the corresponding
electron density isosurfaces (0.001 e/au’).
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Figure S2. B3LYP/6-31G(d) ESP plots for cyanobenzene at the constrained geometry (left,
carbons and hydrogens fixed at their corresponding positions in benzene) and the fully relaxed
geometry (right), mapped onto the corresponding electron density isosurfaces (0.001 e/au’).
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.0000000
.0000000
.0000130
-0.
.8963770
.0001600
.8960950

0001190

.0000520
.0000130
.0001190
.8963770
.0001600
.8960950



13
C6H5SH

Q
o

.0000000
1.2070640
-1.2070640
0.0000000
-1.2070640
1.2070640
2.1451990
.1451990
0.0000000
-2.1451990
-2.1451990
-0.0800220
1.2502400

aspyepRpariasiiac il il O NONONONG!
N

3

HSH as in CG6H5SH

H 0.0777910
S -0.0800220
H 1.2502400

15

C6H5S1iF3

C 0.0000000
1.2070640
-1.2070640
0.0000000
-1.2070640
1.2070640
2.1451990
.1451990
0.0000000
-2.1451990
-2.1451990

i -0.0000140

-1.2988550
0.0003510
1.2984330

Mo unEDoDoD DD Q000
N

w

.3937980
.6968990
.6968990
.3937980
.6968990
.6968990
.2385310
.2385310
.4770620
.2385310
.2385310
.1837070
.4061270

.8432860
.1837070
.4061270

.3937980
.6968990
.6968990
.3937980
.6968990
.6968990
.2385310
.2385310
.4770620
.2385310
.2385310
3.2319900
3.
3.
3.

8001710
8578250
8002370

(@) [ecNeoNoNoNoNoNoNoNoNoNolNolNe]

ocNoNololNoNolNoNoNolNolNe]

.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000

.0000000
.0000000
.0000000

.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
0.0276110
-0.7058820
1.
-0.7065240

4975450

S10

5

HSiF3 as in CO6H5S1iF3

H 0.0000250 1.7675610
Si -0.0000140 3.2319900
F -1.2988550 3.8001710
F 0.0003510 3.8578250
F 1.2984330 3.8002370
15

C6H5S1iH3

C 0.0000000 1.3937980
C 1.2070640 0.6968990
C -1.2070640 0.6968990
C 0.0000000 -1.3937980
C -1.2070640 -0.6968990
C 1.2070640 -0.6968990
H 2.1451990 1.2385310
H 2.1451990 -1.2385310
H 0.0000000 -2.4770620
H -2.1451990 -1.2385310
H -2.1451990 1.2385310
Si 0.0001490 3.2772270
H -1.2136080 3.8014840
H 0.0001980 3.8116970
H 1.2140780 3.8011390
5

HSiH3 as in C6H5SiH3

H -0.0000590 1.7926330
Si 0.0001490 3.2772270
H -1.2136080 3.8014840
H 0.0001980 3.8116970
H 1.2140780 3.8011390

0.0527750
0.0276110
-0.7058820
1.4975450
-0.7065240

.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
0.0358490
-0.6485020
1.4274900
-0.6484680

ocNoNoRoNoNoNoNoNolNolNe]

0.0394350
0.0358490
-0.6485020
1.4274900
-0.6484680



Polysubstituted Benzenes

24

hexaaminobenzene

-2

-2
-2
-2

T2 nODZ2on o omomz2 o ma3 mom=2000000a0

N

-2

-2
-1
-2
-2
-3

CTIOIODZO0D D2 0N D2 DD D20 TZ2 Mo

PNWNRPROOOO

0.
-1.

1.

0.

1.
-1.

0.
-0.

0.
.4801220
-3.
.4113350
.4801220
.4113350
.1770450
.0000000
.8164970
0.8164970
.4801220
.1770450
.4113350
.4801220
.4113350
.1770450

0.

0.
-0.

0.
-1.
.4801220
-3.
.4113350
.5950280
.4801220
.4113350
.1770450
.0000000
.0000000
.8164970
.8164970
.5952670
.4801220
.1770450
.4113350
.5950280

0000000
2070640
2070640
0000000
2070640
2070640
0000000
8164970
8164970

1770450

0000000
0000000
8164970
8164970
5952670

1770450

[oNeN

NORFRFWWN

-2

N

.3937980
.6968990
.6968990
-1.
-0.
-0.
.8637980
.1971310
.1971310
.4318980
.8914580
.3120300
-1.
.3120300
-0.
-2.
-3.
-3.
-1.
.8914580
.3120300
.4318980
.3120300
.8914580

3937980
6968990
6968990

4318980

8914580
8637980
1971310
1971310
4318980

HNH2 as in hexaaminobenzene

.8508490
.8637980
.1971310
.1971310
.9508160
.4318980
.8914580
.3120300
.9511110
.4318980
.3120300
.8914580
.8508490
.8637980
.1971310
.1971310
.9508160
.4318980
.8914580
.3120300
.9511110

[clolololololololololololololoNololoNoNo o)

.0641980
.0641980
.0641980
.0641980
.0641980
.0641980
.0641980
.4072070
.4072070
.0641980
.4072070
.4374470
.0641980
.4374470
.4072070
.0641980
.4072070
.4072070
.0641980
.4072070
.4374470
.0641980
.4374470
.4072070

.0337050
.0641980
.4072070
.4072070
.0890810
.0641980
.4072070
.4374470
.0887440
.0641980
.4374470
.4072070
.0337050
.0641980
.4072070
.4072070
.0890810
.0641980
.4072070
.4374470
.0887440

S11

N 2.4801220 1
H 2.4113350 2
H 3.1770450 0
15

tricyanobenzene

C 0.0000000 1
C 1.2070640 0
C -1.2070640 0
C 0.0000000 -1
C -1.2070640 -0
C 1.2070640 -0
H 2.1451990 1
H 0.0000000 -2
H -2.1462430 1
C 0.0000190 2
N 0.0000370 3
C -2.4503500 -1.
N -3.4569280 -1
C 2.4503600 -1
N 3.4569470 -1.
9

3 HCN as in tricyanobenzene
H 0.0000030 1
C 0.0000190 2
N 0.0000370 3
H -1.5229970 -0
C -2.4503500 -1
N -3.4569280 -1
H 1.5229990 -0
C 2.4503600 -1
N 3.4569470 -1
12

hexafluorobenzene

C 0.0000000 1
C 1.2070640 0
C -1.2070640 0
C 0.0000000 -1
C -1.2070640 -0
C 1.2070640 -0
F 0.0000000 2
F 2.3637560 1
F 2.3637560 -1
F 0.0000000 -2
F -2.3637560 -1
F -2.3637560 1

.4318980
.3120300
.8914580

.3937980
.6968990
.6968990
.3937980
.6968990
.6968990
.2385310
.4770620
.2391560
.8293840
.9915530

4146550

.9955470
.4146380

9955140

.7586860
.8293840
.9915530
.8794800
.4146550
.9955470
.8794770
.4146380
.9955140

.3937980
.6968990
.6968990
.3937980
.6968990
.6968990
.7294300
.3647150
.3647150
.7294300
.3647150
.3647150

|
[oNeNe]

[cNeoolololololoNololololoNoNe)

cNeololooloNoNoNe)]

eNeololololoNoloNoleoNeNe}

.0641980
.4374470
.4072070

.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000

.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000

.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000



hexafluorobenzene
1.
.7294300
0.
1.
-0.
-1.
-1.
.7294300
-0.
-1.
0.
1.

12

6 HF as in

H 0.0000000
F 0.0000000
H 1.5185600
F 2.3637560
H 1.5185600
F 2.3637560
H 0.0000000
F 0.0000000
H -1.5185600
F -2.3637560
H -1.5185600
F -2.3637560

2

-2

7956700

9677960
3647150
9677960
3647150
7956700

9677960
3647150
9677960
3647150

clolololoNoNololoNoNoNe)

.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000

S12



Cryptolepines 35
ryp P 7,9-dinitrocryptolepine

31 c T3 7175120 2550020 T07 0971380
- C 2. ) 0.
SryptOIe?Z?§85194O 1 2487790 0.1301040 C ~1.8543350 0.3385730 0.0008640
c 2 7175190 1 d5c5950 0 0971380 C -2.4314150 ~0.9679670 0.0244100
c 18543350 0 3382730 0 0008240 C ~3.8119100 ~1.1744780 ~0.0061530
c 378119100 11742780 0 0661530 C ~0.4322550 0.1279040 0.0388840
c 1 6385910 00530260 0 0765870 C ~0.2028990 ~1.2897590 0.0517690
c 0. 2058990 172897590 0 0517690 N 0.6239160 0.9771390 0.0790010
o 1 9308300 0 1985970 0 0094550 C 1.0670690 -1.8105380 0.0595290
c 3 1975590 1 3582420 0 0250280 H -2.3363630 2.4663150 ~0.1716310
c 53784200 5 1291370 0 2476550 " -5.7042680 ~0.1813870 ~0.1031630
- 45303890 5 1ceda0 0 0180040 " 2.8973130 2.4463000 ~0.1333130
- 1 2451970 TS 8817260 0 0843220 " 3.6602270 ~2.4699370 ~0.0113610
- 2 5765310 0 9008160 0. 1239700 " 0.3321070 2.9216120 ~0.7295000
u 1 1716620 > 8577600 0 8451580 0 -3.6100730 -3.4640800 0.0538300
- 0 5572910 > e255230 0 7785000 0 -5.6173340 ~2.6014560 0.0127730
0 ~4.4624490 3.5146470 ~0.2899590
0 ~6.1920440 2.1749510 ~0.2520070
8
2 HNO2 as in 7,9-dinitrocryptolepine
H ~3.9859750 ~1.5565220 0.0022130
N ~4.4006470 ~2.5125350 0.0223250
0 ~3.6100730 ~3.4640800 0.0538300
0 -5.6173340 ~2.6014560 0.0127730
H ~4.3512610 1.5859850 ~0.1604170
N ~4.9900390 2.4069760 ~0.2327380
0 ~4.4624490 3.5146470 ~0.2899590
0 ~6.1920440 2.1749510 ~0.2520070

S13



Klarner Guest Molecules 28

1,5-DNAQ
24 C -3.6951200 -0.6999450 -0.0000010
20 c T3 5748540 T0.7043870 7070000030
C -1.27 -0.7 7 .
S s oo S o T R 1
c _1.2748940 ~0.7043870 0.0000030 C -2.4906630 1.3980760 0.0000070
c ~3.6951200 0.6999450 0.0000050 C 0.0000000 1.4785380 -0.0000030
c 1.2748940 0.7043870 0.0000000 C 2.4906630 -1.3980760 -0.0000030
H 2. 4645020 _2.4827730 ~0.0000070 C 2.4906630 1.3980760 0.0000040
C 3.6951200 ~0.6999450 0.0000030 H -4.6361860 -1.2430060 -0.0000020
c 3.6951200 0.6999450 0.0000050 H -2.4645020 -2.4827730 -0.0000080
H 2 .4645020 _2.4827730 -0.0000080 H 4.6361860 1.2430060 0.0000050
0 0.0000000 2.7050370 ~0.0000150 0 -2.6787400 3.4144920 1.0941290
0 2.6777980 -3.4141570 -1.0948430
0 2.6781970 -3.4142470 1.0946560
8
2 HNO2 as in 1,5-DNAQ
H -2.4288760 1.8426530 -0.0000620
N -2.5918730 2.8734850 -0.0004490
0 -2.6772980 3.4139190 -1.0953680
0 -2.6787400 3.4144920 1.0941290
H 2.4289280 -1.8426390 0.0000100
N 2.5918770 -2.8734780 -0.0000660
0 2.6777980 -3.4141570 -1.0948430
0 2.6781970 -3.4142470 1.0946560

S14



cooooZzzoozmImomTm TN OQOQR

oOo0zZmOo0o0=zITmN®

[
BRPRARNBRNWWNRRPRPROO

NNNNMNNNDNOON

HNO2 as in 1, 8-DNAQ

-2
-2

-2

-2
4.
4
5
5

.6951200
.4906630
.2748940
.2748940
.4906630
.6951200
.0000000
.0000000
.2748940
.2748940
.4906630
.6951200
.6951200
.4906630
.6361860
.4645020
.6361860
.6361860
.6361860
.4645020
.0000000
.0000000
.5947380
.5947380
.6828410
.6828110
.6828860
.6828480

.4275040
.5947380
.6828410
.6828860
587438
.903344
.069778
.069848

.6999450
.3980760
.7043870
.7043870
.3980760
.6999450
.4785380
.4785380
.7043870
.7043870
.3980760
.6999450
.6999450
.3980760
.2430060
.4827730
.2430060
.2430060
.2430060
.4827730
.7050370
.7050370
.8735390
.8735390
.4127020
.4127090
.4127010
.4127020

.8432920
.8735390
.4127020
.4127010
.483298
.430202
.449085
.449072

[
[eNe]

[ecolololololololololololoNoloNeoNeNe]

| |
[cNoNoNe)

.0000010
.0000020
.0000030
.0000060
.0000070
.0000050
.0000050
.0000030
.0000000
.0000030
.0000030
.0000030
.0000050
.0000040
.0000020
.0000090
.0000050
.0000090
.0000050
.0000040
.0000150
.0000060
.0000040
.0000050
-1.
.0950540
.0950530
.0950650

0950640

.0000010
.0000040
.0950640
.0950530
.000009
.000009
.069352
.069373

S15

26

dicyanomethylenefluorene
-3.
-1.
-0.
-1.
-2.
.4593580
.7266330
.9299840
.7347570
.6371660
.1854250
.0084800
.2912990
.5546170
.4593710
.7266730
.9299720
.0000040
.0000140
.1965140
.1964750
.1521950
.1521460
.5251380
.2912520
.5251480

el il N oNONoNOR:N::NoNoR: HONONONo R R: HONONO NGO NONQ!

0084510
6371320
7347360
1854220
5546170

-2

.2791450
-2.
-1.
-0.

0.
-0.
-3.
.1255280
.5101390
.5650270
.1662440
.2791080
.5949720
.1101240
.9579370
.0942740
.1255650
.7196190
.0942990
.8790730
.8790910
.5440190
.5440510
.7503250
.5949880
.7502680

5650480
5101490
1662590
1100920
9579810
0943210

.0000010
.0000000
.0000010
.0000020
.0000000
.0000010
.0000030
.0000010
.0000010
.0000000
.0000020
.0000010
.0000010
.0000000
.0000010
.0000030
.0000010
.0000040
.0000030
.0000010
.0000010
.0000030
.0000030
.0000020
.0000010
.0000020



-3.0084510
-1.6371320
-0.7347360
-1.1854220
-2.5546170
-3.4593580
-3.7266330
-2.9299840
0.7347570
1.6371660
1.1854250
3.0084800
1.2912990
2.5546170
3.4593710
3.7266730
.9299720
-0.0000040
-0.0000140
-1.1965140
1.1964750
-2.1521950
2.1521460
-4.9061000
-5.2570680
-5.6566790
-1.2987370
-0.4607670
-1.9222990
4.9044340
5.2522340
5.6627760

oozoozooZzznnnnamTonn@mnaoaooomTaOnNnNnn
N

N

HNO2 as in TNF
-3.8814950
-4.9061000
-5.2570680
-5.6566790
-1.4952280
-1.2987370
-0.4607670
-1.9222990
3.8810200
4.9044340
5.2522340
5.6627760

oozZpoozZmpooZzImwr

-0.
.6903450
.4854540
-1.
-2.
-3.
-4.
-4.
-0.
-0.
.4980270
-1.

.2791450
.5650480
.5101490
.1662590
.1100920
.9579810
.0943210
.1255280
.5101390
.5650270
.1662440
.2791080
.5949720
.1101240
.9579370
.0942740
.1255650
.7196190
.0942990
.8790730
.8790910
.5440190
.5440510
0.6903450
.4854540
.6623160
.9955730
.3479080
.7405630
.6797510
.4980270
.6469320

8809970

6623160
9745670
9955730
3479080
7405630
8759160
6797510

6469320

cNoolololoNoNoloNeNe]

.0000010
.0000000
.0000010
.0000020
.0000000
.0000010
.0000030
.0000010
.0000010
.0000000
.0000020
.0000010
.0000010
.0000000
.0000010
.0000030
.0000010
.0000040
.0000030
.0000010
.0000010
.0000030
.0000030
.0086310
.0133760
.0370050
.0635060
.8916720
.6832700
.0014410
.0012060
.0037160

.0026250
.0086310
.0133760
.0370050
.0071440
.0635060
.8916720
.6832700
.0010000
.0014410
.0012060
.0037160

S16



Supramolecular Synthons

48 48

1,3,5-trisphenethynylbenzene 1,3,5-tris(perfluorophenethynyl)benzene

C 0.0000000 1.4008080 0.0000000 C 0.0000000 1.4008080 0.0000000
c 0.0000000 ~1.4103920 0.0000000 C 0.0000000 -1.4103920 0.0000000
H 2.1521670 _1.2425540 0.0000000 H -2.1521670 -1.2425540 0.0000000
C ~3.5087850 2.0257980 0.0000000 C -3.5087850 2.0257980 0.0000000
c 0.0000000 _2.8355730 0.0000000 C 0.0000000 -2.8355730 0.0000000
c 0.0000000 ~4.0515960 0.0000000 C 0.0000000 -4.0515960 0.0000000
C 1.2135770 ~6.1935190 0.0000000 C 1.2135770 -6.1935190 0.0000000
C ~1.2087730 _7 5857460 0.0000000 C 1.2087730 -7.5857460 0.0000000
c 1.2087730 _7.5857460 0.0000000 C 0.0000000 -8.2866830 0.0000000
H 3.8138570 4.6855870 0.0000000 C -7.1738350 2.7460450 0.0000000
C 71738350 2. 7460450 0.0000000 C -4.7569560 4.1477480 0.0000000
C .5.9705330 20457710 0.0000000 F 2.3621150 -8.2634150 0.0000000
H 5.9647660 0.9601030 0.0000000 F 0.0000000 -9.6193530 0.0000000
c ~7.1764780 4.1433410 0.0000000 F -2.3621150 -8.2634150 0.0000000
H 5.9626750 59264180 0.0000000 F -5.9888690 0.7125960 0.0000000
c _4.7569560 4.1477480 0.0000000 F -8.3308700 4.8090200 0.0000000
H 8.1174020 4.6865840 0.0000000 F 8.3308700 4.8090200 0.0000000
H ~3.8138570 4.6855870 0.0000000 F -3.6114280 4.8299370 0.0000000
H -8.1137660 2.2006190 0.0000000 F -8.3380430 2.0872430 0.0000000

S17



30

15 HF as in 1,3,5-tris(perfluorophenethynyl)benzene

H

L[ siies B sies Jta s it sy Jta viles Jta ey Bta e Bta wies Bva wites Bte witesy Ba ey Bba wiitey e wiiley Bba et |

5.
5.
-5.
-5.
1.
2
-7
-8.
-5.
-5.
-4.
-3.
1.
2
=7.
-8.

9791210
9888690
9791210
9888690
5536710

.3621150
.5086320

3308700
9684500
9759560
4157330
6114280
5586040

.3774360

5211460
3380430

.0000000
.0000000
.5536710
.3621150
.5586040
.3774360
.4157330

3.6114280

.9684500
.9759560
.5086320
.3308700
.5211460
.3380430

.6462090
.7125960
.6462090
.7125960
.7960850
.2634150
.3672340
.8090200
.2436670
.1774380
.3557860
.8299370
.9917360
.5431240
.5396380
.0872430
.6859510
.6193530
.7960850
.2634150
.9917360
.5431240
.3557860
.8299370
.2436670
.1774380
.3672340
.8090200
.5396380
.0872430

)
0.0000000
0.0000000
0.0000000
0.0000000
0.0000000
0.0000000
0.0000000
0.0000000
0.0000000
0.0000000
0.0000000
0.0000000
0.0000000
0.0000000
0.
0
0
0
0
0
0
0
0
0
0
0
0
0
0
0

0000000

.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
.0000000
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