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Rational design of near-infrared dyes based on
boron dipyrromethene derivatives for applicationin
organic solar cellst

Man Zhang and Ruifa Jin @ *

With the aim to further improve the light-absorption efficiency of organic solar cells (OSCs), we have
designed a series of novel pyrrolopyrrole boron dipyrromethene (BODIPY) derivatives by replacing the
sulfur atom and introducing different fused aromatic heterocycle end-caps. The optical, electronic, and
charge transporting properties of the designed molecules have been systematically investigated by
applying density functional theory (DFT) and time-dependent DFT (TD-DFT) methodologies. The
calculated the frontier molecular orbital (FMO) energies and spectral properties showed that the
designed molecules exhibit narrower band gaps and strong absorption in the red/near-infrared (NIR)
region, which led to the higher light-absorbing efficiency. Furthermore, the calculated reorganization
energies show that the designed molecules are expected to be promising candidates for hole and/or
electron transport materials. The results reveal that the designed molecules can serve as high-efficiency
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Introduction

In recent years, near-infrared (NIR) dyes (with a wavelength
about 700 nm) have received considerable attention owing to
their wide range of applications, such as organic solar cells
(OSCs), photodynamic therapy, two-photon absorption, and
nonlinear optics." Accordingly, various NIR dyes have been re-
ported.> Among them, boron dipyrromethene (BODIPY) deriv-
atives are very promising NIR dyes because of their excellent
properties such as high molar extinction coefficient, good photo
and chemical stability, and excellent light-harvesting ability.?
Furthermore, a donor-acceptor conjugation structure (D-A) is
a general way to develop novel OSC materials with a low band
gap because this construct enables the energy and electrons to
transfer after excitation with light.* It has been reported that
D-A construct NIR dyes of BODIPY exhibit high charge sepa-
ration and recombination efficiencies.” In addition, BODIPY
derivatives possess low-lying frontier molecular orbitals (FMO)
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T Electronic supplementary information (ESI) available: Table S1: Calculated the
Jabs and Ag of parent molecule 1 by various methods with 6-31G(d,p) basis set,
along with available experimental data, Table S2: Calculated the A,ps and Aq of
PPB by various methods with 6-31G(d,p) basis set, along with available
experimental data, Table S3: The absorption wavelengths A, and f of the first
fifteen excited states for the designed compounds, Table S4: The Cartesian
coordinates of 1-8 in S, at the B3LYP/6-31G(d,p) level, Table S5: The Cartesian
coordinates of 1-8 in S; at the TD-B3LYP/6-31G(d,p) level, Fig. S1: Geometries of
PPB. See DOI: 10.1039/c8ra06940a
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red/NIR-active donor materials as well as hole and/or electron transport materials in OSC applications.

energies, including the highest occupied molecular orbital
(HOMO) and the lowest unoccupied molecular orbital (LUMO).®
The deep HOMO of donor materials assures a relatively high
open circuit potential (V). With the aim to harvest more
sunlight, the energy gaps of the designed donor materials
should been decreased, which results in an increase in the short
circuit current density (Js).” Therefore, these outstanding
optoelectronic properties of BODIPY derivatives demonstrate
that the materials containing BODIPY units are expected to be
promising candidates for donor materials with narrow band
gap and excellent light-harvesting ability for OSCs. Nowadays, to
improve the NIR-active BODIPY dyes, many strategies have been
used to red-shift the low-energy absorption band to capture NIR
solar photons through a variety of chemical modifications, such
as extending the 7-system, ring fusion/annelation, introduction
of substituents, replacement of the fluorine atoms by other
groups or the meso carbon by nitrogen (¢f. aza-BODIPY).*® It is
noticeable that the solar energy is concentrated mostly in the
NIR region. Therefore, we will focus on the light-trapping
structures of BODIPY derivatives to get the best absorption of
solar energy.

With the aim to explore a new class of NIR-active dyes for
improving the efficiency of OSCs, a series of novel NIR-active
dyes based pyrrolopyrrole BODIPY have been designed by
replacing sulfur atom and introduction of different fused
aromatic heterocycles end-cappers (Scheme 1). Furthermore, in
order to get a further insight on the relationship between
topologic structure and optical as well as charge transporting
properties, we investigated the optical, electronic, and charge
transporting properties of designed molecules. This may

RSC Adv., 2018, 8, 33659-33665 | 33659


http://crossmark.crossref.org/dialog/?doi=10.1039/c8ra06940a&domain=pdf&date_stamp=2018-09-29
http://orcid.org/0000-0002-4604-8232
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c8ra06940a
https://pubs.rsc.org/en/journals/journal/RA
https://pubs.rsc.org/en/journals/journal/RA?issueid=RA008059

Open Access Article. Published on 02 October 2018. Downloaded on 12/5/2025 3:07:01 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances

s s NH NH
(] ~O 000
£ N N
@XTN\ / N,'i;\’NF 1 2 3 4
Ar I:;B;N 7N\ //4 X= CH, CH, CH, CH,
S
/ —N
s Xe o XN
S s N N
5 6 7 8

OCgH,;

il

Scheme 1 Molecular structures of the investigated molecules.

provides a demonstration for the rational design of promising
candidate for high efficiency OSCs. The FMOs (Exomo and
Erumo) energies, the HOMO-LUMO gaps (E,), the absorption
and fluorescence spectra as well as the reorganization energy
were calculated by applying density functional theory (DFT) and
time-dependent DFT (TD-DFT) methodology.

Computational methods

Geometry optimization for the ground state (S,) and the lowest
singlet excited state (S;) were performed with the DFT and TD-
DFT method using Gaussian 09 code, respectively. The
harmonic vibrational frequency calculations obtained at the
same theoretical level were used to confirm that the optimized
molecules are stable structures. Based on the optimized
geometries in the S, and S;, the absorption and fluorescent
spectra of the compounds under investigation were predicted
using the TD-DFT method, respectively. In order to evaluate the
reliability of the selected approach, various functionals
including B3LYP,"* PBEO," LC-wPBE," wB97XD," M062X," and
CAM-B3LYP* were employed to optimize the geometries of the
parent molecule 1 in S, and S; states. On the basis of the opti-
mized geometry for S, and S; states, the absorption and fluo-
rescence were predicted using the polarized continuum model
(PCM)" in the chloroform solvent. The longest wavelengths of
absorption and fluorescence (1,5 and Aq) in chloroform as well
as the experimental data are given in Table S1 in the ESL.f The
Aaps values for various functionals are plotted in Fig. 1. As
showing Fig. 2 and Table S1,T among the various levels of theory
tested, the calculated A,ps and Aq at B3LYP/6-31G(d,p) (658 and
697 nm) level provided a better agreement with the experi-
mental values (655 and 672 nm)° than those obtained with other
levels of theory, with the deviation of 3 and 25 nm, respectively.
With the aim to testify a further the validity of the selected
approach, we take a pyrrolopyrrole aza-BODIPY analogue (PPB)
as an example because it possesses a similar structure to our
designed molecules. The sketch map of the structure of PPB is
shown in Fig. S2 in the ESI.T The predicted longest A,ps and Ag in
chloroform at different theory levels as well as the experimental
data® are given in Table S2 in ESIL.T It also suggested that the
B3LYP functional is well suitable to our designed molecules.
Therefore, B3LYP functional is reasonable to investigate the
current system. All calculations in this paper were performed
using the 6-31G(d,p) basis set. 0-0 transition energies AE°™°
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Fig. 1 Calculated absorption wavelengths (,,s) of 1 in chloroform
using various functionals, together with the experimental results.

were also obtained for all species using the B3LYP functional.
The 0-0 transition energy is the energy difference between the
optimized S; and S, states, including the corresponding zero
point energy difference of those two states.

According to the Marcus theory," the reorganization energy
(4) is the most important parameter for effective transport. The
lower the reorganization energy values, the higher the charge
transfer rate. In this work, we only pay attention to the internal
reorganization energy because the external reorganization
energy in organic crystals are much smaller than their coun-
terparts and can be neglected.”® The internal reorganization
energy can be expressed as:

A=+ = (Ex — ED) + (ES - EY) (1)

Here, E= and ET are the energies of the charged states with the
optimized neutral and charged geometry, respectively. EX and
EJ represent the energy of the neutral species with the opti-
mized geometry of the charged and neutral species, respec-
tively. The reorganization energy for electron (A.) and hole ()
were calculated directly from the adiabatic potential energy
surfaces at the B3LYP/6-31G(d,p) level.>* This method can
evaluate the internal reorganization energy accurately.?

The stability is the most important criteria to determine the
nature of devices for photoelectric materials. On the basis of the
molecular orbital theory, the absolute hardness (n) was applied
to explore the stability of the designed molecules. The n values
of the designed molecules were calculated using equation:*

1 (ou\ 1(9E\ AIP - AEA
"—z<m)—z<m>—4z )
Here, 1 and N represent the chemical potential and total elec-
tron number, respectively. AIP and AEA are the adiabatic ioni-
zation potential and electron affinity, which were determined by
AIP = E., — E, and AEA = E|, — E,,, respectively, here, Ey, E. and
E,: correspond to the energies of the neutral molecule and its

cation and anion radical generated after electron transfer,
respectively.

This journal is © The Royal Society of Chemistry 2018
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Fig. 2 The electronic density contours of the frontier orbital for the studied compounds at the B3LYP/6-31G(d,p) level.

Results and discussion
Frontier molecular orbitals level and band gaps

It is noteworthy that the FMOs energies (Exomo and Epumo) and
band gaps (E,) are closely related to optical, electronic, and
carrier transport properties. The Cartesian coordinates of the
designed molecules for the S, and S, states are listed in Tables
S2 and S3 in the ESI{ respectively. The calculated values of
Enomo, ELumo, and E, are given in Table 1. In order to gain
insight into the optical, electronic, and carrier transport prop-
erties, the distribution patterns of the HOMOs and LUMOs in S,
for 1-8 are plotted in Fig. 2. As visualized in Fig. 2, both the
HOMOs and LUMOs of 1-8 exhibited 7 orbital features. Addi-
tionally, since the planar and rigid conjugated molecular
geometry of the designed compounds, their HOMOs and
LUMOs spread over the whole molecule. As shown in Table 1,
the Egomo values of 1-8 decreases in the order of 7>3>6>5>1
>4 > 2 > 8, while the corresponding values of E;y\o are in the
sequence of 3>7>1>5>4>6>2> 8. Therefore, the E, values
are in the order of 3>4>1>5>2 = 8 >7>6. One can find that
both the Eyomo and Epymo values of 3 and 7 increase, while the
corresponding values of 2, 4 and 8 decrease compared with
those of 1, respectively. However, for 5 and 6, the Eyomo values
increase, whereas the corresponding values of E;yvmo decrease

Table 1 The calculated FMOs energies Enyomo and E ymo. and
HOMO-LUMO gaps E4 (eV) of 1-8 at the B3LYP/6-31G(d,p) level

Species Enomo Erumo Eq

1 —5.09 —3.00 2.09
2 —5.34 —3.30 2.04
3 —4.87 —2.65 2.22
4 —5.18 —3.04 2.14
5 —5.06 —3.02 2.04
6 —5.04 —3.07 1.97
7 —4.71 —2.72 1.99
8 —5.54 —3.50 2.04

This journal is © The Royal Society of Chemistry 2018

compared with those of 1, respectively. This shows that the
molecules with replacing of nitrogen (3) and with replacing of
carbon and pyrrole aromatic end-capper (7) can increase the
Enomo and Eyymo values compared with those of 1, respectively.
Molecules with pyrazine end-capper (2) and with replacing of
nitrogen and pyrazine end-capper (4) and with replacing of
carbon atom and with1,2,5-thiadiazole end-capper (8) have
lower the Eromo and Epymo values than those of 1, respectively.
For molecules with replacing of carbon atom and with thio-
phene (5) and thieno[3,2-b]thiophene (6) end-cappers, they
exhibit higher Egomo and lower Epyyo values than those of 1,
respectively. It implies that the replacing of nitrogen (3 and 4)
can increase E, values slightly, whereas molecule with pyrazine
end-capper (2) and molecules with replacing of carbon and
thiophene (5), thieno[3,2-b]thiophene (6), pyrrole (7), and 1,2,5-
thiadiazole (8) end-capper possesses narrow E,. The above
results indicates that the replacing sulfur atom and introduc-
tion of aromatic heterocyclic groups as end-capper can broaden
absorption spectrum and improve absorptions in the NIR
region.

Absorption and fluorescence spectra

The maximum absorption wavelengths A,,s (nm), vertical exci-
tation energies E (eV), 0-0 transitions AE’° (eV), oscillator
strength f, the main assignments, and the absorption region R for
1-8 in chloroform are listed in Table 2. R corresponds to the
difference of the longest and shortest wavelength values with
oscillator strength larger than 0.01 considering the first fifteen
excited states. The corresponding A,ns and f of the first fifteen
excited states for the designed compounds are listed in Table S3
in ESI.T The simulated absorption and fluorescence spectra of 1-
8 in chloroform are shown in Fig. 3 and 4 respectively, which were
plotted by using the GaussSum 1.0 program.> As can be seen in
Table 2, the absorption maximum of designed molecules are
assigned to the S, — S; electronic transitions, which mainly
originates from HOMOs — LUMOs excitations. The A,ps of 2 and

RSC Adv., 2018, 8, 33659-33665 | 33661


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c8ra06940a

Open Access Article. Published on 02 October 2018. Downloaded on 12/5/2025 3:07:01 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances

Table 2 Predicted Aps (in nm), £ (in eV), AE°C (in eV), £, R (in nm), and
main assignments for 1-8 in chloroform at the TD-B3LYP/6-31G(d,p)
level, along with available experimental data

Species s E AE™®  f Assignment R
1 658 1.883 1.836 0.94 H-—L (0.71) 362
2 672 1.846 1.794 0.93 H—-L (0.71) 359
3 623 1.990 1.919 0.93 H—-L (0.71) 340
4 638 1.944 1.881 0.96 H—-L (0.71) 330
5 677 1.832 1.794 0.81 H—L (0.71) 364
6 719 1.725 1.622 0.80 H-—-L (0.70) 395
7 718 1.725 1.627 0.74 H—-L (0.71) 399
8 667 1.859 1.805 0.87 H—-L (0.71) 364
EXp‘Z 655 1.893 1.680

“ Experimental data in chloroform were taken from ref. 9.

5-8 exhibit bathochromic shifts 14, 19, 61, 60, and 9 nm (317,
427,1290, 1270, and 205 cm™ ') compared with that of the parent
compound 1, respectively. However, the A, of 3 and 4 show
hypsochromic shifts 35 and 20 nm (853 and 476 cm ™ ') compared
with that of the parent compound 1, respectively. This can be
explained by the fact that the molecular structures and nature of
the substituent groups. The designed compounds possess planar
and rigid conjugated molecular geometry. The HOMOs —

Intensity (a.u.)
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LUMO:s excitations results in transfer of electron density from the
two aromatic end-capper fragments to dimeric aza-BODIPY
centrals for the designed m-conjugated ladder molecules (see
Fig. 2). It is worth noting that the photophysical properties of
intramolecular charge transfer are highly dependent on the
electron donor/acceptor strength.*® Therefore, replacing of
nitrogen (3 and 4) and carbon (5-8) in five-membered heterocy-
clic ring affects the intramolecular charge transfer. The electron-
donating ability of nitrogen is lower, while the corresponding
ability of carbon is higher than that of sulfur, respectively.
Accordingly, the electron can move more fluently from the elec-
tron donor to the electron acceptor. It indicates that the molec-
ular m-conjugation in 5-8 becomes higher than that of 1, which
led to the bathochromic shift compared with the parent
compound 1 in the absorption spectra for 5-8. On the contrary,
the lower electron-donating ability of nitrogen prevents the
electron movement from the electron donors to the electron
acceptors for 3 and 4. As a consequence, the A, of 3 and 4 exhibit
hypsochromic shifts compared with that of 1. The different
molecular structure between 1 and 2 is only the end-capper
groups (see Scheme 1). So, the A,,s of 2 has slight bath-
ochromic shift compared with 1. Furthermore, the introduction
of different aromatic end-capper groups also affects the absorp-
tion spectra. For the molecules with replacing of carbon (5-8), the
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Fig. 3 The calculated absorption spectra of the investigated molecules (value of full width at half maximum is 3000 cm™?). (a) Molecules 1-4: (b)
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Intensity (a.u.)

T T T T T T 1
400 500 600 700 800 900 1000

Wavelength (nm)

300

1 ()

—

4 —8

Intensity (a.u.)

T T T T T T
600 700 800 900 1000 1100

Wavelength (nm)

T T
400 500

Fig.4 The calculated fluorescence spectra of the investigated molecules (value of full width at half maximum is 3000 cm™?). (a) Molecules 1-4;

(b) molecules 5-8.

33662 | RSC Adv., 2018, 8, 33659-33665

This journal is © The Royal Society of Chemistry 2018


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c8ra06940a

Open Access Article. Published on 02 October 2018. Downloaded on 12/5/2025 3:07:01 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

order of electron-donating ability of end-capper groups is thieno
[3,2-b]thiophene (6) > 1H-pyrrole (7) > thiophene (5) > 1,2,5-
thiadiazole (8), which is in agreement with their A, values. For 1
and 2 as well as 3 and 4, the A,; of 2 and 4 are larger than those of
1 and 3 respectively, which may be attributed to the electron
donor nature for the lone pair electrons of two nitrogen's in
pyrazine rings for 2 and 4. Therefore, the A,,5 values of 1-8 are in
the sequence of 6 >7 > 5 >2 >8> 1 >4 > 3, which is almost in
agreement with the corresponding reverse order of their Eg
values. Furthermore, we find in Table 2 that the designed mole-
cules possess large oscillator strengths. The oscillator strengths
values of 2-8 are almost equal to that of the parent compound 1.
The large oscillator strengths can enhance the light-absorption
efficiency,” which led to improvement of short-circuit current
Jsc for OSCs. At the same time, the designed molecules have large
absorption region R (330-399 nm). The R values of 2-4 are slightly
smaller, whereas the corresponding values of 5-8 are larger than
that of parent compound 1. It suggests that the replacing of
nitrogen (3 and 4) in five-membered heterocyclic ring results in
slight smaller R values, while the replacing of carbon (5-8) in five-
membered heterocyclic ring lead to the increase of R values
compared with parent molecule 1. Moreover, in order to maxi-
mize the power conversion efficiencies of OSCs, it is necessary
that a good overlap between the absorption spectrum of the
designed molecules and the solar emission spectrum, particu-
larly in NIR region. As mention above, the absorption bands of
the designed molecules were red shifted, which is beneficial for
the higher light-absorbing efficiency. These results imply that the
designed compounds have strong absorption in NIR region and
are expected to be the promising candidates for donor materials
in OSCs applications.

To assess the impact of the vertical approximation on the
theoretically determined absorption maxima, AE®™® energies
were obtained using the B3LYP method. The 0-0 transition
AE® of the parent molecule 1 provided a better agreement with
the experimental value® (1.680 eV) than that obtained with
vertical excitation energy E; the deviations are 0.156 and
0.203 eV, respectively. It is well-known that the 0-0 transition
energies are more reliable and accurate than that raw vertical
transition energy compared with the experimental data.”” It has
been shown that the vertical excitation energies E are slightly
larger than those of AE®° values, the deviations are 0.038-
0.103 eV. In most cases, charge transfer is reflected in under-
estimations of the TD-DFT excitation energies.”® However, the
studied species do not exhibit significant charge transfer (see
Fig. 2). In the present work the use of B3LYP functional leads to
a slightly overestimation of the vertical excitation energies.

Table 3 collected the longest fluorescence wavelengths Aq (in
nm) main assignments, and the oscillator strength f for 1-8 in
chloroform. From Table 3, one can find that the fluorescence of
the designed molecules are assigned to the S; — S, electronic
transitions and LUMOs — HOMOs transitions play a dominant
role. As their absorption, the Aq of 2 and 5-8 show bathochromic
shifts, while the corresponding values of 3 and 4 exhibit hyp-
sochromic shifts compared with that of the parent compound 1.
Furthermore, The Stokes shifts of 1-8 are 39, 30, 47, 35, 107,
184, 87, and 29 nm (851, 636, 1126, 815, 2016, 2834, 1506, and

This journal is © The Royal Society of Chemistry 2018
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Table 3 Predicted Aq (in nm), f, and main assignments of 1-8 in
chloroform at the TD-B3LYP/6-31G(d,p) level, along with available
experimental data

Species An f Assignment
1 697 0.90 L — H(0.71)
2 702 0.90 L — H(0.71)
3 670 0.89 L — H(0.71)
4 673 0.93 L — H (0.71)
5 784 0.55 L — H (0.70)
6 903 0.40 L — H (0.70)
7 805 0.67 H — L(0.71)
8 696 0.85 H — L(0.71)
Exp” 672

¢ Experimental data in chloroform were taken from ref. 9.

645 cm™ "), respectively. The oscillator strengths fvalues of 2-4,
7, and 8 are almost equal to that of 1, while the corresponding
value of 5 and 6 are slightly smaller than that of 1, respectively.
The results displayed in Tables 2 and 3 reveal that the
introduction of different aromatic heterocyclic end-capper
and/or replacing sulfur atom can tune absorption and fluo-
rescence spectra of the designed molecules. It indicates that
the designed molecules have smaller band gaps with extended
absorption and fluorescence spectra skewed toward NIR
region, which is beneficial improving the efficiency of OSCs.

Reorganization energy

Table 4 collected the calculated reorganization energies for hole
(An) and electron (A.) of 1-8. The computed 2. values of the
designed molecules are smaller than that of the typical electron
transport material  tris(8-hydroxyquinolinato)aluminum(ur)
(Algs, A = 0.276 eV).>® It displays that the electron transfer rates
of the designed molecules might be higher than that of Alq;. For
the computed 4y, the values of 5-7 are smaller than that of the
typical hole transport material N,N'-diphenyl-N,N'-bis(3-meth-
ylphenyl)-(1,1’-biphenyl)-4,4’-diamine (TPD, %, = 0.290 eV),*
whereas the corresponding values of 1-4 and 8 are larger than
that of TPD. It indicates that the hole transfer rates of 5-7 might
be higher, while the corresponding hole transfer rates 1-4 and 8
might be lower than that of TPD. Reorganization energies are
estimated according to the eqn (1). The lower the energy values
of cation/anion species, the lower the A,/A. values. For the
designed compounds possess planar and rigid conjugated

Table 4 Calculated molecular A, and A, (both in eV) of 1-8 at the
B3LYP/6-31G(d.p) level

Species An Ae

1 0.300 0.239
2 0.332 0.219
3 0.298 0.259
4 0.336 0.235
5 0.259 0.233
6 0.200 0.235
7 0.231 0.227
8 0.331 0.229

RSC Adv., 2018, 8, 33659-33665 | 33663
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molecular geometry, the electron spread over the whole mole-
cule for anion species, which led to the lower energies value of
anion species. Therefore, the designed compounds have lower
Ae values and are expected to be the promising candidates for
electron transport materials. The cation species are generated
after electron transfer. As mentioned above, the molecular -
conjugation in 5-7 exhibit higher than that of other molecules,
which result in the easier for charge transfer. On the other
hand, for 1-4 and 8, the lower molecular m-conjugations
prevent the charge transfer, which result in the higher energies
for cation species. Accordingly, 1-4 and 8 have large A, values
than those of 5-7 and TPD. The calculated A, and A, values are
inthe orderof4>2>8>1>3>5>7>6and3>1>4=6>5>8
>7 > 2, respectively. Above results indicates that molecules with
pyrazine end-capper (2) and with replacing of nitrogen and
pyrazine end-capper (4) and with replacing of carbon atom and
1,2,5-thiadiazole end-capper (8) can increase the 1, values,
while molecules with replacing of nitrogen (3) and with
replacing of carbon and thiophene (5), thieno[3,2-b]thiophene
(6), pyrrole (7) end-capper decrease the A;, values compared with
that of 1, respectively. For the computed A., the designed
molecules can decrease the A, values except 3 can increases the
A value compared with that of 1, respectively. It suggests that 5-
7 are expected to be the promising candidates for hole as well as
electron transport materials, whereas 1-4 and 8 can serve as
electron transport materials only.

Ionization potential, electron affinity and stability properties

As we know, the AIP and AEA are the very important properties
to shed light on the charge transfer behavior for organic
materials. The lower AIP and higher AEA are the fundamental
parameters for effective electron and hole transport, respec-
tively.>® The calculated AIP, AEA, and 7 of all systems are
collected in Table 5. It is clear from Table 5 that the AIP values
show the decreasing sequence of 8>2>4>1>5>6>3>7.0n
the other hand, the AEA values are predicted in decreasing
orderof 8>2>6>4>1>5>7>3. Molecules 1, 4 and 8 can
increase both the AIP and AEA values, while molecules 3, 5 and
7 decrease both the AIP and AEA values compared with those
of 1, respectively. For molecules 6, its AIP and AEA values are
smaller and larger than those of 1, respectively. It is noticeable
that the introduction of different aromatic heterocyclic end-

Table 5 Calculated molecular AIP, AEA, and 7 (all in eV) of 1-8 at the
B3LYP/6-31G(d.p) level

Species AIP AEA n

1 5.951 2.119 1.916
2 6.193 2.413 1.890
3 5.745 1.750 1.996
4 6.047 2.134 1.956
5 5.946 2.088 1.929
6 5.884 2.177 1.853
7 5.616 1.784 1.916
8 6.418 2.580 1.919
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capper and/or replacing sulfur atom can affect the AIP and
AEA of the designed molecules.

Generally, the absolute hardness 7 can be used to evaluate
the stability of materials. The results displayed in Table 5 show
that the n values of 2-5 are larger than the value of 1, and the
corresponding value of 7 is equal to that of 1, respectively. The n
value of 6 is smaller slightly than the value of 1. It suggests that
the introduction of different aromatic heterocyclic end-capper
and/or replacing sulfur atom do not significantly affect the
stability of the designed molecules.

Conclusions

In this article, we have designed a series of novel pyrrolopyrrole
BODIPY molecules by replacing sulfur atom and introduction of
different fused aromatic heterocycles end-cappers. The optical,
electronic, and charge transporting properties of designed
molecules have been systematically investigated by applying
DFT and TD-DFT methodology. The calculated the FMOs
energies and absorption spectra properties turned out that the
Aabs Of 2 and 5-8 exhibit bathochromic shifts whereas 3 and 4
show hypsochromic shifts compared with original molecule 1.
The designed compounds exhibit narrower band gaps and
strong absorption in red/NIR region, which led to the higher
light-absorbing efficiency. Furthermore, the calculated reorga-
nization energies show that 5-7 are expected to be the prom-
ising candidates for hole as well as electron transport materials,
whereas 1-4 and 8 can serve as electron transport materials
only. Finally, the stability of the designed molecules does not
significantly affected by the introduction of different end-
capper or replacing sulfur atom. Hence, the designed mole-
cules can serve as high-efficiency red/NIR-active donor mate-
rials as well as hole and/or electron transport materials in OSCs
applications.
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