
Published: March 16, 2011

r 2011 American Chemical Society 2386 dx.doi.org/10.1021/jo2001963 | J. Org. Chem. 2011, 76, 2386–2407

PERSPECTIVE

pubs.acs.org/joc

Perylene-3,4,9,10-tetracarboxylic Acid Diimides: Synthesis, Physical
Properties, and Use in Organic Electronics
Chun Huang, Stephen Barlow, and Seth R. Marder*

School of Chemistry and Biochemistry and Center for Organic Photonics and Electronics, Georgia Institute of Technology, Atlanta,
Georgia 30332-0400, United States

1. INTRODUCTION

Perylene-3,4,9,10-tetracarboxylic acid diimide derivatives (also
commonly called perylene diimides and abbreviated in this paper
as PDIs) have been extensively studied as industrial colorants,
both as dyes (soluble) and pigments (insoluble). Figure 1 shows
the structure of perylene-3,4,9,10-tetracarboxylic dianhydride
(PTCDA), which can be considered as the parent compound
of this class of compounds and which was first obtained in the
early 1910s,1,2 and of a generic PDI dye, indicating the number-
ing of the various positions. PDIs with different chemical and
physical properties have been obtained by modification of the
substituents, most often those in the imide N,N0 positions and
the 1, 6, 7, and/or 12 positions of the hydrocarbon core (the so-
called “bay” positions).

PDIs (N,N0-dimethyl PDI, also known as Pigment Red 179,
was first reported in 19133) were initially used exclusively as
industrial pigments, following the ground-breaking work of
Harmon Colors;1 they constitute a group of high-performance
pigments with red to black shades, depending on the fine details
of chemical structure and onmolecular packing in the solid state.4

These pigments exhibit excellent chemical, thermal, photo, and
weather stability.1,5 Moreover, paints from PDI-based materials
generally show good migration stability after coating on plastics
and can be easily overcoated onto other painted surfaces. Accord-
ingly, several PDI derivatives, such as Pigment Red 179, Pigment
Red 178, and Pigment Red 149 (Figure 2), have found their way
into industrial-scale production and use since early 1950s.1 Pigment
Red 149 is a yellow-shade red material, while Pigment Red 178
and Pigment Red 179 are of blue-shade red color.1,4,5 Today,
PDI-based pigments are used predominately in fiber applications
and in high-grade industrial paints, particularly in carpet fibers
and in the automobile industry, where their relatively high cost is
outweighed by the high quality and/or durability of the colors.1,5

However, in addition to their use as important industrial pig-
ments, many PDIs exhibit other interesting properties—such as
near-unity fluorescence quantum yields, high photochemical stabi-
lity, and strong electron-accepting character—that allow PDIs to
be used in many other newly developed applications.5�15 To

date, PDIs, as well as related monoimide derivatives, have been
utilized in various electronic and optical applications, such as
organic field-effect transistors (OFETs),15�22

fluorescent solar
collectors,23 electrophotographic devices,24 dye lasers,11,12 or-
ganic photovoltaic cells (OPVs),16,22,25�28 and optical power
limiters,29,30 due to their specific physical, optical, and/or
electronic properties. In many of these applications, the relatively
facile and reversible reduction of PDIs plays a key role. These
facile reductions, combined with the easily identifiable excited-
state, anion, and dianion absorption spectra, have also led to their
extensive use in fundamental research on photoinduced energy-
and electron-transfer processes.5,7,31�35 In this paper, the synth-
eses, physical properties, and the organic electronic applications
of PDI derivatives are reviewed.

2. PREPARATION OF PDI DERIVATIVES

2.1. Imidization. In both research and industrial settings, the
primary starting material for synthesizing PDI derivatives is
PTCDA (Figure 1). The condensation reaction between PTCDA
and an alkyl amine or an aniline results in the formation of the
appropriate PDI derivative, usually in high yield.1,5 As shown in
Scheme 1, PTCDA is, in turn, obtained industrially through a
series of steps beginning with the oxidation of acenaphthene to
give 1,8-naphthalene dicarboxylic acid anhydride; this is subse-
quently treated with ammonia to provide naphthalene-1,8-dicar-
boxylic acid imide. Perylene-3,4,9,10-tetracarboxylic diimide
(PTCDI) is obtained by the oxidative coupling of two of these
napthalene imide molecules, for instance, by aerial oxidation in
molten potassium hydroxide at ca. 200 �C. PTCDA is then
synthesized by hydrolysis of PTCDI with concentrated sulfuric
acid at ca. 220 �C. In the dye and pigment industries, insoluble
symmetrical organic perylene diimides with high melting points
can be easily obtained in high yields from the reactions between
PTCDA and various aliphatic amines or anilines.1 For example,
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the industrial-scale syntheses of most insoluble PDI pigments,
such as Pigment Red 179, Pigment Red 178, and Pigment Red
149, afford yields of over 90% from PTCDA and the respective
amines or anilines.36,37

Although insoluble and high-melting PDI-based materials are
required for the pigment industry, current work on PDIs for
organic electronics, studies of photoinduced processes, and
supramolecular organization generally requires PDIs with rea-
sonable solubility in common solvents.5 Consequently, synthetic
methods for highly soluble PDIs have been developed using
substitution at the imide positions and/or in the bay positions
(see section 2.2). The first and most commonly employed
approach to organic-soluble symmetrical PDIs, first described
by Langhals and co-workers in the 1990s, is to use solubilizing
alkyl or aryl substituents at the PDI imide positions.38 So-called
“swallowtail” substituents39—long alkyl chains attached to the
imide nitrogen atom through their central positions, such as
10-nonadecyl groups—and ortho-substituted N-aryl groups40

are particularly effective solubilizing groups; the bulky

substituents are forced out of the plane of the PDI chromophore,
thereby limiting the face-to-face π�π stacking of the PDI
molecules.5,39,40 Halogenated solvents, such as dichloromethane,
chloroform, and chlorobenzene, are typically good solvents forN,
N0-dialkyl and diaryl PDI derivatives of this type. Water-soluble
PDIs have been obtained by incorporating hydrophilic moieties,
including Newkome-type carboxylates,41 phosphate surfactants,42

polyglycerol dendrons,43 and cyclodextrin,44 into the substitu-
ents the imide positions. It is worth noting that nearly all PDI
pigments can be dissolved in concentrated sulfuric acid via
protonation and can be recovered by diluting the acid solution
with water.45

Soluble symmetrically N,N0-substituted PDIs are commonly
obtained by the condensation reaction of PTCDA with anilines
and aliphatic primary amines at high temperatures (>160 �C) in
solvents such as molten imidazole or quinoline with anhydrous
zinc acetate (typically 10�30 mol %) as a catalyst (Scheme 2). In
many cases, isolated yields approach 95%, and the products are
relatively easily purified.5,38,45 Alternatively, the treatment of
PTCDA (or analogues with dibromo or tetrachloro substitution
of the “bay” positions) with primary amines in hot alcohols (such
as n-butanol), carboxylic acids (such as acetic acid and propionic
acid), or alcohol/water mixtures (such as 1:1 n-butanol/water)
can give isolated yields over 90%.45 Furthermore, benzoimida-
zole derivatives can also be obtained via condensation of PTCDA
and o-phenylenediamine derivatives in good to excellent isolated
yields, generally as a mixture of two regioisomers (Scheme 2)
that are not easily separated, either by column chromatography
or recrystallization.37,45,46

Unsymmetrical PDIs with different substituents on each
imide position have also been reported. Attempts to obtain
compounds of this type from PTCDA with either simultaneous
or sequential addition of two different amines are usually
unsuccessful because of differences in reactivity of the amines
with PTCDA. Typically, only traces of the desired products are
observed, with the dominant species being the two symmetrical
PDIs.45 Accordingly, PDIs of this typemust usually be synthesized
using more complex multistep methods.45 One such method
(Scheme 3, method A) relies on partial hydrolysis of symmetrical
PDIs to perylene monoimide monoanhydride compounds, a
reaction that gives yields of ca. 50%. Imidization of the mixed
imide-anhydride with a second amine or aniline provides the

Figure 1. Chemical structures of PTCDA (left) and a generic PDI
(right) showing the numbering of the positions in the ring system.

Figure 2. Chemical structures of three PDIs widely used as industrial
pigments.

Scheme 1. Preparation of PTCDA and N,N0-Disubtituted
PDIs
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desired asymmetrical PDI. A mixed imide�benzoimidazole has also
been prepared from a mixed imide�anhydride with an o-phenyle-
nediamine derivative.47 It should be noted that the direct synthesis of
perylene monoanhydride monoimide compounds directly from
imidization of PTCDA is typically challenging; generally, diimides
are the predominant products, evenwhen 1 equiv or less of a primary
amine is used, presumably due to the increased solubility of the
intermediate mixed imide�anhydride relative to that of PTCDA.
Another practical approach to asymmetrical PDI synthesis was
first described by Tam-Chan and co-workers in the late 1990s
(Scheme 3, method B);48 partial hydrolysis of PTCDA to a mixed
anhydride�dicarboxylate salt was followed by successive imidization
reactions. However, method A is more widely utilized because it
typically provides the desired material in higher yield and purification
is usually easier.17,49�52

2.2. Substitution in the Bay Positions. The introduction of
aryl or aryloxy groups into the 1, 6, 7, and/or 12 (bay) positions
of PDIs can be used to increase solubility, the substituents being
forced out of the PDI plane by steric interactions. Moreover,
these groups, as well as smaller substituents, such as bromo, can
lead to the twisting of the two naphthalene half units in PDIs.
Both effects disrupt face-to-face π�π stacking and improve the
solubility of PDIs. Incorporation of bulky groups into the bay
positions can increase the solubility by several orders ofmagnitude;53

for example, 1,(6)7-dibromoN,N0-dioctyl PDI shows reasonable
solubility in common organic solvents, while its unbrominated
analogue is insoluble in most organic solvents. As will be
discussed in more detail in section 3, bay substituents can also
be used to significantly modify the molecular-level electronic and
optical properties of PDIs. As shown in Scheme 4, tetrachloro

Scheme 2. Conversion of PTCDA to Dialkyl and Diaryl PDIs (Top) and to Perylene Benzoimidazole Derivatives (Bottom)

Scheme 3. Two Methods for the Preparation of Asymmetrical PDIs with Different Substituents on Each Imide Position
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and dibromo derivatives of PDIs are key intermediates for the
synthesis of a wide range of other bay-substituted derivatives and
are generally obtained by imidization of the corresponding haloge-
nated PTCDA derivatives. The procedure for the tetrachlorina-
tion of PTCDA with sulfuric acid and chlorine appeared in
literature in 1980s.54 Solubilizing substituents were introduced
into the bay positions by Seybold and co-workers at BASF in the
late 1980s;5,55 1,6,7,12-tetraphenoxy PDIs were obtained after

heating the corresponding tetrachloro species with phenol and
potassium carbonate in N-methylpyrrolidone.56 More recently,
the reaction of 1,6,7,12-tetrachloro PDIs with potassium fluoride
in sulfolane at elevated temperature in the presence of a catalyst
((N,N-dimethylimidazolidino)tetramethylguanidinium chloride
or 18-crown-6), has been used to synthesize the corresponding
tetrafluoro derivatives; zero to moderate yields are obtained,
depending on the imide substituents and the choice of catalyst.

Scheme 4. Preparation of PDIs with Various Substituents in the Bay Positionsa

aNote that formation of 1,7-disubstituted derivatives shown is typically accompanied by formation of the corresponding 1,6-disubstituted derivatives
(not shown).
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The resulting fluoro derivatives have been used as electron-
transport materials in OFETs.57,58

Conditions have also been developed for the bromination of
PTCDA59 to give predominantly a mixture of 1,6 (minor, ca.
10�20%) and 1,7 (major) regioisomers of the dibromo product
(as indicated by conversion of the crude insoluble reaction
product to soluble PDIs); mono- and tribrominated side pro-
ducts are also obtained. Mono-, di-, and tribrominated PDIs can
generally be separated by column chromatography, but the two
dibromo PDI regioisomers are often very challenging to separate
and can only be distinguished from one another using high-field
(>400 MHz) 1H NMR spectroscopy.5,60 Some derivatives have,
however, been obtained, albeit in low yield, as the pure 1,7-
dibromo isomers after multiple recrystallizations.5,60 More ag-
gressive bromination conditions for PTCDA have also been used
to obtain the 1,6,7,12-tetrabromo derivative, which can be imidized
to tetrabromo-PDIs.61,62 Recently, it was discovered that PDIs
can be directly dibrominated using bromine at room temperature
in solvents such as dichloromethane, although, as with bromina-
tion of PTCDA, mono- and tribrominated products can be
obtained, as well as both 1,6- and 1,7-dibromo species. This
method has also been successfully in preparing monobromo-
PDIs.63 More forcing bromination conditions, such as heating to
ca. 50 �C, can give the dibromo-substituted PDIs (isomeric
mixture) as the dominant products in good yields (>90% for some
cases) and shorter reaction times.30,63

Nucleophilic substitution of bromo bay substituents is relatively
straightforward, and generally, products can be isolated in relatively
high yields; as shown inScheme4,fluoride-,57 cyanide-,18,64 phenol-,38

and amine-based nucleophiles65 have been coupled to dibromo-PDIs,
leading to PDIs with a variety of optical and electronic properties
due to the significant electronic coupling between the substituents
and the PDI cores (see section 3). Moreover, dibromo-PDIs have
also been used in transition-metal-catalyzed C�C couplings, such as
Suzuki,66,67 Stille,16,68 andSonogashira reactions,33,69 to obtain various
aryl-, heteroaryl-, and alkynyl-functionalized PDIs. Products from
both nucleophilic substitution and palladium-catalyzed reactions are
typically obtained, and often studied and used, as mixtures of isomers
due to the use of amixture of 1,6- and 1,7-dibromoPDIs; however, in
some cases, for example, where the bay substituents are bulky
triphenylsilylalkynyl groups, 1,6-, and 1,7-isomers can be separated
via column chromatography.19 1,6,7,12-Tetrabromo-PDIs have also
been converted to 1,6,7,12-tetraphenyl-PDIs using the fluoride ion-
mediated and Ag2O-promoted Suzuki coupling reaction.

67

The base-catalyzed cyclization of 1,7-dialkynyl-PDIs obtained
from Sonogashira couplings has been used to expand PDIs to
coronene-2,3,8,9-tetracarboxylic acid diimides.69�71 Recently, a
facile one-pot synthesis of pyridine-annulated PDIs from mono-
or dibromo-PDIs was reported by Wang and co-workers; as
shown in Scheme 5, the synthesis combines a Suzuki coupling
with a subsequent photoinduced cyclization.72 Copper-mediated
oligomerization of 1,6,7,10-tetrachloro- or tetrabromo-substi-
tuted PDIs can, in principle, give graphene-like ladder
polymers.73�75 Oligomeric derivatives, including systems con-
taining two, three, or four PDIs (with varying degrees of
dehalogenation of the open bay positions of the terminal PDI
units), have been isolated in low yields from reactions of this
type. As shown in Scheme 6 for the case of the trimeric species,59

different structural isomers are possible; however, in both
trimeric and tetrameric systems isomers have been successfully
separated using HPLC.
Substitution in Other Positions. Syntheses of 2,5,8,11-sub-

stituted PDIs have not been reported until very recently, when
ruthenium-catalyzed C�H bond activation was found to be
effective for direct arylation76 or alkylation77 of perylene diimides
at these positions, as illustrated in Scheme 7. The introduction of
alkyl groups at these positions significantly enhances the solid-
state fluorescence quantum yield relative to those of unsubsti-
tuted analogues. Good solubility in organic solvents can also be
achieved and, in contrast to solubilization through bay substitu-
tion, is not accompanied by serious distortion of the PDI cores
from planarity;77 this feature may be beneficial for applications in
solution-processed OFETs where strong π�π stacking can lead
to effective electronic coupling between molecules. Both elec-
tron-rich and electron-poor aryl groups can be incorporated in
satisfactory yields. More recently, 1,2,5,6,7,8,11,12-octachloro-
perylene-3,4:9,10-tetracarboxylic acid diimide was synthesized in
high yield by chlorination of PTCDI in chlorosulfonic acid at
80 �C, as shown in Scheme 8. However, due to the limited
solubility of this material, multiple recrystallizations and gradient
sublimation were necessary to obtain material with sufficient
purity for OFET applications.78

3. PHYSICAL PROPERTIES OF PDIS

3.1. Absorption and Fluorescence. In the absence of aggre-
gation effects, the lowest energy electronic transitions of typical
N,N0-dialkyl or diaryl PDIs without substituents on the perylene

Scheme 5. Preparation of Pyridine-Annulated PDIs
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core are strong vibronically structured absorptions with maxima
at ca. 525 nm and peak absorptivities approaching 105 M�1 cm�1.
Figure 3 shows a typical example, along with the corresponding
fluorescence spectrum, which typically exhibits only a small Stokes

shift and appears as a mirror image of the absorption spectrum in
solvents such as toluene and chloroform.5 In many cases, the
fluorescence quantum yields are almost unity (see Table 1 for
examples), and the singlet excited-state lifetimes are rather long
(approximately 4 ns in common organic solvents).5,12,26,45,79

These long excited-state lifetimes have been exploited in two-
photon-induced optical-limiting applications in the NIR.29,80

INDO calculations indicate that the S0fS1 transition is well
described as a HOMOfLUMO excitation.81 The DFT-calcu-
lated HOMO and LUMO of a simple PDI are shown in Figure 4
and similar to those previously obtained using a variety of
computational methods (for example, the H€uckel orbitals
shown in ref 4). The symmetries of these orbitals mean that
the optical transition is polarized along the long molecular
(N�N) axis. The orbitals also show that the nitrogen atoms
are located on nodal planes of both HOMO and LUMO;
accordingly, the effects of imide substitution on the frontier
orbital energies are expected to be inductive in nature and,
therefore, similar for both HOMO and LUMO, leading to little
change in the optical properties. This is indeed the case;
absorption and emission maxima generally vary by ca. <5 nm
with variation ofN,N0 aryl or alkyl substituents.45 The spectra of
benzoimidazole-annulated derivatives, such as those shown in
Scheme 2, are, however, significantly bathochromically shifted
relative to those of simple PDIs, consistent with more extensive

Scheme 7. Preparation of 2,5,8,11-Substituted PDIs

Scheme 8. Preparation of 1,2,5,6,7,8,11,12-Octachloro PDI

Figure 3. UV�vis absorption (solid line) and emission (dashed line)
spectra of a typical PDI in toluene.

Scheme 6. Preparation of Annulated Ter(PDI) Derivatives
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delocalization of the HOMO onto the terminal arylene group
shown by MO calculations.80,82

Core substitution can significantly affect both the absorption
and emission properties of PDIs. As shown in Figure 4, there are
significant HOMO and LUMO coefficients on the bay positions
(and also at the 2, 5, 8, and 11 positions); accordingly, the
HOMO is expected to be destabilized by π-donor substituents
and the LUMO stabilized by π-acceptors, leading to bathochro-
mic shifts of the spectra in either case. Although, in many cases,
steric effects imparted by bay substituents can lead to a twisting of
thePDI core, potentially leading to an hypsochromic shift, the above-
mentioned effects often dominate. For example, the absorption

and emission spectra of PDIs with 1,7-diphenoxy π-donor
substituents retain some of the vibronic structure seen for
analogous PDIs without bay substituents but are bathochromi-
cally shifted by ca. 20 and 40 nm, respectively. Accordingly, the
color of the fluorescence changes from yellow or yellow-green to
orange.5,83 Stronger π-donors, such as pyrrolidino groups,30,65

lead to even more significant shifts; 1,7-dipyrrolidino PDIs
appear dark green in both the solid sate and solution due to a
bathochromic shift of over 150 nm relative to unsubstituted
analogues. In compounds of this type, the optical transition
acquires significant amino-to-PDI quadrupolar charge-transfer
character and, accordingly, these compounds are somewhat
solvatochromic; their fluorescence quantum yields are also
significantly decreased (Table 1).5,19,65 Fluoro, chloro, and
bromo substituents lead to bathochromic shifts of only a few
nanometers, and no significant charge-transfer character is
observable,5,57,60,64 consistent with their weakπ-donor character.
Cyano substituents also lead to similar behavior, despite their π-
acceptor character, presumably due to a large energy mismatch
between the PDI- and CN-localized empty orbitals, leading to
only a small differential stabilization of the LUMO relative to that
of theHOMO. As shown in Table 1, fluorescence quantum yields
remain high for cyano derivatives.
Incorporation of extended conjugated groups in the bay

positions also generally leads to bathochromically shifted spectra.
Retention of vibronic structure is seen in the case of aryl and
arylethynyl groups bearing various para substituents varying from
π-acceptors to the moderately π-donating alkoxy group.33,34,84

Rather different spectra are seen in the case of stronger donor
substituents such as p-aminophenyl, (p-aminophenyl)ethynyl,
and oligothiophene-based moieties; these spectra consist of a
band in the range ca. 460�530 nm, often with discernible
vibronic structure, and a broad structureless band at considerably
longer wavelength (ca. 600�720 nm).33,34,84�86 Molecular orbital

Table 1. Absorption and Fluorescence Maxima, Peak Absorptivities, and Fluorescence Quantum Yields of Selected PDIs

Figure 4. Frontier orbitals of N,N0-dimethyl PDI, according to DFT
calculations.
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calculations indicate that the HOMOs of these species are
primarily localized on the donor substituents, while the LUMOs
are similar to those of simple PDIs;34,84�86 thus, the low energy
bands presumably have much stronger donor-to-PDI charge-
transfer character than those of the bis(pyrrolidino) species,
while the higher energy vibronically structured bands are likely to
be PDI-localized transitions. Similar spectra are also observed for
alternating conjugated donor�acceptor polymers based on PDIs
linked by various oligothiophene-type bridges through their bay
positions.16,27,68,87�89 Compounds of this type also exhibit rather
low fluorescence quantum yields84�86 and short excited-state
lifetimes.33,85,86

The electronic nature of aryl substituents in the 2,5,8,11-
positions also has a significant impact on the optical properties of
PDIs.76 For example, a PDI with p-(N,N-dimethylamino)phenyl
groups in the 2,5,8,11-positions exhibits a broad band around
600�700 nm. Moreover, the fluorescence quantum yields of
2,5,8,11-donor-substituted PDIs are much lower than the parent
PDIs (for example, approaching zero for a tetrakis(p-(N,N-
dimethylamino)phenyl)-substituted example and close to unity
for an unsubstituted analogue).76

Annulation of the perylene core can have a variety of effects
on the optical properties of PDI-related species: relative to the

spectra of simple PDIs those of coronene diimides are significantly
hypsochromically shifted,70,90 those of the pyridine-fused species
shown in Scheme 5 are essentially unaffected,72 and the spectra of
the ladder oligomers shown in Scheme 6 are complex with the
lowest energy transitions being significantly bathochromically
shifted.74,75

As noted in previous sections, PDIs are prone to π-stacking. In
solution, such aggregation effects typically lead to changes in the
vibronic structure of absorption and fluoresence absorption
bands. In the spectra of nonaggregated PDIs with only N,N0
substituents (such as that shown in Figure 3), the ratio of the
absorptivity of the 0,0 band at ca. 527 nm to that of the 0,1
vibronic band at ca. 490 nm is greater than 1.6;91 aggregation
causes a significant decrease in this value and also has similar
effects on the emission.12,91,92 As a consequence of the propen-
sity for aggregation, the optical properties of PDI-based dyes,
including both simple dyes and bay-substituted examples, are, in
general, strongly dependent upon concentration and on envir-
onmental conditions such as solvent polarity and temperature.
The two-photon absorption (2PA) spectra of PDIs and related

chromophores have also been examined.33,80,82,93 In general, the
spectra are dominated by the onset of rather strong 2PA (cross-
sections >1000 GM; 1 GM = 10�50 cm4 s (photon)�1) as the

Figure 5. 2PA cross-sections for some PDIs measured in dichloromethane containing 10% using the fs Z-scan technique.80,82,93

Figure 6. One-photon absorption (lines) and 2PA spectra (lines with data points) of two bay-substituted PDI derivatives (5 (blue) and 6 (red)) in
solution (toluene); the 2PA spectra were recorded using the two-photon-induced fluorescence method. Reprinted with permission from ref 33.
Copyright 1994 American Chemical Society.
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photon energy approaches that of the lowest energy one-photon
transition, suggesting that a two-photon-allowed state lies at an
energy close to twice that of the one-photon state. This small
detuning energy between the photon energy and one-photon
state energy can largely explain the large cross-sections observed
for these compounds. Simple PDIs (1 and 2 in Figure 5),
benzoimidazole-annulated examples (3 and 4 in Figure 5), and
1,(6)7-di(phenylethynyl) derivatives (5 and 6 in Figure 6) all
show peaks or shoulders corresponding to excitation into a state
at ca. 1.5 times the energy of the low-lying one-photon
state;33,80,82 however, the cross-sections for this feature vary with
the details of the structures, values of ca. 1000, 4000, and 200GM
being reported for examples of these three classes of compounds,
respectively. Compounds 3 and 4 both show large cross-sections
over a relatively wide spectral region; overlap with their excited-
state absorption spectrum allows their use for optical limiting at
ca. 770 nm.80 Compounds 5 and 6 also show well-defined 2PA
maxima at much longer wavelengths (peak cross-sections of
100�150 GM at ca. 900�960 nm).33

3.2. Redox Properties. Electrochemical data for some repre-
sentative PDIs are summarized in Table 2.5,64,65,94,95 As shown in
Table 2, for typical simple N,N0-dialkyl or diaryl PDIs without
core substitution two reversible reduction waves (at ca.�1.0 and
�1.2 V vs FeCp2

þ/0) and one reversible oxidation wave (at ca.
þ1.2 V) can be observed in appropriate organic solvents. The
identity of the N,N0 substituents has little effect on the redox
potentials; even replacing N,N0-diphenyl substituents by

electron-withdrawing N,N0-di(pentafluorophenyl) groups in-
creases the ease of reduction by only 0.11 V.5,20 As with the
effects of these substituents on optical data, their moderate effect
on redox potentials can be related to the location of the imide
nitrogen atoms on a nodal plane in the LUMO (and HOMO)
(see Figure 4), the orbital energies being modified by inductive
effects relayed via the imide nitrogen atoms. Conversely, sub-
stituents on the core can have pronounced effects on the redox
potentials.5,10,18,66 For example, PDIs with strongly electron-
withdrawing cyano or fluoro substituents in the bay positions are
0.3�0.4 V more easily reduced than analogues without bay
substituents and are also less readily oxidized;5,64 these changes
in redox properties are primarily due to the inductive effect of
these groups on the frontier orbitals, both of which have
significant coefficients on the directly attached carbon atoms.
Derivatives with π-donating pyrrolidino substituents in the bay
positions are some 0.3 V less readily reduced and ca. 1.0 V more
readily oxidized than analogues without bay substituents.5,65,94

PDI derivatives with arylethynyl bay substituents are generally
slightly more readily reduced compared to unsubstituted per-
ylene diimides, regardless of whether the aryl groups bear
π-donor or π-acceptor groups, indicating some delocalization
of the LUMO onto the conjugated substituents.33

Substituents in the 2,5,8,11-positions also significantly affect
the redox properties of PDIs.76 In general, electron-donating aryl
groups lead to a cathodic shift of the reduction potential while
acceptors make cause an anodic shift of the reduction potential.

Table 2. Half-Wave Redox Potentials (V vs Ferrocenium/Ferrocene) for Some PDIs

a Presumably correspons to triarylamine-based oxidation, rather than being PDI-centered.



2395 dx.doi.org/10.1021/jo2001963 |J. Org. Chem. 2011, 76, 2386–2407

The Journal of Organic Chemistry PERSPECTIVE

For example, incorporation of p-(N,N-dimethylamino)phenyl
groups on the 2,5,8,11-positions leads to afirst reduction potential at
around 0.2 eV less reducing potential than that of the parent
PDIs.76On the other hand, a p-(trifluoromethyl)phenyl analogue is
around 0.17 eV more readily reduced than the parent PDI.76

The optical spectra of the radical anions and the dianions
formed by reduction of PDIs are generally well-characterized. In
part, this is due to the reasonable stability of these species and the
ease with which they can be generated; for example, PDI anions
have been generated through photoreduction in presence of
triethylamine,96 electrochemical reduction,97 by platinum-cata-
lyzed reduction with hydrogen,98 and using cobaltocene.33 In
addition, as discussed below, PDI derivatives are widely used in
transient absorption studies of photoinduced electron-transfer
(see below), and anion and dianion spectra can give insight into
the origin of features observed in the transient spectra. The
absorption spectra of a neutral PDI and its chemically generated
anion and dianion are shown in Figure 7 (radical anions of PDIs
such as this also typically exhibit a third transition at still longer
wavelength, not shown in Figure 7). The peak molar absorption
coefficient for the PDI radical anion at 713 nm is ca. 1.0 � 105

M�1 cm�1, while the dianion shows an absorption coefficient of
ca. 1.0 � 105 M�1 cm�1 at the 546 nm peak. As with neutral
PDIs, substituents at the imide positions have limited impact on
position and strength of the anion absorption spectra, while
substituents in the bay region cause considerable change in the
band shapes and peak positions.31,33,98 Nonetheless, the radical
anion spectra of a wide variety of PDI derivatives are typically
recognizable due to the presence of three relatively sharp
transitions in the visible to NIR region, enabling one to readily
follow the dynamics of electron-transfer processes in functiona-
lized PDIs using transient-absorption techniques.31,99,100

3.3. Solid-State Structures and Self-Assembly. The molec-
ular packing behavior of PDIs in the solid state has been
extensively studied since the early 1980s in order to understand
how to control the colors of PDI pigments for industrial
applications.1,4,5 Crystal structures reveal that the flat PDI cores
generally form π-stacks in which the principal axes of the
molecules are parallel to one another and in which the interplane
distance is ca. 3.4 Å, similar to the interlayer distance in
graphite.5,17,101,102 Substituents at the imide positions can sig-
nificantly affect the stacking behavior, including the longitudinal
and transverse offset between the neighboring dyes in the solid
state, significantly influencing the intermolecular interactions of

the π-systems in the crystal lattice and so leading to colors in the
solid state varying from red to nearly black.5,103 On the other hand,
bay substitution often causes a distortion of the π-systems from
planarity due to intramolecular steric interactions; this often
significant disrupts the π-stacking of PDIs, especially in the solid
state.13,78,104 More recently, the packing of solid PDIs has also
been studied in the context of organic electronics applications (see
below), where good intermolecular orbital overlap is related to
charge-carrier mobility.78,105Moreover, as discussed in section 4.1,
the manner in which N,N0-substituents fill space in the structure
has also been used to explain the air-stable electron transport
observed in PDIs with fluoralkyl imide substituents.20,106

Another area of increasing interest focuses on the supramole-
cular organization of PDI derivatives using interactions including
π�π stacking, hydrogen bonding, and/or metal�ligand-coordi-
nation to form functional molecular architectures.5,107,108 New
materials with interesting optical and electrical properties have
been demonstrated by M€ullen, W€urthner, Meijer, and others
using PDI-based materials.4,100,107,109�111 Examples of metal-
coordination-directed and hydrogen-bonding-directed self-
assembly in forming PDI-based supramolecular structures are
shown in Figure 8.110,112,113 Currently, nanostructures and even
larger assemblies with appealing physical chemical and/or bio-
logical properties have become accessible using functionalized
PDIs. More importantly, the use of supramolecular organization
in preparing such nanoarchitectures from relatively simple
molecules is potentially less time-consuming relative tomultistep
organic synthesis as a route to functional materials. An excellent
in-depth discussion of the supramolecular organization of PDIs
by W€urthner can be found in the literature.5

3.4. Photoinduced Electron Transfer. Photoinduced electron-
transfer (ET) reactions involving PDIs, primarily as electron
acceptors, have been widely studied. Both intermolecular ET
between PDI-based acceptors and electron donors, such as
polythiophenes, and intramolecular ET within covalently linked
donor�PDI molecules have been extensively studied using
transient absorption spectroscopy,8,19,31,34,114 typically taking
advantage of the easily identifiable radical-anion or dianion
absorptions of PDIs discussed in section 3.2. Such research
provides insight into the fundamental physical chemistry of
photoinduced electron-transfer, as well as being relevant to the
development of technologies utilizing photoinduced ET to PDI-
based materials, such as OPVs34,85,114 and charge-transfer-based
optical limiting.30

Figure 7. PDI anion and dianion absorption in ethanol (containing 1 � l0�4 M tetramethylammonium hydroxide) obtained by controlled reduction
with H2 in the presence of Pt. Reprinted with permission from ref 98. Copyright 1989 American Chemical Society.
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Photoinduced ET in systems containing porphyrins and PDIs
has been extensively studied, especially byWasielewski and Lindsey
in the 1990s.31,32,94,100,115 Figure 9 shows a donor�acceptor�donor
(D�A�D) compound 7 containing a PDI and two porphyrin
moieties reported byWasielewski and co-workers in 1992.31 The
growth and decay of a PDI radical-anion absorption (observed at
ca. 713 nm via transient absorption spectroscopy) indicates that
photoexcitation of the porphyrin moieties at 585 nm results in
the formation of a Dþ�A��D charge-separated state with a rate
constant of 1.1 � 1011 s�1 and that subsequent charge

recombination occurs with a rate constant of 9.1 � 109 s�1.
Further excitation of this molecule with much higher intensity
irradiation at 580 nm can result in the formation of a
Dþ�A2��Dþ doubly charge-separated state, as demonstrated
by the observation of a PDI dianion absorption at ca. 546 nm in
transient absorption spectra, the rate constants for both charge-
separation (5.6 � 109 s�1) and charge-recombination rates
(2.2 � 108 s�1) being much lower than for the singly charge-
separated state. Since the radical anion and dianion show quite
different absorption behavior (see also Figure 7), the triad

Figure 9. Example of a porphyrin�PDI�porphyrin triad.

Figure 8. Metal-coordination-directed (left) and hydrogen-bonding-directed (right) self-assembly in forming PDI-based supramolecules.
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could serve as a light intensity-dependent optical switch; such
processes could serve as models for biexcitonic states

that are being discussed in the context of photovoltaic
systems.31

Figure 10. Chemical structures of tetrakis(PDI)-substituted zinc tetraphenylporphyrin and a model compound.

Figure 11. Chemical structures of two bis(porphyrin) PDI with conjugated linkers.
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The tetrakis(PDI)-substituted zinc tetraphenylporphyrin shown
in Figure 10 self-assembles in solution into nanoparticles with an
average of 12 molecules in each nanoparticle.100 Photoinduced
ET within these particles occurs with near-unity efficiency with a
rate constant of 3.1 � 1011 s�1, while the resultant charge-
separated state recombines with a rate constant of 1.4 � 108 s�1.
The photoinduced charge-separation rate is ca. 4 times greater
and charger recombination of the particles is ca. 1.4 times slower
than those for 9, the mono-PDI-functionalized zinc porphyrin
model compound (also shown in Figure 10). The transient-
absorption spectra of the photogenerated PDI anion in the
nanoparticles are broader and lower in peak intensity (ca.
720 nm) than those for the model compound; it was suggested
that this might be due to the delocalization of the negative charge
from PDI� onto the other PDI units that were within van der
Waals distances in the nanoparticles.100 It is worth noting that
possible role of (PDI)n

� species in stabilizing the charge-
separated state could potentially be explored for other applica-
tions such as OPVs and optical power limiting where charge-
separated states with longer lifetimes can play a useful role.
Research on the photophysics of the porphyrin�PDI materi-

als with conjugated linkers has also been conducted.115,116

Electronic coupling between the porphyrins and PDI is not very
strong in triad 10 as evidenced by its optical and redox properties,
likely due to a substantial twist angle between the phenylene
spacer and the PDI and/or porphyrin units. Both the photo-
induced charge-separation and recombination rates in toluene

(with 1% pyridine) are quite fast (rate constants of 1.0� 1011 s�1

and 1.3� 1010 s�1, respectively). UV�vis�NIR absorption spectra
and transient absorption spectra suggest that the recently studied
bay-ethynylene-linked porphyrin�PDI�porphyrin triad (11)
shown in Figure 11116 is characterized by considerably stronger
donor�acceptor interaction than the weakly coupled species
shown in Figures 9 and 10 or than triad 10. A transient state,
which was suggested to have significant charge-transfer character,
was formed within 10 ps of photoexcitation (at a variety of
vis.-NIR wavelengths) and had a lifetime of ca. 290 ps, the
lifetime being slightly longer than that of the charge-separated
state formed by triad 10 and 731,115 but shorter than those in
some other alkyne-bridged bis(donor) PDI systems reported in
literature.19,33

Photoinduced processes in donor�PDI systems other than
porphyrin-PDI conjugates have also been well studied. Photo-
excitation of a dyad composed of a zinc phthalocyanine (ZnPc)
and PDI (12, Figure 12)35 afforded the triplet excited state
(ZnPc�3PDI*), whereas the photoexcitation of 12 in the pre-
sence of Mg2þ was reported to lead to the efficient (quantum
yield of 72%) formation of a state with a rather long lifetime of up
to 240 μs; this was considered by the authors to be a charge-
separated state (ZnPcþ�PDI�/Mg2þ) in which the PDI radical
anion forms a complex with Mg2þ and which is lower in energy
than the ZnPc�3PDI* state. The absorption band attributed to
the ZnPcþ�PDI�/Mg2þcomplex (λmax = ca. 500 and 550 nm)
is significantly shifted from that of an isolated PDI radical anion

Figure 12. Chemical structures of PDI-based systems studied by transient absorption with substituents other than porphyrins.
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(λmax = ca. 720 nm); there is, however, no direct evidence for the
formation of the proposed complex.35 Photoexcitation of a more
strongly coupled Pc�PDI�Pc triad 13 (Figure 12) produces
only a charge-separated state with lifetime of ca. 0.5 ns, with no
evidence for formation of PDI triplets19 (the triplet�triplet
absorption spectrum of typical PDIs exhibits a peak at ca.
500 nm12) being seen in the transient absorption spectra.
Another type of bis(donor)-PDI compound, 14, with strong
electronic coupling between the triphenylamine-based donors
and the PDI moiety, also exhibits rapid (ca. 10 ps) photoinduced
formation of a state that exhibits a PDI�-like spectrum, indicating
considerable charge-transfer character, and a ca. 2 ns lifetime;
however, variation of the details of the structure of the amine
donor group leads to wide variation in the excited-state lifetimes
(82 ps to 2.1 ns).33 Efficient photoinduced charge transfer also
occurs in PDI�(Mg)oxochlorin (PDI�MgOx, 15) with oxo-
chlorin-to-PDI electron transfer occurring in high yield (>90%)
in solution. The charge-separated state for 15 has a lifetime
longer than 1 ns in both toluene and benzonitrile. The pathway
for the generation of PDI��MgOxþ from the excited PDI species
involves both hole transfer and energy transfer to the oxochlorin,
the latter process is then followed by ET from MgOx* to PDI.
The overall yield of MgOx-to-PDI ET was found to be ca. 70%
and 85% in toluene and benzonitrile respectively.117,118 Very
recently, the photoinduced charge transfer of dyad 16 (TEMPO-
PDI)119 was studied by Wasielewski and co-workers. It was
found that efficient ET occurs in 16 to generate PDI radical anion
on excitation of the PDI in THF with charge-separation and
recombination rate constants of 8.3 � 1011 s�1 and 2.2 � 108

s�1, respectively. However, intersystem crossing occurs with a
rate constant of 2.2 � 1010 s�1, generating TEMPO�3PDI*
following PDI excitation in toluene. The solvent-dependent quench-
ing mechanisms of 16* were attributed to the different free
energies of the ET reaction of 16* in different solvents (�0.81 eV
in THF and �0.31 eV in toluene).119,120

In general, photoexcitation of weakly coupled donor-PDI
systems generates relatively long-lived charge-separated states,
with PDI radical anions and/or dianions showing strong absorp-
tion band peaks at ca. 720 nm and/or 550 nm, respectively.12,31

Because PDIs without chemical modification at the bay positions
exhibit high linear transparency in the NIR, these photogener-
ated ions could potentially be utilized for optical-limiting appli-
cations at wavelengths at which the radical anion absorbs strongly
if appropriate molecular donors are chosen in building up the
donor-PDI conjugates.121�123 However, to our knowledge, there
are no reports on using photogenerated PDI radical-ion absorp-
tion for optical-limiting applications with donor-PDI type mate-
rials or blends of PDI and donors, perhaps due to the challenge of
obtaining long-lived charge-separated states (>1 ns) together

with sufficient ground-state absorption or two-photon absorp-
tion (2PA) in the same spectral range as that in which PDI anions
absorb.

4. PDIS IN ORGANIC ELECTRONICS

4.1. OFETs. PDIs are attractive candidates for use as the active
layer of n-channel field-effect transistors; their relatively exergo-
nic electron affinities (using electrochemical data one can estimate a
value of ca. �3.9 eV for simple N,N0-dilkakyl or diaryl PDIs
without core substitution in the solid state)5,10,18,124 suggest the
possibility of facile electron injection and, therefore, potentially
low threshold voltages; the ability for some examples to form
highly ordered π-stacked structures suggests the possibility of
high charge-carrier mobilities; and the range of structural mod-
ifications that can be made through imide and bay positions can
be used to tune electronic andmorphological properties. n-Channel
field-effect transistors were fabricated using the related anhydride
PTCDA (Figure 1) by Ostrick and co-workers in 1997: electron
mobilities measured in bottom-contact devices were found to
be ca. 10�4 cm2 V�1 s�1 when the devices were operated in
vacuum.125 PDI-based transistors were first demonstrated by
Horowitz and co-workers in 1996 using vacuum-deposited 17
(Figure 13) as the active material and gave electron mobilities of
10�5 cm2 V�1 s�1.126N,N0-Alkyl-substituted PDIs (18 and 19 in
Figure 13)127,128 were also investigated as electron-transport
materials in OFETs. Malenfant and co-workers reported that
bottom-contact devices using films from vacuum-deposited 18
(substrate temperature kept at 50 �C) showed electron mobi-
lities of 0.6 cm2 V�1 s�1 with Ion/Ioff > 105 in vacuum. However,
these devices required very high gate voltages for operation, and
the threshold voltage was very high (ca. 75 V). An electron
mobility of 2.1 cm2 V�1 s�1 with Ion/Ioff = 4.2� 105 was recently
reported by Tatemichi and co-workers for devices based on 19;
the authors attributed the high electron mobilities to the
improvement of the crystallinity of 19 in films after thermal
annealing at 140 �C.127 Recently, Oh and co-workers utilized the
fluoroalkyl-substituted PDI 20 in vacuum-deposited OFETs.
The electron mobilities of these devices were as high as
0.72 cm2 V�1 s�1 in vacuum and 0.51 cm2 V�1 s�1 in air. There
was no obvious change in Ion/Ioff (ca. 106) for transistors
measured in vacuum and air.6,106

N,N0-Bis(pentafluorophenyl)-substituted PDI 23 and related
compounds (21 and 22) developed by Chen and co-workers
were demonstrated to be good, air-stable materials in n-channel
OFETs.129 The electron mobilities of OFETs based on 21, 22,
and 23 were found to be 0.011, 0.026, and 0.042 cm2 V�1 s�1,
respectively, in ambient atmosphere. These values were reduced
by only 5�25% from those measured in vacuum. As discussed

Figure 13. Some PDI derivatives used for OFET applications.
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above, the electrochemical properties, and therefore presumably
the electron affinities, of these fluorinated-PDI-based materials
are quite similar to their nonfluorinated counterparts (estimated
EAs only ca. 0.1 eVmore exergonic); the improved air stability of
theOFETs has, therefore, been attributed to the better molecular
packing of the fluorinated-PDIs in vacuum-deposited films, with
fluorinated substituents effectively preventing the penetration of
oxygen and water.20 A similar explanation has also been applied
to the air stability of devices based on 20.
PDIs with substitutions in the bay positions have also been

studied as active materials in n-channel OFETs. Dicyano-sub-
stituted perylene diimides 24 and 25 (Figure 14) developed by
Jones and co-workers exhibit considerably more exergonic
estimated electron affinities, as well as high solubility. The
electron mobilities in top-contact devices were found to be 0.1
and 0.64 cm2 V�1 s�1 and Ion/Ioff values of ca. 10

5 were found
using vacuum-deposited films from 24 and 25, respectively, in
ambient atmosphere. Top-contact devices fabricated from drop-
cast films were also found to be air stable and exhibited mobilities
up to 10�3 cm2 V�1 s�1 for these devices.10,18 Bay-halogenated
PDIs 26 and 27 were recently investigated by the same group. It
was found that devices of these materials operated in ambient
atmosphere showed similar performance as thoseoperated in vacuum,
although the electron mobilities (ca. 10�4�10�5 cm2 V�1 s�1)
were much lower than those of 24 and 25 in similar device
geometries. One possible explanation for the poor device per-
formance is the nonplanarity of PDI cores and consequently poor
π�π stacking in thesematerials.6,105 However, another tetrachloro-
substituted perylene diimide (28) was found to have a charge-
carrier mobility of 0.14 cm2 V�1 s�1 using the pulse-radiolysis
time-resolved microwave conductivity technique (PR-TRMC),130

which suggests that these types of materials might still be good
candidates for transistor applications if the film morphology
could be well controlled.131 In order to reduce the steric effects
from bay halogen substituents, materials with fluorine in the bay
positions were also examined; the electron mobilities of
vacuum-deposited films of 29 and 30 were found to be 0.34
and 0.031 cm2 V�1 s�1 with Ion/Ioff >105 in ambient atmo-
sphere, with the higher mobility of the 23-based device being
attributed to a smaller distortion of the PDI core from
planrity.57,58 Recently, PDIs with perfluoralkyl chains in the
bay positions, 31 and 32 (Figure 14), were developed by Li
and co-workers; 32 showed electron mobilities up to 0.052
cm2 V�1 s�1 with Ion/Ioff = 8� 106 under ambient conditions,
with these values being little different from those measured in
vacuum. The electron mobility of 31 was only 0.005 cm2 V�1

s�1 with Ion/Ioff = 4 � 103. However, the turn-on voltage for
devices from 31 was 4.7 V, ca. 10 times lower than that for
devices from 32.132

Recently, wet-processing of high-mobility PDIs has been inves-
tigated; some of the materials examined are shown in Figure 15. A
columnar liquid-crystalline (LC) material 33 was found to
exhibit charge mobility of 0.1 cm2 V�1 s�1 in the LC phase
(ca. 220 �C) and a charge-carrier mobility as high as 0.2 cm2 V�1 s�1

in the crystalline phase using PR-TRMC.133 In 2005, a room-
temperature columnar LC material 34 was reported to exhibit
electron mobilities as high as 1.3 cm2 V�1 s�1 under ambient
atmosphere using the steady-state space-charge-limited current
technique; this electron mobility is higher than that of amor-
phous silicon. However, electron mobilities of the material
measured using other techniques were low, presumably in part
reflecting difficulties in achieving the required alignment of the

Figure 14. Bay-substituted PDI derivatives used as electron-transport materials.
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π-stacked columns with respect to the substrate.9,134 Field-effect
transistors using highly ordered Langmuir�Blodgett films
formed by compound 35 have been fabricated and studied by
Wang and co-workers; within the top-contact devices, the
molecules kept the desired face�face π-stacking configuration,
and the electron mobilities were found to be as high as 0.05
cm2 V�1 s�1 with Ion/Ioff > 103.135 PDI-based D�A conjugated
polymers such as 36 have also been investigated as electron-
transport material in OFETs; spin-coated films of 37 were found
to exhibit electron mobilities as high as 0.013 cm2 V�1 s�1 with
Ion/Ioff > 104 in top-contact OFETs under nitrogen. The electron

mobility of this material is among the highest value reported in
conjugated polymers to date.16 The concept of using rylene
diimide-donor polymers as electron-transport materials
has been further developed by Facchetti and co-workers, and
an OFET electron mobility approaching 1 cm2 V�1 s�1 has
recently been reported for a naphthalene diimide-bithiophene
polymer.88,136 Side chain polymers 37 and 38 with PDI pendants
have also been investigated as electron-transport materials in
OFET devices; electron mobilities of 1.2 � 10�3 cm2 V�1 s�1

with Ion/Ioff > 104 were reported for polymer 37 when spin-
cast films were thermally annealed at 210 �C for 60 min in

Figure 15. Some solution-processable PDI-based electron-transport materials.

Table 3. Performance of Bilayer Solar Cells Containing PDI-Based Acceptors

devices Voc/V Jsc/mAcm�2 FF PCE/% ref

ITO/CuPc/3/Ag 0.45 2.3 0.65 1.0 142

ITO/DMP/H2Pc/Au
a 0.54 0.94 0.48 0.29 144

ITO/DMP/ClAlPc/Aga 0.31 1.71 0.41 1.21 145

ITO/CuPc/3/BCP/Ag N.A. N.A. 0.54 2.4 143

ITO/PEDOT-PSS/pentacene/13/BCP/Ag 0.40 5.0 0.64 1.6 148

ITO/3/MEH-PPV/Au 0.56 2.4 0.29 0.40 147

ITO/3/PPAV-HH-PPV/Au 0.48 2.5 0.28 0.33 147
aDMP is Pigment Red 179, N,N'-dimethyl PDI, which is shown in Figure 2.
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bottom-contact OFETs. Similar device performance was achieved
for 38 at 360 K using top contacts.52,137

4.2. SolarCells.PDIs are attractive as potential electron-transport
materials for use in organic solar cells due to the high electron
mobilities possible (see section 4.1) and their exergonic electron
affinities (ca.�3.9 eV for simple PDIs98), which are appropriate for
use in combination with many commonly used donormaterials and
which are similar to those of the fullerenes widely used as acceptors
in bulk-heterojunction solar cells.138�141 Moreover, the functiona-
lization chemistry of PDIs is more easily accomplished than that of
fullerene-based acceptors,5,26,45while their strong and tunable visible
absorptions offers the possibility of use as light-absorbing materials
rather than purely transport materials.26,45 Indeed, the first bilayer
organic solar cells, which were reported by Tang in 1986, utilized a
benzoimidazole PDI derivative (3, Figure 5) as the acceptor and
copper phthalocyanine (CuPc) as donor (ITO/CuPc/3/Ag). The
power conversion efficiencies (PCEs) of the devices approached
1%.142 Subsequently, Pc and PDI derivatives have been commonly
used in thin-film organic solar cells.143�145 Recently, following
Tang’s basic device structure, external PCEs of 2.4% have been
demonstrated within a thin-film solar cell in which the incident
photons could pass through the light-absorbing organic layers
multiple times to avoid the mismatching of exciton diffusion length
and optical absorption length.143 In these devices, the incorporation
of an exciton-blocking layer (of bathocuproine, BCP)143 between
the organic layers and the metal cathode is reported to play
an essential role in preventing damage during the cathode
deposition146 and in eliminating exciton quenching at the organic/
metal interface.104 Inverted bilayer solar cells with a structure
consisting a spin-cast hole-transporting conjugated polymer, such
as (poly(2-methoxy-5-(20-ethylhexyloxy)-1,4-phenylenevinylene)

(MEH-PPV) and (poly(phenylimino-1,4-phenylene-1,2-etheny-
lene-2,5-dihexyloxy-1,4-phenylene-1, 2-ethenylene-1,4-phenylene)
(PPAV-HH-PPV), on top of an insoluble 3 electron-transport layer
show PCEs of ca. 0.4%.147 Furthermore, ITO and Au electrodes
weremodified with indium andPEDOT:PSS, respectively, resulting
in significantly improved solar-cell efficiencies Moreover, the utiliza-
tion of the wide range of absorption by exciton confinement could
remarkably improve the PCEs of these cells up to 2%.147 Bilayer
organic solar cells containing vacuum-deposited PDI-based accep-
tors and organic small molecular donors such as pentacene148 and
rubrene129 can afford PCEs up to 2% after optimization of device
structures. Some of these achievements are summarized in Table 3.
More limited progress has been achieved with wet-processed

bulk-heterojunction solar cells incorporating PDIs than with
PDI-based vacuum-deposited layered solar cells. While the
causes for the low PCEs achieved to date are not clear, it has
been suggested that formation of micrometer-sized (or even
larger) PDI-based aggregates in the blend films could lead to
incomplete exciton dissociation.26 On the other hand, transient-
absorption studies of blends of poly(thiophene)s such as poly(3-
hexylthiophene) (P3HT) and a PDI small molecule (34, as
shown in Figure 15) indicates greater yields of free carriers than
in analogous blends with PCBM as the acceptor, suggesting
exciton dissociation can, at least in some cases be reasonably
efficient,114 and that perhaps that collection of these charges is
the limiting factor. Solar cells composed of blends of PDIs and
P3HT exhibit low PCEs (typically below 0.05%). Recently, by
using an asymmetric PDI derivative (39), PCEs as high as 0.37%
have been demonstrated for a P3HT:PDI blend; device perfor-
mance could be further enhanced in the presence of the
compatibilizer (40 as shown in Figure 16), and optimized solar

Figure 16. Some materials used in solution processable solar cells incorporating PDI derivatives.
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cells afforded a PCE of 0.55% and were shown to contain smaller
PDI domains in the active layer.149 M€ullen and co-workers found
that efficiencies of such devices could be greatly improved when
P3HT was replaced with a poly(2,7-carbazole)-based donor (41,
as shown in Figure 16).150 The best photovoltaic device exhibits
an external quantum efficiency (EQE) of 16% when irradiated at
490 nm, with overall PCEs of ca. 0.6% under AM 1.5 irradiation;
scanning electron microscopy (SEM) of 41:42 blend films
demonstrated the formation of more favorable phase separation
(with smaller domains) than in P3HT/PDI blends.150 Although
these are among the best reported PCE and EQE values for solar
cells using polymer/PDI blends, they are still much lower than
those from devices fabricated using polymer/PCBM blends.
Blends of columnar discotic LC donor (43, Figure 16) with 42
exhibit vertically segregated 43 and 42 domains in thin-films with
large interfacial surface areas. Devices using a such blend
exhibited an EQE up to 34% when irradiated at ca. 490 nm and
an overall PCE ca. 2% under AM 1.5 irradiation.25 Very recently,
solar cells using a blend of 44 and a small-molecular donor (45,
Figure 16) gave overall PCEs approaching 3% under AM 1.5
irradiation.151 Both donor and acceptor materials contribute to
the photocurrent in this device, contributing to a high short-circuit
current density (JSC, 6.6 mAcm

�2). Another factor contributing to
the device performancemay be due to the relatively balanced charge
transport in the devices (hole and electron mobilities of ca. 1.0 �
10�4 cm2 V�1 s�1 and 4.6� 10�4 cm2 V�1 s�1, respectively). The
charge-carrier mobilities for these high-efficiency solar cells151 are
actually quite close to those seen in P3HT:PCBM blends.152

One of recent promising approaches for photovoltaics is to use
self-organizing or supramolecular materials to control the thin-
film nanomorphology of the photoactive layer in devices.153 The
self-assembly of a block-copolymer (BCP) in which a block
contains an electron donor and another block contains an
electron acceptor can in principle give microphase separation
to produce a highly regular nanometer-scale structure sponta-
neously during film preparation, which would be desirable for
cost-effect device fabrications.153 Thelakkat and co-workers re-
ported such donor�acceptor diblock copolymers (Figure 17)
with PDIs and triarylamines as electron-transport and hole-
transport moieties, respectively, and were able to achieve spon-
taneous microphase separation to give desirable domain sizes
(ca. 10 nm). Use of the copolymers led to an increase in the
device efficiencies by an order-of-magnitude compared with
those using a physical blend films of two homopolymers. Solar
cells using polymer 48 show the best PCEs of 0.3%; favorable
nanoscale phase separation in the bulk films being observed using

transmission electron microscopy.17,49,51,52 Periodic nanometer-
scale morphology could also successfully be accomplished using
P3HT-block-PDI copolymers (40 in Figure 16 and materials
with similar chemical structures); using these materials as the
photoactive layers in OPV cells has given PCEs of over
0.5%.50,154 The state-of-the-art for this approach using block
copolymers has some attractive advantageous oversimple poly-
mer blends, including the easy control of phase-separation on
length scales matched with exciton diffusion lengths and con-
struction of an all-in-one material with various functional com-
ponents for further performance enhancement, such as cross-
linking groups for post-treatments and dyes that can improve
solar light harvesting. However, the overall PCEs of the solar cells
with the current diblock-copolymers are still far from satisfactory
(<1%) for realistic applications.
Another group of PDI-based side-chain polymers are D�A-

type “double-cable” copolymers with electron-donating con-
jugated backbones and PDIs as pendant acceptors. The con-
jugated polymeric architecture could potentially enhance π�π
stacking interaction30,91,155,156 between the PDI pendants,
which, in principle, could stabilize the charge-separated states
as well as facilitate charge carrier migration.100 Moreover,
because of their homogeneous molecular distribution and
constant distance between the donor and acceptor building
blocks (in contrast to simple donor/acceptor material blends in
solar cells), “double-cable” polymers of such type might help
overcome the phase-separation issues commonly encountered
for physical blends and maximize the donor�acceptor interac-
tion in the solid state for more efficient photoinduced charge
separation. This could potentially benefit the preparation of
high-quality films due to better control of film morphology.
Solution-processed solar cells have been fabricated using these
materials, as shown in Figure 18, as the active layers. For
example, the PDI-grafted polycarbazole (polymer 49) gave
nearly 0.1% power conversion efficiency under simulated AM
1.5 (100 mW/cm2) in single-polymer devices.156 Solar cells
with polymer 50 in blends with PCBM show enhanced perfor-
mance compared to devices using the blend of PCBM and the
polymer without PDI pendants. Moreover, it was also found
that device performance was enhanced as more PDI moieties
were incorporated into the copolymers.155

Figure 18. Some PDI-based “double-cable” polycarbazole copolymers
used for OPVs.

Figure 17. PDI-based diblock copolymers for OPV applications.
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Recently PDI-donor-based conjugated polymers connected at
the PDI 1,6(7)-bay positions have also been used in OPV cells in
different research groups.16,27,68,157,158 Polymers (Figure 19)
have been synthesized in which PDIs are bridged by a variety
of electron donor moieties including dithienothiophene,16,27

dithienopyrrole,68,87 bithiophene,88 oligo(phenylenevinylene),157

dithienosilole,88 and triarylamine donors157 through the bay
positions. These generally showed good solubility and dramati-
cally fluorescence quenching. Additionally, the electron mobili-
ties of these kinds of polymers can be as high as 0.01 cm2 V�1 s�1

as discussed above in the context of OFETs. OPV devices using
these types of polymers in blends with appropriate polythio-
phene-based donor polymers or other donor�acceptor type
polymers exhibit PCE as high as 1.5%; these are among the best
devices using polymer�polymer blends.16,27,89 One limitation is
that, despite their broad absorption spectra, these materials
contribute little to the light-harvesting in solar cells; for example,
an EQE vs wavelength plot for a photovoltaic device based on a
dithienothiophene-PDI polymer(51) /polythiophene blend is
close to the absorption spectrum of the polythiophene itself, with
little contribution from the lower energy absorptions of the PDI-
based materials. Transient absorption spectra indicate that the
dithienothiophene-PDI exciton (which appears to have significant
charge-transfer character) has a lifetime of only several hundred
picoseconds in solution, suggesting that in the blends only a limited
number of DTT-PDI excitonsmay be able to diffuse to the interface
with polythiophenes to undergo charge dissociation.85

Recently, PDI-based light-harvesting materials functionalized
with groups such as carboxylic acid or anhydride (Figure 20) have
also been used in dye-sensitized solar cells (Gr€atzel cells)159 in
combination with different bulk inorganic semiconductors.160,161

The best reported DSSCs to date that utilize PDI-based dyes (57)
exhibit PCEs of over 2.5% with a fill factor of 0.63.161

4. CONCLUSION

The organic chemistry of PDIs has been developed so that a
wide range of substituents can be introduced in the imide or bay
positions. Variation of the substituents at the imide position
show only limited effects on themolecular-level optical and redox
properties of PDIs; accordingly, imide substitution can be used to
tune solubility, aggregation, and molecular packing in the solid
state largely independently of the molecular electronic proper-
ties. On the other hand, the spectroscopic and redox properties
can be significantly modified by introducing functional groups at
the bay (or other perylene core) positions of PDIs.

The electron-accepting properties of PDIs have been exten-
sively exploited in studied of photoinduced electron transfer and
in organic electronics. PDIs are among the best materials
examined to date for use in n-channel OFETs; high mobilities
arising from efficient π stacking and operation in air have been
demonstrated. To date, the best performance has been obtained
in vacuum-deposited devices; the relatively modest mobilities
found in solution-processed PDI devices limits their potential
application in OFETs.

Vacuum-deposited bilayer solar cells incorporating PDI-based
acceptors dyes give promising performance, suggesting that PDIs
could potentially be used in highly efficient solution-processed
bulk-heterojunction cells, although to date the performance of
solution-processed devices has been rather poor. In our view, the
causes for the poor performance of PDI bulk-heterojunction cells
are not well understood. In some cases inefficient exciton
dissociation due to unsuitable morphologies has been suggested
to play a role, yet in other cases efficient charge generation is seen
in transient absorption measurements. The strongly anisotropic
electron mobilities expected for π-stacked PDIs may mean that
obtaining efficient charge collection is more challenging than in
analogous devices using more-or-less isotropic transport materials

Figure 19. PDI-based main-chain polymers linked through the bay positions and used in OPV studies.

Figure 20. Two PDI materials used as photosensitizers for dye-sensitized solar cells.
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based on fullerenes if π-stacks are inappropriately oriented with
PDI domains. More studies aimed at developing a detailed under-
standing of the parameters affecting the photoinduced charge
separation and the charge-carrier migration in solution-pro-
cessed donor/PDI blends or in D�A type block copolymers
would be valuable. Donor�acceptor diblock or multiblock copoly-
mers are of particular promise given their ability to self-assemble
into phase-separated structures with appropriate length scales;
however, further efforts are required to obtain materials with
better performance than those examined to date, i.e., with
appropriately offset donor and acceptor energy levels, correct
orientation of PDIs with the acceptor domains to enable efficient
charge collection, and good coverage of the solar spectrum.
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