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The performance of dyes containing carboxylated 1,3-
indandiones as electron acceptors was examined. The com-
pounds that included a monocarboxylic group on the 1,3-
indandione moiety showed good overall power conversion
efficiencies (ca. 2.38%), the values of which were compa-
rable to those of cyanoacrylate derivatives with the same
donor­³-linker structure.

Dye-sensitized solar cells (DSSCs) have attracted consid-
erable attention since Grätzel’s report1 in 1991 on their easy
production compared to conventional semiconductor-type solar
cells. Sensitizers containing ruthenium, such as N3,2 N719,3

and black dye,4 showed efficiencies of up to ca. 11% under
AM 1.5 irradiation.5 There is also increasing interest in metal-
free organic sensitizers because of the expense and difficulty
associated with the purification of ruthenium­metal complexes.
Many organic sensitizers have been examined,6 and most of
the efficient organic dyes contain donor­³­acceptor (D­³­A)
structures. Wang and co-workers achieved a high conversion
efficiency (ca. 10%) using thienothiophene derivatives con-
nected with a diphenylamino moiety as the donor and cyano-
acrylic acid as the acceptor.7 Various donating groups have
been investigated, and aryl amine groups such as diphenyl-
amine, (difluorenyl)phenylamine, and indole are among the
best donors for DSSCs.8 On the other hand, the variation on the
acceptor side is rather limited; the cyanoacrylic acid group is
one of the most useful acceptors. To achieve more efficient
dyes, the developments of electron-accepting groups must be
necessitated.

1,3-Indandione has a planar structure with a benzene ring
connected to two carbonyl groups, and contains an active
methylene moiety to facilitate the elongation of ³-conjugation
by condensation with aldehydes. In addition, because of its
electron-withdrawing strength, 1,3-indandione is employed
as an acceptor to produce nonlinear optical (NLO) chromo-
phores.9 However, to the best of our knowledge, there has been

no report on the utilization of the 1,3-indandione structure as
an organic sensitizer for DSSCs. Herein, we report a study
on the photovoltaic ability of D­³­A-type chromophores 1
and 2 containing 1,3-indandiones (Chart 1). We selected the
diphenylamino group as the donor part, and phenylene and
thienylene as ³-linkers because of the synthetic facility and the
easy comparison with another dyes. Mono- and dicarboxylated
derivatives of 1,3-indandione were examined because the
number of carboxylic groups would affect both the electronic
properties and the interaction with the TiO2 surface. For
instance, perylene dyes were used as sensitizers through the
formation of two carboxylic groups by opening the carboxylic
anhydride ring onto the TiO2 surface.10

The synthesis of carboxylated 1,3-indandiones was reported
by Rotbergs (for monocarboxylate derivative)11 and Krief (for
dicarboxylate derivative).12 The monocarboxylated derivative
3a could be prepared in 45% yield (two steps) according
to the reported procedure (Scheme 1). Introduction of active
methylene to pyromellitic dianhydride proceeded in 36% yield
by warming the mixture to 70 °C to dissolve the pyromellitic
dianhydride in the acetic anhydride prior to the addition
of other reagents, whereas 18% yield was obtained by the
mentioned procedure.12 The protonation of the monoconden-
sation product proceeded easily to give dicarboxylated deriv-
ative 3b in 93% yield. In addition, 1 and 2 were synthesized
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Scheme 1. Synthesis of 1,3-indandione derivatives 3.
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in moderate to good yields by the condensation reaction of
3 with the corresponding aromatic aldehydes (Scheme 2).

The absorption spectra of 1 and 2 were measured in THF
(Table 1 and Figure 1). The maximum absorption (­max) of the
monocarboxylated compound with a phenylene linker (1a) was
observed at 492 nm with a high molecular absorption coef-
ficient (¾max). Upon introduction of another carboxylic group at
the benzene ring of the 1,3-indandione moiety (1b), ­max was
shifted by about 11 nm to a longer wavelength. This is because
the additional carboxylate has electron-withdrawing character.
A further bathochromic shift was achieved by changing the
³-linker from phenylene to thienylene, which resulted in
absorption peaks at 526 and 547 nm in 2a and 2b, respectively.
Increases in ¾max were also observed. The highest occupied
molecular orbital (HOMO) and lowest unoccupied molecular
orbital (LUMO) energy-level composition lies on the proper
level for the TiO2­I¹/I3¹ system (Table 1). The LUMO levels
of all the compounds were sufficiently more positive than the

conduction band (CB) energy level of TiO2 (¹4.16 eV),13

implying that electron injection into the CB of TiO2 is feasible.
The HOMO levels were also able to accept electrons from the
iodine/iodide redox system (¹4.85 eV AVS (absolute vacuum
scale))14 after electron injection into the CB of TiO2. The
photocurrent density­voltage (J­V) curves and incident photon-
to-current conversion efficiency (IPCE) spectra are shown in
Figure 2, and the DSSC performance results are summarized
in Table 1. We found that the 1,3-indandione structure with a
carboxylate moiety worked as the electron-accepting part for
the DSSCs. The maximum IPCE value of 1a was 39% at
439 nm, and the wavelength range of the photocurrent active
zone was from 390 to 650 nm. The cell with 1a showed a
short-circuit current density (JSC) of 5.46mAcm¹2, an open-
circuit voltage (VOC) of 0.66V, and a fill factor ( ff ) of 0.66,
leading to an overall power conversion efficiency (©) of 2.38%
based on the device performance of © = 5.29% for N719. 3-
[4-(Diphenylamino)phenyl]-2-cyanoacrylic acid, which comes
from the conversion of the 1,3-indandione moiety of 1a into
cyanoacrylic acid, showed resembling properties on JSC and
VOC (Table S1). But its ff gave a slightly smaller value
than 1a, which suggests that the efficient conversion can be
achieved in 1a. And an overall power conversion efficiency of
3-[4-(diphenylamino)phenyl]-2-cyanoacrylic acid is 1.2­2.79%
(compared to 3.1­8.04% for N719).15 Therefore, the 1,3-
indandione acceptor has a comparable ability to that of cyano-
acrylate for use in DSSCs. The wavelength range of the
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Scheme 2. Formation of D­³­A chromophores 1 and 2.

Table 1. Physical Properties and DSSC Performance Parameters of 1a, 1b, 2a, and 2b

Compound
­max/nm

(¾max/M¹1 cm¹1)a)
EHOMO

/eVb)
Edge of

absorption/nm
ELUMO

/eVc)
JSC

/mAcm¹2 d)
VOC

/Vd) ff d) ©
/%d)

1a 492 (49400) ¹5.73 546 ¹3.46 5.46 0.66 0.66 2.38
2a 525 (66500) ¹5.78 566 ¹3.59 5.87 0.60 0.62 2.20
1b 503 (40400) ¹5.70 564 ¹3.50 3.32 0.57 0.67 1.26
2b 547 (67500) ¹5.62 596 ¹3.54 4.00 0.55 0.64 1.40
N719 ® ® ® 12.68 0.77 0.54 5.29

a) Measured in THF (3.0 © 10¹5M). b) Measured with photoemission yield spectroscopy on RIKEN KEIKI AC-1.
c) Estimated from EHOMO and the edge of absorption (­) by the equation of ELUMO (eV) = EHOMO (eV) + 1240/­
(nm). d) DSSC performances were measured under AM 1.5 irradiation.
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Figure 1. Absorption spectra of 1a, 1b, 2a, and 2b in THF
(3.0 © 10¹5M).
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Figure 2. (a) J­V characteristics and (b) IPCE spectra of
DSSCs based on 1a, 1b, 2a, and 2b.
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thienylene derivative 2a was shifted to longer wavelengths
than that of 1a. This is rationalized by the bathochromic shift
of ­max observed between 1a and 2a. The JSC value of 2a
increased to 5.87mAcm¹2, whereas VOC decreased by 0.60V.
As a result, © of 2a (2.20%) was smaller than that of 1a.

Low efficiencies were obtained for 1b and 2b. A decrease
of IPCE was observed with decreasing conversion efficiency,
even though the ¾max of 1b and 2b showed the same value
on that of 1a and 2a, respectively. To find the reason for
the inefficient performances, the effect of the addition of DCA
(deoxycholic acid) was examined to suppress dye aggregation
on TiO2 surface by coadsorption.16 However, the same perfor-
mances in 1b were observed either with or without DCA.
Therefore, the aggregation of the dyes was not influenced. We
carried out a study using density functional theory (DFT)
calculations at the B3LYP/6-31+G* level (Figure S1). The
geometry of the double bond in 1a was not affected on
the orbital shapes and energy levels of the HOMO and the
LUMO. Both the HOMOs of 1a and 1b lie on the donating
diphenylamino group and the phenylene linker, and the
LUMOs spread to the carboxylic group attached to the 1,3-
indandione moiety, which allows facile electron transfer from
the excited dye to TiO2. However, only one carboxylic moiety
is involved in the LUMO of 1b, although there are two
carboxylic groups. The energy levels of LUMO+1 of 1b,
which lies in both carboxylic moieties, is higher than that of
the LUMO. In the case of 1b, both carboxylic groups can be
applied as the anchor to connect to TiO2, but, because of the
problems of dianion formation and/or the proper distance on
TiO2 for connecting both anchors, 1b may be connected to
TiO2 using only one carboxylic groups which is not selective
whether the LUMO is possessed or not. Therefore, the only
compound connected with carboxylate possessing the LUMO
orbital will be utilized to transfer the electron to TiO2 effi-
ciently because of orbital correlation restrictions. It is the
reason for the low efficiencies observed for 1b and 2b.

In summary, we synthesized dyes 1a, 1b, 2a, and 2b
containing a 1,3-indandione structure with a carboxylic moiety
as an acceptor for DSSCs. All the materials showed photo-
voltaic sensitizing abilities with © µ 2.38%. It is shown that
the 1,3-indandione derivatives possess a comparable ability to
the well-examined cyanoacrylic acid group. We examined the
effect of the additional carboxylic group on 1,3-indandione,
and found that a decrease in © was obtained in spite of
the bathochromic shift of the absorption spectra compared to
those of the monocarboxylated materials. Further investiga-
tions to improve the performance of DSSCs based on the 1,3-
indandione structure are underway.

Supporting Information

Experimental procedure of 1, 2, fabrication and compari-
son of DSSCs, and results of DFT calculation. This material
is available free of charge on the web at http://www.csj.jp/
journals/bcsj/.

References

1 B. O’Regen, M. Grätzel, Nature 1991, 353, 737.
2 M. Grätzel, J. Photochem. Photobiol., A 2004, 164, 3.

3 M. K. Nazeeruddin, A. Kay, I. Rodicio, R. Humphry-Baker,
E. Müller, P. Liska, N. Vlachopoulos, M. Grätzel, J. Am. Chem.
Soc. 1993, 115, 6382.

4 M. K. Nazeeruddin, P. Péchy, T. Renouard, S. M.
Zakeeruddin, R. Humphry-Baker, P. Comte, P. Liska, L. Cevey,
E. Costa, V. Shklover, L. Spiccia, G. B. Deacon, C. A. Bignozzi,
M. Grätzel, J. Am. Chem. Soc. 2001, 123, 1613.

5 N. Robertson, Angew. Chem., Int. Ed. 2006, 45, 2338.
6 A. Mishra, M. K. R. Fischer, P. Bäuerle, Angew. Chem., Int.

Ed. 2009, 48, 2474.
7 G. Zhang, H. Bala, Y. Cheng, D. Shi, X. Lv, Q. Yu, P.

Wang, Chem. Commun. 2009, 45, 2198.
8 Recent reports: a) Y. J. Chang, M. Watanabe, P.-T. Chou,

T. J. Chow, Chem. Commun. 2012, 48, 726. b) Y.-D. Lin, T. J.
Chow, J. Mater. Chem. 2011, 21, 14907. c) J. He, W. Wu, J. Hua,
Y. Jiang, S. Qu, J. Li, Y. Long, H. Tian, J. Mater. Chem. 2011, 21,
6054. d) X. Hao, M. Liang, X. Cheng, X. Pian, Z. Sun, S. Xue,
Org. Lett. 2011, 13, 5424. e) T.-H. Kwon, V. Armel, A. Nattestad,
D. R. MacFarlane, U. Bach, S. J. Lind, K. C. Gordon, W. Tang,
D. J. Jones, A. B. Holmes, J. Org. Chem. 2011, 76, 4088. f ) B.-S.
Chen, D.-Y. Chen, C.-L. Chen, C.-W. Hsu, H.-C. Hsu, K.-L. Wu,
S.-H. Liu, P.-T. Chou, Y. Chi, J. Mater. Chem. 2011, 21, 1937.
g) Y. Uemura, S. Mori, K. Hara, N. Koumura, Chem. Lett. 2011,
40, 872. h) J.-L. Song, P. Amaladass, S.-H. Wen, K. K. Pasunooti,
A. Li, Y.-L. Yu, X. Wang, W.-Q. Deng, X.-W. Liu, New J. Chem.
2011, 35, 127.

9 a) R. Andreu, E. Galán, J. Garín, V. Herrero, E. Lacarra, J.
Orduna, R. Alicante, B. Villacampa, J. Org. Chem. 2010, 75,
1684. b) M. Rutkis, A. Tokmakovs, E. Jecs, J. Kreicberga, V.
Kampars, V. Kokars, Opt. Mater. 2010, 32, 796. c) R. Andreu, L.
Carrasquer, J. Garín, M. J. Modrego, J. Orduna, R. Alicante, B.
Villacampa, M. Allain, Tetrahedron Lett. 2009, 50, 2920. d) S.
Acharya, P. Krief, V. Khodorkovsky, Z. Kotler, G. Berkovic, J. T.
Klug, S. Efrima, New J. Chem. 2005, 29, 1049. e) K. H. Park, R. J.
Twieg, R. Ravikiran, L. F. Rhodes, R. A. Shick, D. Yankelevich,
A. Knoesen, Macromolecules 2004, 37, 5163. f ) A. J. Kay, A. D.
Woolhouse, G. J. Gainsford, T. G. Haskell, T. H. Barnes, I. T.
McKinnie, C. P. Wyss, J. Mater. Chem. 2001, 11, 996. g) R.
Dworczak, D. Kieslinger, Phys. Chem. Chem. Phys. 2000, 2, 5057.
10 a) S. Mathew, H. Imahori, J. Mater. Chem. 2011, 21, 7166.

b) C. Li, J.-H. Yum, S.-J. Moon, A. Herrmann, F. Eickemeyer,
N. G. Pschirer, P. Erk, J. Schöneboom, K. Müllen, M. Grätzel,
M. K. Nazeeruddin, ChemSusChem 2008, 1, 615. c) T. Edvinsson,
C. Li, N. Pschirer, J. Schöneboom, F. Eickemeyer, R. Sens, G.
Boschloo, A. Herrmann, K. Müllen, A. Hagfeldt, J. Phys. Chem. C
2007, 111, 15137.
11 J. Rotbergs, D. V. Kanepe, V. Oskaja, Latv. PSR Zinat.

Akad. Vestis, Kim. Ser. 1973, 68.
12 P. Krief, J. Y. Becker, A. Ellern, V. Khodorkovsky, O.

Neilands, L. Shapiro, Synthesis 2004, 2509.
13 Y. Xu, M. A. A. Schoonen, Am. Mineral. 2000, 85, 543.
14 A. Nattestad, M. Ferguson, R. Kerr, Y.-B. Cheng, U. Bach,

Nanotechnology 2008, 19, 295304.
15 a) H. Zhou, P. Xue, Y. Zhang, X. Zhao, J. Jia, X. Zhang, X.

Liu, R. Lu, Tetrahedron 2011, 67, 8477. b) T. Marinado, K.
Nonomura, J. Nissfolk, M. K. Karlsson, D. P. Hagberg, L. Sun, S.
Mori, A. Hagfeldt, Langmuir 2010, 26, 2592. c) S. Iwamoto, Y.
Sazanami, M. Inoue, T. Inoue, T. Hoshi, K. Shigaki, M. Kaneko,
A. Maenosono, ChemSusChem 2008, 1, 401.
16 K. Hara, Y. Dan-oh, C. Kasada, Y. Ohga, A. Shinpo, S.

Suga, K. Sayama, H. Arakawa, Langmuir 2004, 20, 4205.

S. Matsumoto et al. Bull. Chem. Soc. Jpn. Vol. 85, No. 12 (2012) 1331

http://www.csj.jp/journals/bcsj/
http://www.csj.jp/journals/bcsj/
http://dx.doi.org/10.1038/353737a0
http://dx.doi.org/10.1016/j.jphotochem.2004.02.023
http://dx.doi.org/10.1021/ja00067a063
http://dx.doi.org/10.1021/ja00067a063
http://dx.doi.org/10.1021/ja003299u
http://dx.doi.org/10.1002/anie.200503083
http://dx.doi.org/10.1002/anie.200804709
http://dx.doi.org/10.1002/anie.200804709
http://dx.doi.org/10.1039/b822325d
http://dx.doi.org/10.1039/c1cc16248a
http://dx.doi.org/10.1039/c1jm11623a
http://dx.doi.org/10.1039/c0jm03811c
http://dx.doi.org/10.1039/c0jm03811c
http://dx.doi.org/10.1021/ol201858b
http://dx.doi.org/10.1021/jo2001484
http://dx.doi.org/10.1039/c0jm02433c
http://dx.doi.org/10.1246/cl.2011.872
http://dx.doi.org/10.1246/cl.2011.872
http://dx.doi.org/10.1039/c0nj00653j
http://dx.doi.org/10.1039/c0nj00653j
http://dx.doi.org/10.1021/jo902670z
http://dx.doi.org/10.1021/jo902670z
http://dx.doi.org/10.1016/j.optmat.2010.01.006
http://dx.doi.org/10.1016/j.tetlet.2009.03.197
http://dx.doi.org/10.1039/b504445f
http://dx.doi.org/10.1021/ma040044i
http://dx.doi.org/10.1039/b008316j
http://dx.doi.org/10.1039/b005326k
http://dx.doi.org/10.1039/c1jm10993f
http://dx.doi.org/10.1002/cssc.200800068
http://dx.doi.org/10.1021/jp076447c
http://dx.doi.org/10.1021/jp076447c
http://dx.doi.org/10.1055/s-2004-831184
http://dx.doi.org/10.1088/0957-4484/19/29/295304
http://dx.doi.org/10.1016/j.tet.2011.09.008
http://dx.doi.org/10.1021/la902897z
http://dx.doi.org/10.1002/cssc.200700163
http://dx.doi.org/10.1021/la0357615

