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Figure S2: *C NMR Spectrum of 1,4,9,12-tetraphenyltetraphenylene (4a) in CDCls.
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Figure S4: 3C NMR Spectrum of 1,4,9,12-tetra-p-tolyltetraphenylene (4b) in CDCls.

S5



06 g6 0

g8

Gg 2InSg1
08

.
.

€[DAD ur (9%) suajAuaydenay([AusydLxoyiow-§)sm{enal-71'6 5 1 Jo wnioadg MIAN Hr
(wdd)
00 S0 0l Sl 0¢c *4 0¢ e ov Sy 0'S g'G 09 S9 0L *WA

G0-

O3
O3

o

4.00 = , _-732
1 ~7.25
@) ®) 6.90
8.06 I = = _/-6.89
8.29 A N o ) —6.80
' EN 1\6.79
801 J | 1L6.79
| 6.78
4.00 —I —7.32
~ L6.77
w L6.77
—7.25 L6.76
~ L6.75
N ] L6.75
16.59
L6.57
N
N
o
)
392 —-6.90
Z© 78.06 ~6.89
| 6.80
6.79
0 J
t foe) N _/-6.79
12.06—=< 8.29 2-6.78 —3.75
[ 1 6.77
o | 6.77
~ 6.76
6.75
6.75
g B _-6.59
|80t ~6.57
r o |
(&)}
S
— —-0.00

S6



S E28M 853K 1R 8 N Q
o0 SO ¥ mal-Han I TN N
] 30002499 hast RRR iy
_ NV N2 N
DI
4c
8 B8R B8I8ER B 3
: ¢e8 nRAg « 5
V7o NN
162 158 154 150 146 142 138 134 130 126 122 118 114 110
(ppm)
| L L B B L B L L L B L B L L L L L L B L B B L BN L BN R L AL LR BB LR R B LR
30 170 160 150 140 130 120 110 100 ooA | 80 70 60 50 40 30 20 10 0
ppm

Figure S6: 1°*C NMR Spectrum of 1,4,9,12-tetrakis(4-methoxyphenyl)tetraphenylene (4c) in CDCls.
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Figure S8: 3°C NMR Spectrum of 1,4,9,12-tetrakis(3-methoxyphenyl)tetraphenylene (4c”) in CDCls.
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Figure S12: *C NMR Spectrum of 1,4,9,12-tetrakis(4-bromophenyl)tetraphenylene (4e) in CDCls.
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Figure S14: 'H NMR Spectrum of tetramethyl-tetrabenzo[8]circulene (1b) in CDCls.
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II. Electrochemistry

Methods:

voltammetry (CV) and square wave voltammetry (SWV).

General Electrochemical potentials were determined wusing cyclic
SWV was used when the
concentration of the analyte was too low for CV. Electrochemistry was performed in
CH2Cl2, except in cases where access to more negative potential was required; the
electrochemistry was performed in THF. Anhydrous solvents were obtained from an
alumina-based solvent system. Tetrabutylammonium tetrakis(pentafluorophenyl)borate
(INBu4][TFAB]) was used as the supporting electrolyte, in concentrations of 0.05 M.
Ag/AgCl was used as the experimental reference electrode. Reference potentials of the
ferrocene/ferrocium couple were determined in situ by measuring the potential of the
decamethylferrocene/decamethylferrocium couple and subtracting 0.61 V. Glassy
carbon disk electrodes of 2 mm diameter were prepared by polishing with diamond

paste. Platinum wire was used as the auxiliary electrode.

1 (-H)? 2 (-Fyr 3 (-OMe)* 4 (-Ph)® 5 (-Me)® 6 (-Br)®

3rd Oxidation Epac1.19V

2nd Oxidation  E12 082V  Eip 091V Ei2 072V Ei2 0.85V  Epac0.74 V

1t Oxidation ~ Ei2 044V E12054V Ei2038V Ei2 045V Ei2039V  Ei2039V

1t Reduction  Ei2-1.79V E2-1.75V Ei2-1.83V Ei2-1.77V Ei2-1.83V  Ei2-1.83V
2nd Reduction Ei2-1.89V  Ei2-2.02V E12-1.92V

1st Reduction?  Ei2-1.92V Ei2-195V

2nd Reductiond  E12-2.09V Ei2-2.12V
HOMO-LUMO 223V 229V 221V 222V 222V 222V

Gap

Table S1: The potential versus ferrocene of the various redox processes for each
compound. Unless otherwise noted, the measurements were made in CH2Cl/ 0.05 M
[NBu4][TFAB]. a: CV measurement, scan rate 0.2 V sl. b: SWV measurement 5 Hz
frequency. ¢: Anodic peak potential by CV, 0.2 V s1. d: Measurement in THF/ 0.05 M
[NBu4][TFAB].
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