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Fig. S1 Cyclic voltammetry diagrams of Tr-OFVn in anhydrous CH,Cl, with 0.1 M
BuyNBF, as electrolyte at a scan rate of 100 mV-s™.
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Fig. S2 Normalized UV-vis absorption (a) and fluorescence (b, Acx = 390 nm) spectra
of Tr-OFV3 in THF (2.0 x 10 M), in spin-coated film and in the thermally annealed
film; UV-vis absorption (¢) and fluorescence spectra (d, Aex = 365 nm) of Tr-OFVn in

the themally annealed films.
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Fig. S3 Two-photon-induced fluorescence spectra (Ax = 710 nm) of Tr-OFVn in
toluene (5.0 x 10> M).
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Fig. S4 Normalized one-photon absorption (black), single-photon excitation
fluorescence spectra (blue, A.x= 365 nm) and two-photon excitation spectra (red) for
Tr-OFV1 (a), Tr-OFV2 (b) and Tr-OFV4 (c) in toluene (5.0 x 10° M). The

two-photon spectra are plotted against A/2 (twice the photon energy).
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Fig. S5 (a) The two-photon excitation spectra of E-OFVn (n = 2, 3, 4) in toluene (1.5
x 10 M); (b) The two-photon excitation spectra of E-OFV4 (1.5 x 10* M) and
Tr-OFV4 (5.0 x 10° M) in toluene. The max two-photon cross sections were 260 GM,

215 GM and 597 GM for E-OFV2, E-OFV3 and E-OFV4, respectively.



Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is (c) The Royal Society of Chemistry 2010

T T e oM EOENO =o o= Eoon SEnG o3
=0 0 e =11 -] 0 = EowM oS0 M Pt
OO DD 0107 G000 3@ 6 - N Soem: moo O ©
B b b b b b Q.D;DQE [T gt [T _'._I._'T' _L_L'_'_ =3
pE] P - =] [aes |

L

45 4.0 5.5 5.0 25 z0 L5 1.0

£1 (zpal

Fig. S6 "H-NMR (500 MHz) spectrum of compound E-OFV1.

Reflectron Mode
Data: 4170001.J8 29 Nov 2007 15:38 Cal: 29 Nov 2007 22:03

Kratos PC Axima CFR V2.3.1: Mode Linear, Power: 46, P.Ext. @ 417 (bin 57)
%Int. 0.6 mV[sum= 26 mV] Profiles 1-46 Smooth Av 20 -Baseline 80
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Fig. ST MALDI/TOF MS spectrum of E-OPV1.
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Fig. S8 "H-NMR (500 MHz) spectrum of compound 4.
Reflectron Mode
Data: 804-10001.H8 29 Nov 2007 15:46 Cal: 29 Nov 2007 22:04
Kratos PC Axima CFR V2.3.1: Mode Linear, Power: 50, P.Ext. @ 0 (bin 57)
%Int. 27 mV[sum= 1146 mV] Profiles 1-42 Smooth Av 20 -Baseline 80
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Fig. S9 MALDI/TOF MS spectrum of compound 4.
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Fig. S10 'H-NMR (500 MHz) spectrum of compound E-OFV2.
Reflectron Mode
Data: 802-10001.G8 29 Nov 2007 15:48 Cal: 29 Nov 2007 22:04
Kratos PC Axima CFR V2.3.1: Mode Linear, Power: 45, P.Ext. @ 0 (bin 57)
%Int. 82 mV[sum= 2464 mV] Profiles 1-30 Smooth Av 20 -Baseline 80
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Fig. S11 MALDI/TOF MS spectrum of E-OFV2.
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Fig. S12 'H-NMR (500 MHz) spectrum of compound 5.
Reflectron Mode
Data: 12480002.D2 11 Mar 2008 9:46 Cal: 11 Mar 2008 10:17
Kratos PC Axima CFR V2.3.1: Mode Linear, Power: 60, P.Ext. @ 1248 (bin 62)
%Int. 500 mV[sum= 19988 mV] Profiles 1-40 Smooth Av 20 -Baseline 80
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Fig. S13 MALDI/TOF MS spectrum of 5.
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Fig. S14 "H-NMR (500 MHz) spectrum of compound E-OFV3.

Reflectron Mode

Data: 12460002.G2 18 Jan 2008 14:50 Cal: 18 Jan 2008 20:36
Kratos PC Axima CFR V2.3.1: Mode Linear, Power: 60, P.Ext. @ 1246 (bin 62)
%Int. 806 mV[sum= 25803 mV] Profiles 1-32 Smooth Av 20 -Baseline 80
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Fig. S15 MALDI/TOF MS spectrum of E-OFV3.
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Fig. S16 '"H-NMR (500 MHz) spectrum of compound 6.

Reflectron Mode

Data: 16630001.L10 17 Nov 2009 9:58 Cal: 18 Nov 2009 20:53
Kratos PC Axima CFR V2.3.1: Mode default_linear, Power: 75, P.Ext. @ 1663 (bin 57)
%Int. 1499 mV[sum= 89942 mV] Profiles 1-60 Smooth Av 20 -Baseline 80
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Fig. S17 MALDI/TOF MS spectrum of 6.
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Fig. S18 H-NMR (500 MHz) spectrum of compound E-OFV4.
Reflectron Mode
Data: 16610001.P7 1 Dec 2009 9:26 Cal: 1 Dec 2009 18:02
Kratos PC Axima CFR V2.3.1: Mode default_reflectron, Power: 80, P.Ext. @ 1661 (bin 112)
%Int. 498 mV[sum= 58270 mV] Profiles 1-117 Smooth Av 20 -Baseline 80
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Fig. S19 MALDI/TOF MS spectrum of E-OFV4.
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Fig. S20 '"H-NMR (500 MHz) spectra of compound 8.
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Reflectron Mode

Data: 6790001.820 18 Apr 2008 15:38 Cal: 4 Jan 2009 22:10
Kratos PC Axima CFR V2.3.1: Mode Linear, Power: 50, P.Ext. @ 679 (bin 57)
23 mV[sum= 1029 mV] Profiles 1-44 Smooth Av 20 -Baseline 80
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Fig. S21 MALDI/TOF MS spectrum of compound 8.




Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is (c) The Royal Society of Chemistry 2010

oo - ~ O OO TS O N— NODb- = b <t — D
— m o N WO OOOC o H e
g = oo Noingicigingodnd ©gogs $Sogoo
| — 1 1 I e | [(=——

112. 414

8.0 7.5 7.0 6.5 6.0 5.5 50 45 40 3.5 3.
f1 (ppm)

O oo b D [tel
oy — iy | 0 1 ™
o6 od Sl I
N7 [ 11 |
]
T B S
o n | o
=3 o0
fo] o~ o3
8. 30 H.15 8. 00 7.85 7.70 ) 7.40 .25

f1 (ppm)

Fig. S22 "H-NMR (500 MHz) spectrum of compound 9.

r1000

ro00

r800

r700

r600

ro00

r400

r300

r340
r320
300
280
r260
r240
r220
r200
r180
rieo
r140
r120
r100




Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is (c) The Royal Society of Chemistry 2010

i

10/

o0
oo b~ 00 O
b Oy b— O =
o (Lo f i Lo o
T

8.5 7.5 6.5 5.5 4.5 3.5 2.5 1.5
f1 (ppm)

60, 38

112,059
18, 074
18,

6. 00
5. 83 4
23199

1
e
[o7]

~8.44
i

8.3 8.1 7.4 ik 7.5 7.3 i |
f1 (ppm)

Fig. S23 '"H-NMR (500 MHz) spectra of Tr-OF V1.
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Fig. S24 *C NMR (125 MHz) spectrum of Tr-OF V1.
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Reflectron Mode

Data: 1923a0001.J10 17 Nov 2009 10:06 Cal: 18 Nov 2009 20:55
Kratos PC Axima CFR V2.3.1: Mode default_linear, Power: 75, P.Ext. @ 1923 (bin 57)

%lnt. 310 mV[sum= 42201 mV] Profiles 1-136 Smooth Av 20 -Baseline 80
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Fig. S25 MALDI/TOF MS spectrum of Tr-OFV1.




Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is (c) The Royal Society of Chemistry 2010

™~ O ’V—'D?"}DT (QLC"“[‘—K_D'T‘N—‘C?G‘U_‘
=+ = M O@o  Wma oo mmmoh M
00 00 B B~ B b b B Bo B bo B B B B B B B (Do
NY e | | =N
il
A T T

) o
[} =31 &0
og + 5
o E ~

36 85 84 83 82 81 80 7.9 7.8 7.7 7.6 7.5 7.4 7.3 7.2 71 7.0

£1 (ppm)

Fig. S26 '"H-NMR (500 MHz) spectrum of Tr-OFV2.
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Fig. S27 *C-NMR (125 MHz) spectrum of Tr-OFV2.

Reflectron Mode

Ylnt.

100

90

80

70

60

50

40

30

20

10

Data: 3167R0001.K18 27 Feb 2009 16:39 Cal: 2 Mar 2009 20:46
Kratos PC Axima CFR V2.3.1: Mode default_reflectron, Power: 61, P.Ext. @ 3167 (bin 155)
15 mV[sum=790 mV] Profiles 24-74 Smooth Av 20 -Baseline 80
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Fig. S28 MALDI/TOF MS spectrum of Tr-OFV2.
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Fig. S29 '"H-NMR (500 MHz) spectra of Tr-OFV3.




Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is (c) The Royal Society of Chemistry 2010

[apRideR o o 0o e MNO WML N W — 1

With © M O b ! S — O M NO LK D b= — WO =H 10 — O = Oy — t~— O
- B VIO Al L o W0 OO MO0 O q » " » - | - L . » . .
[fa}{faRTal o] = =H o o Bla Bau Ha Banh Blan B o Bag b= b= b O 1 — O b= Op o = =
Tyt — T et : b= b= = LYY = - L5y | iy ——t
et T F e i P ~J| SN

90 80
£1 (ppm)

160 150 140 130 120 110 100

Fig. S30 *C-NMR (125 MHz) spectrum of Tr-OFV3.

Reflectron Mode

Data: 4410R0001.L.20 13 Apr 2010 15:50 Cal: 13 Apr 2010 16:51
Kratos PC Axima CFR V2.3.1: Mode default_linear, Power: 70, P.Ext. @ 4410 (bin 78)
Yolnt. 124 mV[sum= 6442 mV] Profiles 1-52 ooth Av 20 -Baseline 80
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Fig. S31 MALDI/TOF MS spectrum of Tr-OFV3.
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Fig. S32 '"H-NMR (500 MHz) spectra of Tr-OF V4.
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Fig. $33 *C-NMR (125 MHz) spectrum of compound Tr-OFV4.

Reflectron Mode
Data: 5654R0001.K20 13 Apr 2010 15:51 Cal: 13 Apr 2010 15:52 CaH17
Kratos PC Axima CFR V2.3.1: Mode default_linear, Power: 70, P.Ext. @ 5654 (bin 89)

%lnt. 33 mV[sum= 2608 mV] Profiles 1-79 Smooth Av 20 -Baseline 80
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Fig. S34 MALDI/TOF MS spectrum of Tr-OFV4.




