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1 Computational data and cartesian coordinates

All calculations were carried out by using the Gaussian 09 program package. Optimization of all of
the stationary points was carried out at the B3LYP level of theory adopting the 6-311+G(2d,p) basis
set. An unrestricted approach was adopted when triplet states were considered. Frequency
calculations were performed in vacuo at the same level of theory to certify structures as minima.
Solvent effect was included at the same level of theory (methanol bulk) by performing single point
calculations on the geometries previously optimized in vacuo and using the CPCM method*
(RADII=UAHF option was adopted).

Optimized geometry listed in cartesian format (coordinates are given in A), minimum energies and
thermochemical data (in Hartree; the default options were adopted in the latter case, viz.
temperature: 298.150 K and pressure: 1.00000 atm) for structures 1-5, *1-*5, Ph-Cl, ®Ph-ClI, '1*-5"
%1*-35", 1a-5a are reported below. The structures of singlet phenyl cation (*Ph*) and benzene (PhH;
notice that the two latter structures have been used in the isodesmic reaction in eq 1) were likewise
reported. The energies labeled "E(stretch)" refer to single point calculations upon stretching the C-
Cl bond up to 4.00 A. Further notice that we evaluated the possibility of different arrangements of
the alkyl chain for 2*2’, 33, their corresponding singlet and triplet phenyl cations (*32’*, +3") and
2’a, 3a. In all cases, the most stable conformer was reported.

Triplet energies (Et) reported in Table 1 have been evaluated by subtracting the Gibbs free energy
calculated at the B3LYP/6-311+G(2d,p) of the singlet state to the corresponding value for the triplet
state. These Gibbs free energies values (G(B3LYP)) have been determined according to eq S1.

G(B3LYP) = Eo(B3LYP,CPCM) + AGcorr(B3LYP,vacuo) (S1)

Where: - Eo(B3LYP,CPCM) is the total electronic energy calculated at the CPCM-
B3LYP/6-311+G(2d,p) level (MeOH bulk);

- AGcorr(B3LYP,vacuo) is the unscaled thermal correction to Gibbs free energy
as from the output of the frequency calculation at the B3LYP/6-311+G(2d,p)
level (in vacuo), also including the zero-point vibrational energy (ZPVE).

The conversion of energy values between Hartree and kcal mol™ has been carried out according to
the following relationship: 1 Hartree = 627.5095 kcal mol™.
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Figure S1. Geometries, spin densities, and ESP atomic charges (in parentheses) calculated in
MeOH bulk at the CPCM-UB3LYP/6-311+G(2d,p)//UB3LYP/6-311+G(2d,p) level of theory for:
(a) ®2’ (Ar—Cl bond length: 1.84 A): (b) 32’ upon stretching the Ar—Cl bond up to 4.00 A; (c) 33
(Ar—Cl bond length: 1.84 A); (d) *3 upon stretching the Ar—Cl bond up to 4.00 A.
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Figure S2. Geometries, spin densities, and ESP atomic charges (in parentheses) calculated in
MeOH bulk at the CPCM-UB3LYP/6-311+G(2d,p)//UB3LYP/6-311+G(2d,p) level of theory for:
(a) 34 (Ar—Cl bond length: 1.84 A): (b) *4 upon stretching the Ar—Cl bond up to 4.00 A; (c) 35
(Ar—ClI bond length: 1.82 A): (d) 5 upon stretching the Ar—CI bond up to 4.00 A.
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Figure S3. Geometries, spin densities, and ESP atomic charges (in parentheses) calculated in
MeOH bulk at the CPCM-UB3LYP/6-311+G(2d,p)//UB3LYP/6-311+G(2d,p) level of theory for:
() ®Ph-CI (Ar—Cl bond length: 1.83 A); (b) *Ph-CI upon stretching the Ar—Cl bond up to 4.00.
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Figure S4. a) Bond lengths (A), angles (£, in degrees) and dihedral angles (£, in degrees) for: (a)
5* and (b) %5".
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H -3.15288900 -0.87491100 -1.07836900
H -3.15283800 0.87726600 -1.07652700
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-1.20388400
0.00000600
1.20388600
1.26388800
-0.00000500
-2.17987400
-2.16684300
2.16685200
2.17986200
0.00000600
-0.00032600
0.88338300
-0.88305900

0.111550
0.118383
0.119327
0.079857

0.00063500
-0.00707200
-0.00971300
-0.00707100

0.00063500

0.01178900
-0.00141600
-0.01117200
-0.01117200
-0.00141600

0.00574300

1.03590500
-0.48992600
-0.49048900
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E(vacuo)

-270.6382465

Zero-point correction

Thermal correction
Thermal correction
Thermal correction

E(MeOH)

ITIITIOITIIITIITOOOOOO

to Energy
to Enthalpy

to Gibbs Free Energy

-270.7308358

1.24968500
-0.12047100
-0.84142300
-0.12045000

1.24970700

1.87109600

1.82290600
-0.67932400
-0.67928300

1.82294800
-2.31552400
-2.64855900
-2.73722300
-2.73718900

-1.25399700
-1.24464800
0.00001800
1.24466300
1.25398100
-0.00001600
-2.17333900
-2.17328100
2.17330800
2.17330900
0.00001300
-0.00035500
0.89841600
-0.89814000

0.112828
0.119341
0.120285
0.080207

0.00329000
-0.00783800
-0.01664600
-0.00783800

0.00329100

0.00663000

0.00692700
-0.01359000
-0.01359100

0.00692800
-0.00226500

1.05154300
-0.45470400
-0.45525200
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L CH,CH,

® 121+

E(vacuo)

-309.9828955

Zero-point correction

Thermal correction
Thermal correction
Thermal correction

E(MeOH)

I ITITIITIITOOITIITIITITOOOOOO

to Energy
to Enthalpy

to Gibbs Free Energy

-310.0790445

-1.74178300
-0.34576300
0.34784000
-0.34582500
-1.74185900
-2.10666400
-2.30370400
0.14244700
0.14233600
-2.30382200
1.83121000
2.68089500
2.07452400
2.07450700
3.73988000
2.48277400
2.48274700

1.26374000
1.20334200
-0.00003500
-1.20336600
-1.26368100
0.00004000
2.17979500
2.16676400
-2.16682000
-2.17970400
-0.00008000
0.00004500
0.87500600
-0.87529800
0.00000300
0.88376900
-0.88354500

0.140449
0.148364
0.149309
0.108079

0.13673200
-0.16588200
-0.31782300
-0.16582400

0.13675800

0.23038300

0.25094700
-0.27416400
-0.27404400

0.25101700
-0.60990000

0.67226200
-1.21553800
-1.21535500

0.41313200

1.28179400

1.28198100
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3 CH,CH,4

® 321+

E(vacuo)

-309.9657695

Zero-point correction

Thermal correction
Thermal correction
Thermal correction

E(MeOH)

I ITIITIITIITOOITIITIITITOOOOOO

to Energy
to Enthalpy

to Gibbs Free Energy

-310.056927
-1.67005600 1.25317200
-0.32985200 1.24347300

0.37289800 -0.00012200
-0.33007200 -1.24357000
-1.67027600 -1.25299300
-2.27816600 0.00015300
-2.23067800 2.17261800

0.21536600 2.17268900

0.21498400 -2.17289600
-2.23106600 -2.17232300

1.81574300 -0.00025300

2.63999400 0.00014700

2.09005000 0.88915200

2.09001800 -0.88998300

3.69639400 0.00004000

2.42685300 0.88807600

2.42680400 -0.88740600

0.142118
0.149729
0.150673
0.108840

0.12292100
-0.16459300
-0.33130200
-0.16444700

0.12307300

0.25048100

0.24117600
-0.28413200
-0.28387200

0.24144300
-0.63233100

0.70525300
-1.20261500
-1.20210800

0.43637700

1.29942700

1.29996700
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E(vacuo)

Zero-point correction
Thermal correction to
Thermal correction to
Thermal correction to

E(MeOH)

I T IITIIITITOOOIITIITITOOOOOO

2.
2.
1.
0.
-0.
0.
2.
2.
-0.
0.
-1.
-2.
-2.
-1.
-1.
-3.
-2.
-1.
-2.
-3.

-349.3087689

Energy
Enthalpy
Gibbs Free Energy

-349.4045883

25962900 -1.08601900
42481300 0.21984100
84511400 1.40675200
44858800 1.11669300
05938500 -0.18741900
83618700 -1.25639000
97052400 -1.89977600
26505800 2.40244200
19791000 1.98789600
50039100 -2.28874200
55827600 -0.44643200
21986400 0.10521800
21984800 0.10508100
68872400 -1.53212100
76464600 -0.30406400
27836100 -0.15775300
15256700 1.19525200
76460500 -0.30429500
15256400 1.19511000
27834000 -0.15790800

0.168152
0.177476
0.178420
0.133990

-0.
0.
0.

-0.

-0.
0.

-0.
0.
0.

-0.

-0.

-1.
1.

-0.

.17754500

.28136600

.32147200

.17751300

.32160400

.28137700

00003800
00004500
00001800
00001700
00001200
00001200
00026200
00019200
00008600
00007300
00002800
27389800
27392300
00007700
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E(vacuo)

Zero-point correction
Thermal correction to
Thermal correction to
Thermal correction to

E(MeOH)

I ITITIITIITIITIITOOOIIITIITIITOOOOOO

2.
2.
1.
0.
-0.
0.
2.
2.
-0.
0.
-1.
-2.
-2.
-1.
-1.
-3.
-2.
-1.
-1.
-3.

-349.2920697

Energy
Enthalpy
Gibbs Free Energy

-349.3824389

16401900 -1.06259800
60422200 0.20784500
81234300 1.32746100
45714800 1.15852200
08553400 -0.10826900
80656600 -1.21465200
85572500 -1.87425900
25011600 2.27374900
21352400 1.98515700
38400500 -2.16967500
54427900 -0.32217800
35939200 0.88781300
05945500 -0.83357200
69514000 -1.15555300
97821900 1.28784500
39182600 0.57683800
37934200 1.69077300
53948400 -1.73383300
94671100 -0.05938200
11942900 -1.06389500

0.169817
0.178880
0.179824
0.134249

-0.
0.
0.
0.

-0.

-0.

-0.
0.
0.

-0.

-0.

-0.

.10191800

-99297400

.71045200

.93221200

.03048200

.42776400

.86103600

-98334900

27965700
09595500
37092900
24460100
16021200
39647000
47013900
66527900
43911800
68746500
29967100
76953000
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E(vacuo)

-388.6317075

Zero-point correction
Thermal correction to Energy

Thermal correction
Thermal correction

E(MeOH)

I T IIIIITIITIITOOOOIIITIITIITOOOOOO0

to Enthalpy
to Gibbs Free Energy

-388.7255928

-2.27874000
-0.85542900
-0.14713300
-0.87510700
-2.30990000
-2.67145900
-2.84381900
-0.35539000
-0.40000000
-2.88513300
1.39067400
1.97654300
1.88009600
1.88027500
1.68875000
1.68899800
3.06490400
1.54214000
2.97092400
1.53794700
2.97110300
1.54248400
1.53817000

-1.26124900
-1.18695100
0.02297800
1.21324100
1.26353500
-0.00022800
-2.18222500
-2.14879100
2.18649000
2.17794900
0.00605400
1.42775200
-0.73178300
-0.73373600
1.99330600
1.99458600
1.36467600
-1.76955000
-0.74453000
-0.23407700
-0.74640800
-1.77160700
-0.23750800

0.195854
0.206373
0.207317
0.160634

-0.00017400
-0.00002200
-0.00001700
-0.00003300
-0.00016000
0.00037800
-0.00038400
0.00006100
-0.00001600
-0.00051800
-0.00001100
-0.00109100
1.26649400
-1.26528900
-0.89091800
0.88800200
-0.00116700
1.29843200
1.28130100
2.17627600
-1.27997200
-1.29564200
-2.17589500
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E(vacuo)

-388.615085

Zero-point correction
Thermal correction to Energy

Thermal correction
Thermal correction

E(MeOH)

I T I IIIITIITITOOOOIIITIITIITOOOOOO0

to Enthalpy
to Gibbs Free Energy

-388.7030593

-2.21513000
-0.84459500
-0.12193600
-0.87262500
-2.24486500
-2.85547100
-2.76750300
-0.28872600
-0.34866400
-2.82867200
1.37455500
2.01324300
1.85596600
1.85604000
1.74580700
1.74584700
3.09811800
1.50021100
2.94659000
1.53941500
2.94666400
1.50033000
1.53950100

-1.24450800
-1.20982600
0.04450000
1.26663100
1.25139200
-0.00809900
-2.17628600
-2.13753100
2.21171500
2.16418300
0.02589000
1.42209300
-0.75374900
-0.75379200
1.99818300
1.99817600
1.31709900
-1.78332100
-0.77772500
-0.24823900
-0.77772700
-1.78338000
-0.24833800

0.197484
0.207796
0.208741
0.160854

-0.00000500
-0.00000600
-0.00002400
-0.00000600
-0.00000600
-0.00000800
0.00000300
0.00000800
-0.00000200
-0.00000200
-0.00000700
-0.00001100
1.26935600
-1.26930900
-0.88819700
0.88819200
-0.00003300
1.29724800
1.24695800
2.18238300
-1.24687600
-1.29716800
-2.18237100
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E(vacuo) ~640.0793126

Zero-point correction
Thermal correction to Energy
Thermal correction to Enthalpy

Thermal correction to Gibbs Free Energy

E(MeOH) -640.1702071
C 2.65370500 1.26040100
C 1.21145900 1.19846900
C 0.49287500 0.00856400
C 1.20573800 -1.18835100
C 2.64237400 -1.25459300
C 3.03788700 0.00279700
H 3.21073500 2.18581300
H 0.73915500 2.17573300
H 0.72866500 -2.16390100
H 3.19933800 -2.18021400
C -1.97782000 -0.90139800
C -1.97782000 -0.90139700
C -2.02065000 1.78445700
H -1.61580900 -0.40055200
H -1.62280900 -1.93462400
H -3.06921800 -0.93398700
H -1.61581200 -0.40054900
H -3.06921800 -0.93398900
H -1.62280600 -1.93462300
H -3.11355600 1.81255800
H -1.68957200 2.32853700
H -1.68957300 2.32853600
Si -1.45542900 -0.00017400

0.184855
0.197731
0.198675
0.145855

0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
-0.00000100
0.00000000
0.00000000
0.00000100
-1.55575400
1.55575500
0.00000000
-2.45645700
-1.57606300
-1.61343000
2.45645800
1.61342800
1.57606500
0.00000000
0.88824800
-0.88825000
0.00000000
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E(vacuo)

Zero-point correction
Thermal correction to Energy
Thermal correction to Enthalpy

-640.0561927

Thermal correction to Gibbs Free Energy

E(MeOH)

-2.57495800
-1.20203900
-0.47253900
-1.20208200
-2.57500200
-3.19312300
-3.14297600
-0.66375400
-0.66383600
-3.14305900
2.06910500
1.81681000
2.06902300
1.75910600
1.74844000
3.16214800
1.43493300
2.91157900
1.43495700
3.16206600
1.74830500
1.75901300
1.43442200

WMIITIIIIIIITIITOOOIIITIITOOOOOOO

-640.1396762

-1.24751500
-1.23442600
0.00004600
1.23448300
1.24751500
-0.00001300
-2.16962600
-2.17345500
2.17353300
2.16960200
1.56057700
-0.00057700
-1.56010400
1.62490800
2.46919100
1.54899100
-0.89283600
-0.00061000
0.89136300
-1.54858100
-2.46898700
-1.62382600
0.00003000

0.186326
0.199062
0.200007
0.145992

-0.04775900
0.04721100
0.01815400
0.04724400

-0.04772600

-0.10709500

-0.07705300
0.10054100
0.10058400

-0.07700400

-0.85337900
1.83460800

-0.85426400

-1.89889500

-0.34043100

-0.83687700
2.32884300
1.88174600
2.32943500

-0.83775000

-0.34182600

-1.89981400

-0.04667700
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3

()

@ 3Ph+

E(vacuo)

-231.2919396

Zero-point correction

Thermal correction
Thermal correction
Thermal correction

E(MeOH)

ITIITITIITITOOOOOO

to Energy
to Enthalpy

to Gibbs Free Energy

-231.3884504

-1.26265100
0.00000100
1.26265200
1.25182400

-0.00000100

-1.25182500

-2.17811500
2.17811700
2.17436300

-0.00000100

-2.17436300

0.75527300
1.37371800
0.75527300
-0.61592300
-1.30456200
-0.61592200
1.33490300
1.33490100
-1.18392000
-2.38910400
-1.18391900

0.085525
0.090284
0.091228
0.056816

0.00000000
0.00000100
0.00000000
-0.00000100
0.00000000
-0.00000100
0.00000000
0.00000000
-0.00000100
0.00000700
-0.00000100
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CHj
0.

E(vacuo)

-271.6460634

Zero-point correction

Thermal correction
Thermal correction
Thermal correction

E(MeOH)

I ITITITOIITIITITOOOOOO

to Energy
to Enthalpy

to Gibbs Free Energy

-271.6531118

-1.19747800
0.19349100
0.91109100
0.19353200

-1.19741700

-1.89917400

-1.73359700
0.73087400
0.73095300

-1.73350400
2.41926800
2.79827800
2.82489500
2.82485800

-2.98264400

1.20099300
1.19805400
0.00003500
-1.19803200
-1.20102500
-0.00002300
2.14302700
2.14053700
-2.14049500
-2.14307700
0.00001600
-0.00215700
-0.88253700
0.88464900
-0.00005100

0.127262
0.133523
0.134467
0.096123

0.00201100
-0.00891100
-0.01119900
-0.00891100

0.00201100

0.00857200

0.00151100
-0.01820000
-0.01819900

0.00151000

0.00930700

1.03628900
-0.48902000
-0.48532300

0.01414800
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CH,CHj

2’a

E(vacuo)

-310.970861

Zero-point correction

Thermal correction
Thermal correction
Thermal correction

E(MeOH)

I ITIITIITIITOOIIIITIITOOOOOO

to Energy
to Enthalpy

to Gibbs Free Energy

-310.9788072

-1.63346600
-0.27061400
0.43297600
-0.27070900
-1.63356800
-2.32038100
-2.16026800
0.25451100
0.25433400
-2.16043900
-3.38254200
1.92063700
2.76047400
2.18193900
2.18191900
3.82866000
2.54490900
2.54487700

1.20144200
1.19815800
-0.00006500
-1.19821500
-1.20136900
0.00006700
2.14324300
2.14092600
-2.14103700
-2.14312500
0.00012200
-0.00012600
0.00009200
0.87620000
-0.87667000
0.00003300
0.88184100
-0.88143200

0.156126
0.163458
0.164403
0.124086

0.09548600
-0.18321500
-0.32510600
-0.18313400

0.09557100

0.23717700

0.19741400
-0.29765500
-0.29750700

0.19756500

0.45124100
-0.59058800

0.69646000
-1.19082200
-1.19051200

0.46561600

1.30422000

1.30453500
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CH(CH3)2

E(vacuo)

-350.2950659

Zero-point correction
Thermal correction to Energy

Thermal correction
Thermal correction

E(MeOH)

ITITITITITIITIITITOOOITIITITITOOOOOO

to Enthalpy

to Gibbs Free Energy

-350.3037965

-2.12739100
-2.64796900
-1.77862200
-0.40349300
0.13615100
-0.74911100
-2.79304000
-2.17318600
0.25592900
-0.35363900
1.63859900
2.30799200
2.30801100
1.78971600
1.86063000
3.37540400
2.20854800
1.86064900
2.20859200
3.37541900
-3.72002000

-1.07547400
0.21304900
1.30015900
1.09739900

-0.19266900

-1.27173100

-1.93097300
2.30978400
1.95812000

-2.28216000

-0.42553000
0.13088900
0.13107300

-1.51011100

-0.29220000

-0.10505700
1.21790800

-0.29186500
1.21810300

-0.10489300
0.37034100

0.183956
0.192669
0.193613
0.150229

-0.00004100
0.00001400
0.00005000
0.00003400

-0.00001800

-0.00005800

-0.00007200
0.00009100
0.00006300

-0.00010200

-0.00003000
1.26740400

-1.26736900

-0.00010700
2.16927900
1.27351000
1.32457000

-2.16931500

-1.32436800

-1.27350500
0.00002700
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C(CHa)s

4a

E(vacuo)

-389.6163956

Zero-point correction

Thermal correction
Thermal correction
Thermal correction

E(MeOH)

I T I IIITIIIITIITOOOOIIITIITIITOOOOOO

to Energy
to Enthalpy

to Gibbs Free Energy

-389.6248862

-2.18450700
-0.79604900
-0.07879500
-0.81851000
-2.21222400
-2.90338400
-2.70685300
-0.26486500
-0.31401700
-2.75465600
1.45896800
2.06629400
1.96324200
1.96312800
1.77419600
1.77369300
3.15629600
1.60449000
3.05634300
1.62641400
3.05622400
1.60420400
1.62636900
-3.98682100

-1.19592300
-1.17562200
0.02829400
1.21293000
1.19925800
-0.00417000
-2.14580300
-2.12001600
2.16943700
2.13782200
0.00554300
1.41837500
-0.73140800
-0.73248200
1.98750100
1.98849000
1.34653000
-1.76132200
-0.75876100
-0.22601200
-0.76001300
-1.76236900
-0.22775800
-0.01650000

0.211835
0.221697
0.222641
0.177223

0.00000800
0.00002800
0.00003500
0.00000100
-0.00000900
-0.00000100
0.00000300
0.00002100
0.00000100
-0.00002000
0.00000100
-0.00062500
1.26032900
-1.25974300
-0.88621200
0.88416200
-0.00028600
1.29949500
1.27230300
2.16847700
-1.27170300
-1.29808400
-2.16829100
-0.00000800
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SiMe,

5a

E(vacuo)

Zero-point correction
Thermal correction to
Thermal correction to
Thermal correction to

E(MeOH)

TWIIIIIIIITIITOOOIITIITIITOOOOOO

2.
1.
0.
1.
2.
3.
3.
0.
0.
3.
-2.
-2.
-2.
-1.
-1.
-3.
-1.
-3.
-1.
-3.
-1.
-1.
-1.
4.

-641.0604158

Energy
Enthalpy
Gibbs Free Energy

-641.0682757

55933400 1.19997100
16674500 1.20803100
42738900 0.01836800
14722400 -1.18581500
53746000 -1.20350600
24861100 -0.00705100
10498900 2.13679400
65385900 2.16350600
61833700 -2.13410200
06692500 -2.14954400
08096400 -0.89628400
08093600 -0.89595900
12341700 1.76913000
75318400 -0.38853300
70653800 -1.92235200
17367000 -0.94179900
75315800 -0.38799900
17364100 -0.94149600
70648300 -1.92200800
21689000 1.75971500
79991000 2.32442900
79991100 2.32422700
46441400 0.00391300
33239700 -0.01693100

0.200908
0.213172
0.214116
0.162501

0.00000100
-0.00000500
-0.00001200
-0.00001100
-0.00000500

0.00000200

0.00000500
-0.00000700
-0.00001700
-0.00000500
-1.53794100

1.53814600
-0.00018600
-2.44855700
-1.57891600
-1.55272700

2.44864700

1.55295200

1.57934300
-0.00018400

0.88392300
-0.88442300

0.00000100

0.00000800
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1

()

@ 1Ph+

E(vacuo)

-231.3231006

Zero-point correction

Thermal correction
Thermal correction
Thermal correction

E(MeOH)

T ITITIITITOOOOOO

to Energy
to Enthalpy

to Gibbs Free Energy

-231.4229974

-0.00001200
1.26622400
1.21032000
0.00001200

-1.21030500

-1.26624000
2.17998700
2.16966200
0.00001900

-2.16964100

-2.18001800

-1.18705300
-0.81827500
0.61262800
1.29434400
0.61264700
-0.81825900
-1.39633100
1.11981100
2.37677700
1.11984300
-1.39629000

0.084422
0.089312
0.090256
0.056797

-0.00000100
-0.00000100
-0.00000100
0.00000000
0.00000100
0.00000200
0.00000600
0.00000200
0.00000000
-0.00000200
-0.00000200
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O

E(vacuo)

-232.3174262

Zero-point correction

Thermal correction
Thermal correction
Thermal correction

E(MeOH)

I ITIITITITITOOOOOO

to Energy
to Enthalpy

to Gibbs Free Energy

-232.3242389

-1.38839100
-0.60679400
0.78140300
1.38838700
0.60684800
-0.78145300
-2.46922700
-1.07924800
1.38978700
2.46923300
1.07918100
-1.38972200

0.10076400
1.25253800
1.15177600
-0.10082500
-1.25251100
-1.15174200
0.17938100
2.22784800
2.04860000
-0.17930200
-2.22788000
-2.04864400

0.100081
0.104485
0.105430
0.072621

-0.00000100
-0.00000900
-0.00000100
-0.00000200
-0.00000100
0.00000500
0.00000900
0.00001400
0.00002700
0.00000900
-0.00000600
-0.00000100
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For all the structures reported in the isodesmic reaction in eq 1 G(B3LYP) values have been
adopted, according to the definition given above in eq S2.

la, G =Me G G

2'a, G = Et 1 ©

2 O P —Q O
4a, G =tBu

5a, G = SiMe, H + + 1*-5*

(82)

Table S1. G(B3LYP) values for the isodesmic reaction reported in Figure 2

STRUCTURE G(B3LYP) [HARTREE]
11+ -270.6729232
1 -270.6506288
g -309.9709655
3 -309.948087
13* -349.2705983
3+ -349.2481899
4+ -388.5649588
3t -388.5422053
I5* -640.0243521
5+ -639.9936842
*ph* -231.3316344
la -271.5569888
2’a -310.854721
3a -350.1535675
4a -389.4476632
5a -640.905775
ph* -231.366200
PhH -232.2516179
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Table S2. Relative stability of phenyl cations according to the isodesmic reaction in eq 1

STRUCTURE
19+
3¢+
Lo+
3o+

AG [kcal mol™]

-0.85
13.14
-1.04
13.31
-1.54
12.53
-1.70
12.58
-2.51
16.74
21.69
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2 Photophysical parameters for compounds 1 and 5.

Table S3
Solvent Aabs (NM),
Ar-Cl c (all\jjl-(lcm?l) Xem, (NM) O¢ (><102)a
1 CeH12 270, 425 292 1.63
MeOH 264, 440 295 1.34
5 CeH12 265, 215 289 1.18
MeOH 264, 220 300 0.94
% Calculated by comparison with biphenyl (®¢ = 0.18 in CgH1,) see ref. S3
References.
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'H and **C NMR of compounds 6-11, 13-16, 18-35
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10 (*H NMR , CDCl)
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I 10 (*C NMR , CDCly)
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15 (**C NMR, CD3;COCD3)
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20 (*H NMR , CDCly)
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26 (*C NMR , CDCl)
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28 (*H NMR , CDCl)
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iPr

28 (*C NMR , CDCls)
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29 (*H NMR , CDCly)
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tBu
29 (*C NMR , CDCl)
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SiMe,

O 30 (*H NMR , CD3COCD:3)
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SiMe,

30 (**C NMR , CDsCOCDs)
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31 (*HNMR, CDCly)
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31 (**C NMR, CDCly)
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32 ("HNMR, CDCls)
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nBu

32 (*C NMR, CDCly)
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iPr

33 (**C NMR, CDCly)
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tBu

34 ("HNMR , CDCls)
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tBu

34 (*C NMR, CDCly)
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SiMe,
35 (*H NMR , CDCl)
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SiMe,

35 (**C NMR , CDCly)
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