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A set of ferrocenyl-functionalized perylenediimide (PDI) compounds and their 1,1,4,4-tetracyanobuta-
1,3-diene (TCBD) derivatives 1-5 were designed and synthesized using palladium-catalyzed Sonogashira
cross-coupling, followed by a thermally activated [2 + 2] cycloaddition—retroelectrocyclization [CA-RE]
reaction with a 1,1,2,2-tetracyanoethylene (TCNE) acceptor in good yields. The TCBD group works as an
acceptor, whereas the ferrocenyl group acts as a donor at the central PDI core. The effects of varying the
number of ferrocenyl and TCNE groups on the photophysical, thermal, electrochemical, and spectroelec-
trochemical properties were studied. The di-substituted PDI derivatives 3, 4, and 5 exhibit bathochromic
shifts in the absorption spectra compared to 1 and 2, attributed to the extended =m-conjugation. The
electrochemical analysis of derivatives 2, 4, and 5 shows multiple reduction waves in the low potential
region due to the presence of TCBD and perylenediimide acceptor units. Spectroelectrochemical studies
were performed, showing that upon applying redox potentials, the absorption spectra shifted from the
visible to the near-infrared (NIR) region. Computational calculations indicate that in the HOMO, the elec-
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Introduction

In recent years, donor-m-acceptor (D-n-A) conjugated com-
pounds have attracted substantial scientific attention due to
their application in organic field-effect transistors (OFETSs),
organic light-emitting diodes (OLEDs), organic photovoltaics
(OPVs), and nonlinear optics (NLO)."” Perylenediimide has
been used in D-A systems as reported in the literature.®° PDI,
a m-conjugated dye that belongs to the rylene family, is com-
posed of perylene units connected by imide groups. PDI shows
structural properties, such as intense 400-600 nm absorption,
good electron-accepting capability, high electron mobility,
high molar extinction coefficients, large fluorescence quantum
yields, and chemical robustness, making it an ideal candidate
for n-type semiconductors. Expanding the n-conjugation at the
bay position allows PDI dyes to fine-tune their optical pro-
perties and decreases the HOMO-LUMO energy gap. Bay-sub-
stituted D-A derivatives have been widely investigated to tune
their photophysical and electrochemical properties and stabil-
ize their low-lying LUMO energy levels."’ > The above pro-
perties can be easily tuned by the D-A approach, in which the
electron-rich group donor (D) and the electron-deficient group

Department of Chemistry, Indian Institute of Technology Indore (M.P.), 453552,
India. E-mail: rajneeshmisra@iiti.ac.in

1 Electronic supplementary information (ESI) available. See DOI: https://doi.org/
10.1039/d4dt01661k

15164 | Dalton Trans., 2024, 53, 15164-15175

unit, indicating a strong D—A interaction.

acceptor (A) are connected through electron-rich alkynes such
as ethynyl ferrocene. The well-developed synthetic chemistry of
ferrocene has attracted much attention due to its good solubi-
lity and high chemical robustness. The unique electrochemical
properties of ferrocene have been exploited in NLO, supercon-
ductors, magnetic fields, semiconductors, biosensors, sensors,
and redox catalyst materials.>* ¢

1,1,2,2-Tetracyanoethylene (TCNE) is a multi-cyano-based
strong electron-acceptor moiety that exhibits high thermal and
chemical robustness and has a wide range of applications in
organic electronics. Introducing the TCNE acceptor into the
backbone of a donor-acceptor ferrocenyl PDI system tailors its
photophysical and electrochemical properties. The electron-
rich alkyne undergoes a catalyst-free, high-yield, and rapid
cycloaddition-retroelectrocyclic ring-opening reaction [CA-RE]
with TCNE, leading to the formation of donor-acceptor
n-conjugated molecular systems.>’*> Shoji, Butenschén,
Diederich, Michinobu, Trolez, Nakamura, and Kato et al. have
explored TCBD and cyclohexa-2,5-diene-1,4-diylidene-expanded
TCBD-substituted derivatives as redox-active ICT chromo-
phores for optoelectronic applications.**™*°

In 2012, our research group reported the optical and
electrochemical properties of unsymmetrical mono-substituted
ferrocenyl PDIs.”’ Furthermore, in 2016, our group explored
the effect of substituting one or two ferrocenyl units on the
PDI core using n-spacers.”>® Herein, we wish to report the
synthesis and characterization of ferrocenyl-functionalized

This journal is © The Royal Society of Chemistry 2024
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PDI-TCBD donor-acceptor chromophores 1-5 (Fig. 1). The
investigated chromophores showed the impact of the TCBD
group on their photophysical,thermal stability, and electro-
chemical properties. In order to investigate the spectroelectro-
chemical changes of PDI derivatives, their redox potentials
were applied and their absorption spectra were recorded in the
near-infrared (NIR) region (Fig. 4).

Results and discussion
Synthesis

The synthesis of ethynyl-bridged ferrocenyl-functionalized
PDIs 1-5 is outlined in Scheme 1. The monobromo PDI,
dibromo PDI, and ferrocene precursors were synthesized fol-
lowing the reported procedure.”>>>>%%% All five PDI derivatives
were synthesized using the palladium-catalyzed Sonogashira
cross-coupling, followed by the [2 + 2] CA-RE reaction with
TCNE. The ethynyl-bridge compounds 1 and 3 were obtained
by treating PDI-1Br and PDI-2Br with 1.5 and 2.5 eq. of ferroce-
nyl precursor (Fe-Ph) in a toluene : diisopropylamine mixture
(1:1) at 80 °C for 7 h using Pd(PPh;),/Cul as a catalyst under an
inert atmosphere in 83% and 63% yields, respectively. The
TCBD-substituted compound 2 was obtained in 77% yield by
reacting compound 1 with 1.1 eq. of TCNE in DCM at rt for 6 h.
Compounds 4 and 5 were synthesized by treating compound 3
with 1.0 and 2.5 eq. of TCNE at rt for 3 h and 6 h in 37% and
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90% yields respectively. Purification of the n-conjugated donor-
acceptor PDIs 1-5 was performed by column chromatography
(silica gel mesh size 100-200) using dichloromethane and
hexane as solvents. The presence of 2-ethyl-hexyl alkyl chains on
PDI makes the compounds readily soluble in common organic
solvents, such as dichloromethane, chloroform, tetrahydrofuran,
and toluene. The synthesized PDI derivatives 1-5 were fully
characterized by "H NMR, *C NMR, and HRMS (MALDI-TOF)
techniques (Fig. S1-S15, ESIY).

Photophysical properties

Fig. 2a shows the electronic absorption spectra of PDI and its
derivatives 1-5. The electronic absorption spectra were
recorded in DCM at room temperature, and the related data
are tabulated in Table 1. The perylenediimide core exhibited a
distinctive vibronic pattern with an intense absorption band at
524 nm. The incorporation of ferrocenyl units on PDI increases
its m-conjugation, resulting in a bathochromic shift in the
absorption spectra of compounds 1 and 3. The PDI derivatives
1-5 show absorption spectra in the range of 530-800 nm. The
ferrocenyl-substituted PDI derivatives 1 and 3 show absorption
bands at 533 and 558 nm, respectively, while their TCBD
analogs 2, 4, and 5 show absorption bands at 538, 563, and
565 nm, respectively. The incorporation of TCBD into PDI
results in a diminishing of the distinctive vibronic pattern of
PDI. This diminishing of the PDI pattern is attributed to the
charge transfer from ferrocene to the PDI-TCBD units, and it

Fig. 1 Molecular structures of the PDI derivatives 1-5.

This journal is © The Royal Society of Chemistry 2024
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Scheme 1 Synthetic route to the donor—acceptor PDI derivatives 1-5.

is evidenced by the appearance of a shoulder in the range of
600-800 nm.*”*®

Solvatochromic studies of the TCBD derivatives 2, 4, and 5
were performed in solvents of different polarities at room
temperature (Fig. S18t). The absorption spectrum of the PDI
derivative 2 shifted toward a higher wavelength region, while
in the case of PDI derivatives 4 and 5, their absorption spectra
showed a slight bathochromic shift. This phenomenon may
arise due to the presence of charge transfer interactions within
the chromophores.

Thermal stability

The thermal stabilities of the PDI derivatives 1-5 were studied
by thermogravimetric analysis (TGA) in a temperature range of
50-800 °C at a heating rate of 10 °C min~" under a nitrogen
atmosphere. The related thermograms are depicted in Fig. 2b.

15166 | Dalton Trans., 2024, 53, 15164-15175

The decomposition temperatures (T4) for PDI derivatives 1-5
at 5% weight loss were recorded at 320, 408, 442, 350, and
368 °C, respectively (Table 1). The thermogram of compound 2
displays two weight loss phases between 50 and 800 °C,
leaving a residual mass of around 30% at 600 °C. On the other
hand, the PDI derivatives 1, 3, 4, and 5 exhibit a single weight
loss phase between 50 and 800 °C, leaving a residual mass of
approximately 30% at 550 °C. The thermal stability of the PDI
derivatives 1-5 follows the order 3 > 2 > 5 > 4 > 1. The PDI
derivative 3 shows the highest thermal stability among all the
investigated compounds.

Redox properties

The electrochemical properties of the PDI derivatives 1-5 were
investigated by cyclic voltammetry (CV) and differential pulse
voltammetry (DPV) analyses in dry dichloromethane (DCM)

This journal is © The Royal Society of Chemistry 2024
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Fig. 2 (a) Absorption spectra of chromophores 1-5 and PDI in dry dichloromethane (1 x 10~° M). (b) Thermogravimetric analysis of the PDI deriva-
tives 1-5 performed at a heating rate of 10 °C min~* under a nitrogen atmosphere.

Table 1 Photophysical properties of the PDI derivatives 1-5

Thermal
Compounds  Amgx” (nm) (M 'em™!)  ESP'“(eV)  stability” (Ty)
1 533 16 870 2.09 320
2 538 26 590 2.12 408
3 558 20670 1.90 442
4 563 16 615 1.85 350
5 565 26 620 2.06 368

@ Absorbance measured in dichloromethane at 1 x 10> M concen-
tration. Amax: absorption wavelength. e: extinction coefficient. Egpt:
optical bandgap. ® Decomposition temperatures for 5% weight loss at
a heating rate of 10 °C min™" under an inert atmosphere.

using 0.1 M tetrabutylammonium perchlorate (TBA)ClIO, solu-
tion as a supporting electrolyte at room temperature and Ag/
AgCl as a reference electrode (Fig. 3 and S177). The oxidation
and reduction potential values were calculated from the CV
plots and the peak reversibility was explained through peak
potential differences (Epy — Epc = AEp/mV), where “pa” denotes
the peak anodic process and “pc” denotes the peak cathodic
process. Redox potentials (E;,) were calculated as an average
of peak potentials (Table S1t). In general, the PDI moiety exhi-
bits a two reductions potential and ferrocene exhibits a single
oxidation potential.'®*° The ferrocenyl PDI derivatives 1-3 dis-
played a single reversible oxidation wave within the range of
0.49-0.96 V, whereas compounds 4 and 5 showed two revers-
ible oxidation waves in the anodic region. Derivative 1 displays
a single reversible oxidation wave during anodic scanning with
peak potential E;/, = 0.64 V and a AE, of 80 mV. In addition,
cathodic scanning encompasses two reversible reduction pro-
cesses. The first peak potential is E;, = —0.50 V with a AE,, of
79 mV, while the second peak potential is E;,, = —0.67 V with a

This journal is © The Royal Society of Chemistry 2024

AE, of 79 mV. These oxidation and reduction processes are
related to the ferrocene and PDI moieties, respectively.
Derivative 2 showed a single reversible oxidation wave in the
anodic region at E;;,, = 0.96 V, corresponding to the ferrocene
unit. On the other hand, there are four reversible reduction
waves in the cathodic region. Among the four reduction waves,
two specifically labeled as waves (i) and (ii) represent reversible
peaks, corresponding to the TCBD acceptor with peak poten-
tials of E;, = —0.29 and —0.45 V, respectively; the remaining
two waves, (waves iii and iv) correspond to the PDI moiety.
Waves (iii) and (iv) are reversible in nature with peak potentials
of Ey/, = —0.61 V and E,, = —0.83 V (AE,, = 30 mV), respectively.
During anodic scanning, derivative 3 exhibited a reversible oxi-
dation wave in the anodic region, which corresponds to ferro-
cene. The peak potential for this wave is E;;, = 0.64 V with a
peak-to-peak potential separation of AE, = 70 mV. During
cathodic scanning, two reversible reduction waves (waves i and
ii) were observed for the perylenediimide moiety with peak
potentials of E;/, = —0.44 V (AE, = 79 mV) and E;;, = —0.62 V
(AE, = 80 mV), respectively. The mono-TCBD compound 4
shows two reversible oxidation waves in the anodic region and
their respective peak potentials are Ey;, = 0.49 V (AE, = 70 mV)
and 0.83 V (AE,, = 80 mV), which correspond to ferrocene (first
potential wave for Fc located far from TCBD) and the ferrocene
moiety (second potential wave for Fc close to TCBD), respect-
ively. The second oxidation potential wave for compound 4 is
anodically shifted compared to the first oxidation potential
wave due to the electron density delocalization of ferrocene
over the PDI-TCBD unit. During cathodic scanning, com-
pound 4 exhibited four reversible reduction waves, with peak
potentials of E;;, = —0.47 and —0.57 V corresponding to the
TCBD acceptor, while the remaining two reduction waves with
peak potentials of E;,, = —0.75 V and —0.85 V are attributed to

Dalton Trans., 2024, 53,15164-15175 | 15167
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Fig. 3 Cyclic voltammograms of the donor—acceptor PDI derivatives 1-5 in a 0.1 M solution of (TBA)ClO4 as a supporting electrolyte in dichloro-

methane at a 50 mV s~* scan rate versus Ag/AgCl at 25 °C.

the PDI moiety. During cathodic scanning, compound 5 dis-
played four reversible reduction waves. Among these, two are
reversible waves corresponding to TCBD (waves i and ii) with
peak potentials of E;;, = —0.34 and —0.46 V, respectively. The

15168 | Dalton Trans., 2024, 53, 15164-15175

remaining two reversible waves can be attributed to PDI (waves
3 and 4) with peak potentials of E;, = —0.64 and —0.76
V. Additionally, compound 5 exhibited one oxidation wave in
the anodic region for the ferrocene moiety, with a peak poten-

This journal is © The Royal Society of Chemistry 2024
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tial of Ey/, = 0.96 V and a AE, of 84 mV. The oxidation poten-
tials of ferrocene PDI derivatives 1-5 were found to be higher
than that of free ferrocene, due to substantial electron delocali-
zation from ferrocene to the acceptor PDI-TCBD.
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Spectroelectrochemistry

Spectroelectrochemical analysis was carried out to investigate
the spectral changes of the redox-active species of ferrocenyl-
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Fig. 4 Stepwise reduction of the PDI derivatives 1-5 under spectroelectrochemical conditions in a DCM/0.50 M Bu4NPFg system.
Spectroelectrochemical changes observed (a) for 1, (b) for 2, (c) for 3, (d) for 4, and (e) for 5 in reduction cycles. Initial spectrum: black.
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functionalized PDI derivatives 1-5 during the applied redox
potentials. The experiment was conducted in dry DCM using a
0.5 M Buy,NPFs supporting electrolyte, and the spectral
changes were recorded and are shown in Fig. 4. The PDI
derivatives 1-5 exhibited multi-redox waves in the oxidation
and reduction processes (Fig. 3 and S16t). The PDI derivative 1
exhibits two reduction cycles and one oxidation cycle. Upon
applying the first reduction cycle, there is progressive evolution
of a series of absorption bands at 714, 804, and 973 nm.
Further, there was no change in the absorption spectra on
applying the second reduction cycle, except for the increase in
the peak intensity that was observed during the first reduction
cycle (Fig. 4a, solid red line). During the oxidation process, no
significant change was observed in the absorption spectrum
(Fig. S16at). Derivative 2 shows four reduction cycles and one
oxidation cycle. During the first reduction cycle, the intensities
of the absorption bands at 357 and 544 nm decreased, and
three new intense absorption bands at 711, 805, and 970 nm
were observed (Fig. 4b, solid purple line). Similar absorption
spectra with increased peak intensities at 711, 805, and
970 nm were observed in the second reduction cycle (Fig. 4b,
solid green line). In the third reduction cycle of the PDI deriva-
tive 2, the absorption bands at 357 and 544 nm disappeared.
Additionally, a new peak at 399 nm was observed and the
peaks at 711, 805, and 970 nm intensified (Fig. 4b, solid red
line). In the fourth reduction cycle, the same results were
obtained as those observed in the third reduction cycle
(Fig. 4b, solid red line). No response was observed during the
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oxidation cycle for derivative 2, and the absorption spectra
remain unchanged (Fig. S16bt). The PDI derivative 3 showed
two reduction potential waves due to PDI and one oxidation
potential wave due to ferrocene. The first reduction cycle
resulted in a decrease in the intensity of the absorption band
at 564 nm and the appearance of three new intense bands at
726, 815, and 988 nm (Fig. 4c, solid purple line). During the
second reduction cycle, a new absorption band was observed
at 279 nm and a decrease in the intensity of the absorption
band at 564 nm was observed while an increase in the intensi-
ties of absorbance bands at 726, 815, and 988 nm was
observed (Fig. 4c, solid red line). During the oxidation cycle, a
new absorption band at 333 nm was observed and the peak at
326 nm disappeared (Fig. S16¢t).

In the case of the first reduction cycle of derivative 4, we
observed a decrease in the intensities of absorption bands at
338, 424, and 570, nm and three new absorption bands
appeared at 727, 818, and 986 nm (Fig. 4d, solid purple line).
No change in the peaks was observed during the second
reduction cycle (Fig. 4d, solid purple line). The absorption
bands at 338, 424, and 570 nm vanished while the peaks at
727, 818, and 986 nm were more intensified during the third
and fourth reduction cycles (Fig. 4d, solid red line). No notice-
able difference was observed in the oxidation cycle
(Fig. S16dt). During the first reduction cycle of derivative 5,
the intensities of absorption bands at 351 and 568 nm
reduced and three new bands at 719, 815, and 986 nm were
observed (Fig. 4e, solid purple line). The same results were

)
i -3.91eV
-3.69 eV
-3.38 eV -
——
2.18
1.93 1.78
- 6.09 eV
-547eV
b4
4 5

Fig. 5 Frontier molecular orbitals and optimized geometries of the donor—acceptor PDI derivatives 1-5 estimated by DFT calculations using

B3LYP/6-31G(d,p)/Lanl2DZ.

15170 | Dalton Trans., 2024, 53, 15164-15175

This journal is © The Royal Society of Chemistry 2024


https://doi.org/10.1039/d4dt01661k

Published on 20 August 2024. Downloaded on 5/9/2026 2:32:55 PM.

Dalton Transactions

found for the second reduction cycle, while during the third
reduction cycle, the absorption bands at 351 and 568 nm dis-
appeared, a new absorption band at 305 nm appeared, and the
absorption bands at 719, 815, and 986 nm were intensified
(Fig. 4e, solid red line). No significant change was observed in
the fourth reduction cycle. In the case of the oxidation cycle of
compound 5, no significant change was observed in the
absorption spectra (Fig. S16et).

Theoretical studies

The computational study was performed using the Gaussian
09W program with the B3LYP functional and the 6-31G(d,p)
basis set for C, H, O, and N atoms and the Lanl2DZ set for
Fe.”® The study examined the geometries and electronic pro-
perties of the ferrocenyl PDI-based donor-acceptor chromo-
phores 1-5. To make calculations easier, the N-Cg chain on
PDI was replaced by the NC; (methyl) group. Fig. 5 depicts the
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optimized geometry and the estimated highest occupied mole-
cular orbitals (HOMOs) and lowest unoccupied molecular orbi-
tals (LUMOs) for chromophores 1-5.

The donor-acceptor compounds 1-5 containing ferrocenyl-
functionalized perylenediimide possess a non-planar geometry
due to the twisted backbone of the perylenediimide unit. In
the optimized geometry of derivative 1, it can be observed that
the densities of HOMOs are concentrated on the donor ferro-
cenyl moiety, while the densities of LUMOs are concentrated
on the PDI moiety with some coefficients on the phenyl
bridge. On the other hand, in the case of the PDI derivative 2,
the HOMOs are spread over both the PDI and ferrocenyl units,
while the LUMOs are delocalized over the acceptor TCBD and
PDI moieties. In derivative 3, the LUMOs are mainly localized
on the PDI moiety, while the HOMOs are primarily localized
on the ferrocenyl units and some coefficients on the PDI
central core. For the unsymmetrical TCBD-substituted PDI
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Fig. 6 UV-vis absorption spectra of the push—pull chromophores PDI 1-5. Experimental (bottom) and TD-DFT-predicted (top) in DCM solvent.
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derivative 4, the HOMOs are located primarily on the ferroce-
nyl moiety and the phenyl bridge, whereas the LUMOs are
located on the PDI-TCBD unit. In the PDI derivative 5, the
HOMOs are widely distributed throughout the molecule,
whereas the LUMOs are primarily delocalized over the PDI-
TCBD unit. According to these results, the electron density in
the LUMOs is distributed over the acceptor PDI-TCBD unit,
whereas the HOMOs are located on the donor ferrocene
moiety in derivatives 1-5. The computationally calculated
HOMO and LUMO energy levels and the corresponding energy
gap are shown in Fig. 5. The theoretically computed energy
gap follows the trend of the experimental results (CV and UV),
whichis2>1>5>3>4.

The electronic transitions, absorption spectra, oscillator
strengths, and extinction coefficients of PDI chromophores
1-5 were computed using time-dependent density functional
theory (TD-DFT) at the CAM-B3LYP/6-31G(d,p) level. The data
presented in Fig. 6 and Table 2 indicate good agreement
between the experimental and theoretical absorption spectra
of all the chromophores.

The observed transitions are attributed to n—n* interactions,
originating from the HOMO — LUMO transitions of the peryle-
nediimide core. The electronic absorption wavelengths calcu-
lated theoretically are slightly lower than the experimental
values; this may be due to the temperature, dipole moments,
and solvent effects.

The electrostatic potentials (ESPs) of PDI derivatives 1-5,
studied using B3LYP/6-31G(d,p), are shown in Fig. S9.f The
ESP map uses colors to indicate charge density localized over
ferrocene and PDI: red for high negative potential, blue for
high positive potential, and green for neutral. High electron
density areas (red zones) are chemically reactive. The negative
charge density is localized over the oxygen and cyano groups,
while the positive potential is on the ferrocenyl unit. The elec-
tron density delocalizes from the ferrocenyl donor to the PDI-
TCBD acceptor. The density of states (DOS) is used to study
the HOMO-LUMO energy levels and electron density in mole-
cules. The DOS shows contributions of HOMO and LUMO
orbitals and energy states for current transitions. Fig. S207 dis-
plays the DOS spectra of PDI compounds 1-5 with energy
levels on the abscissa and relative strength on the ordinate.
The spectra are divided into total (black), acceptor (blue), and
donor (magenta and green) parts. The HOMO and LUMO are
primarily from the acceptor with the HOMO-LUMO energy
gap calculated using CV studies.’®”

Table 2 Calculated electronic transition of compounds PDI 1-5

Compounds Wavelength Composition f Assignment
1 514 HOMO — LUMO (0.63) 0.76 m-n*

2 506 HOMO — LUMO (0.68) 0.74 7-=n

3 553 HOMO — LUMO (0.57) 0.66 n-n*

4 551 HOMO — LUMO (0.58) 0.77 =n—m*

5 540 HOMO — LUMO (0.69) 0.92 n-n*

“f oscillator strengths.
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Conclusion

In this manuscript, we report the synthesis and characteriz-
ation of five donor-acceptor derivatives based on perylenedii-
mide, ferrocene as the peripheral group, and TCBD as a strong
electron acceptor. A bathochromic shift was observed in the
absorption spectra when the number of ferrocenyl and TCBD
groups varied at the bay position of PDI. The thermo-
gravimetric analysis (TGA) of the donor-acceptor PDI deriva-
tives 1-5 shows that the TCBD-substituted derivative 3 exhibits
the highest thermal stability as compared to other derivatives.
The electrochemical analysis revealed that the delocalization
of the electron density from ferrocene to the acceptor PDI-
TCBD moiety results in anodic shifts as compared to the
unsubstituted ferrocene. The spectroelectrochemical investi-
gation of the ferrocenyl-functionalized PDI derivatives 1-5
revealed their NIR electronic absorption spectra in the range of
700-1000 nm on applying a reduction potential. While apply-
ing the oxidation cycle, no significant response was observed.

Experimental section
General methods

All the moisture and oxygen-sensitive reactions were per-
formed under an inert atmosphere using the standard inert
atmosphere method. "H NMR spectra were recorded on a Bruker
Avance (III) 400 MHz/500 MHz and *C{'H} NMR spectra were
recorded at 100 MHz/125 MHz using CDCl; as the internal
solvent. The "H NMR chemical shifts were recorded in parts per
million (ppm) relative to the solvent residual peak (CDCls,
7.26 ppm). The “C{'H} NMR shifts are reported relative to the
solvent residual peak (CDCl;, 77.16 ppm). The multiplicities are
given as s (singlet), d (doublet), t (triplet), q (quartet), m (mul-
tiple), and br. s. (broad singlet) and the coupling constant values
(/) are reported in Hz. Spectroelectrochemical measurements
were performed using a commercially available platinum honey-
comb working electrode on a ceramic support, a Pt wire counter
electrode, and Ag/AgCl as a reference electrode. The potential was
controlled and switched with a potentiostat. The resulting spec-
troscopic changes were measured using an ALS SEC 2020 spectro-
meter system. Thermogravimetric analysis was performed using a
Mettler Toledo thermal analysis system. The UV-visible absorption
spectra of all compounds were recorded using a PerkinElmer
LAMBDA 35 UV-visible spectrophotometer in DCM solvent at
room temperature. Cyclic voltammograms (CVs) and differential
pulse voltammograms (DPVs) were recorded on a PalmSens 4
electrochemical analyzer using glassy carbon as a working elec-
trode, a Pt wire as the counter electrode, and Ag/AgCl as the refer-
ence electrode. The scan rate was 50 mV s~ for cyclic voltamme-
try. A solution of (TBA)ClIO, in CH,Cl, (0.1 M) was used as the
supporting electrolyte.

Synthesis of compound 1

To a degassed solution of mono-bromo-PDI (155 mg,
0.23 mmol), the ferrocenyl precursor (Fc-Ph) (104 mg,

This journal is © The Royal Society of Chemistry 2024
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0.34 mmol) in toluene (15 mL), and diisopropylamine (15 mL),
Pd(PPh;), (30 mg), and Cul (2 mg) were added. The mixture
was heated at 80 °C for 7 h under a N, atmosphere. The
solvent was removed under reduced pressure and the residue
was purified by column chromatography on silica gel eluting
with DCM/hexane (80:20) to afford 1 as a dark-brown solid
(170 mg, 83%). "H NMR (500 MHz, CDCl;) 6 = 9.97 (d, J = 8.1
Hz, 1 H), 8.54 (d, ] = 7.9 Hz, 1 H), 8.50-8.47 (m, 2 H), 8.45 (d, J
= 7.9 Hz, 1 H), 8.39 (d, J = 5.3 Hz, 1 H), 8.37 (br. s., 1 H),
7.59-7.55 (d, J = 7.9 Hz, 2 H), 7.54-7.49 (d, J = 7.9 Hz, 2 H),
4.59 (s, 2 H), 4.32 (br. s., 2 H), 4.31 (s, 5 H), 4.16-4.02 (m, 4 H),
1.98-1.90 (m, 2 H), 1.46-1.39 (m, 8 H), 1.36-1.30 (m, 8 H),
1.00-0.95 (m, 6 H), 0.91 (t, / = 6.6 Hz, 6 H), >*C{'"H} NMR
(125 MHz, CDCl,) &: 163.4, 163.2, 163.0, 162.6, 133.6, 133.1,
132.8, 131.7, 131.1, 129.6, 128.4, 127.7, 126.4, 125.9, 123.1,
123.1, 122.6, 121.7, 120.5, 119.5, 100.6, 92.6, 92.4, 85.5, 71.0,
71.0, 70.9, 70.1, 69.3, 69.3, 69.2, 68.4, 38.6, 37.4, 30.8, 28.8,
24.1, 23.1, 22.9, 22.0, 14.6, 13.8, 11.1, 10.2. HRMS
(MALDI-TOF): caled for CgoHs4FeN,O,: 922.343, found:
922.265.

Synthesis of compound 2

To a solution of compound 1 (80 mg, 0.086 mmol) in DCM,
TCNE (13 mg, 0.095 mmol) was added at rt. The reaction
mixture was stirred for 6 h at rt. The solvent was removed
under reduced pressure and the residue was purified by
column chromatography on silica gel eluting with DCM/
hexane (90 : 10) to afford 2 as a dark-brown solid (90 mg, 77%).
'H NMR (500 MHz, CDCl,) &: 9.89 (d, J = 8.2 Hz, 1 H), 8.65 (s, 1
H), 8.56 (d, J = 7.9 Hz, 1 H), 8.54-8.49 (m, J = 7.8 Hz, 2 H),
8.47-8.43 (m, J = 8.1 Hz, 2 H), 7.79-7.77 (d, 2 H), 7.75-7.73 (d,
2 H), 5.45 (m, 1 H), 5.03 (m, 1 H), 4.87 (m, 1 H), 4.52 (m, 1 H),
4.43 (s, 5 H), 4.11-4.03 (m, 4 H), 1.91-1.85 (m, 2 H), 1.36-1.32
(m, 8 H), 1.26 (m, 8 H), 0.91-0.87 (m, 6 H), 0.84-0.81 (m, 6 H).
Bc{'H} NMR (125 MHz, CDCl;) §: 172.0, 165.1, 163.3, 163.1,
163.0, 162.6, 137.9, 134.1, 133.8, 133.3, 133.0, 132.8, 132.0,
131.0, 130.6, 130.3, 129.3, 128.5, 128.2, 127.7, 126.5, 126.4,
125.9, 123.5, 123.3, 123.2, 122.9, 122.7, 122.0, 118.4, 113.6,
113.1, 111.7, 111.6, 97.7, 95.2, 87.2, 78.8, 75.4, 74.8, 72.9, 71.5,
44.3, 38.0, 37.9, 30.8, 29.7, 28.7, 24.1, 23.1, 23.1, 14.2, 14.1,
10.6, 10.6. HRMS (MALDI-TOF): calcd for CgeHs4FeNgOy:
1050.356, found: 1050.334.

Synthesis of compound 3

To a degassed solution of di-bromo-PDI (200 mg, 0.26 mmol),
the ferrocenyl precursor (Fc-Ph) (200 mg, 0.65 mmol) in
toluene (15 mL), and DIPA (15 mL), Pd(PPh;), (40 mg), and
Cul (3 mg) were added under a N, atmosphere. The mixture
was heated at 80 °C for 7 h under a N, atmosphere. The
solvent was removed under reduced pressure and the residue
was purified by column chromatography on silica gel eluting
with DCM/hexane (50:50) to afford 3 as a dark-brown solid
(225 mg, 63%). '"H NMR (500 MHz, CDCl;) &: 9.99-9.89 (m, 2
H), 8.74-8.64 (m, 2 H), 8.61-8.53 (m, J = 8.2 Hz, 2 H), 7.61-7.53
(m, 8 H), 4.60 (s, 4 H), 4.31 (s, 4H), 4.29 (s, 10 H), 4.21-4.12
(m, 4 H), 2.02-1.95 (m, 2 H), 1.45 (dd, J = 6.4, 13.4 Hz, 8 H),
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1.41-1.36 (m, 8 H), 1.00 (t,/ = 7.4 Hz, 6 H), 0.94 (t, /= 6.9 Hz, 6
H). PC{'H} NMR (125 MHz, CDCl;) & 163.2, 162.9, 137.4,
135.2, 133.5, 133.0, 131.7, 131.7, 130.4, 130.0, 127.9, 127.2,
127.0, 125.6, 122.8, 121.8, 120.8, 119.7, 99.2, 92.4, 92.3, 85.6,
71.7, 70.1, 69.2, 64.7, 44.3, 38.0, 30.9, 28.8, 24.1, 23.1, 14.2,
10.6. HRMS (MALDI-TOF): calcd for CgoHgsFe,N,04: 1230.37,
found: 1230.253.

Synthesis of compound 4

To the solution of compound 3 (80 mg, 0.065 mmol) in DCM,
TCNE (9 mg,0.065 mmol) was added at rt. The reaction
mixture was stirred for 6 h at rt. The solvent was removed
under reduced pressure and the residue was purified by
column chromatography on silica gel eluting with DCM to
afford 4 as a black solid (30 mg, 37%). "H NMR (500 MHz,
CDCl;) 6 = 9.91 (d, J = 8.1 Hz, 1 H), 9.76 (d, J = 8.1 Hz, 1 H),
8.74 (s, 1 H), 8.68 (s, 1 H), 8.57 (d, ] = 8.4 Hz, 1 H), 8.54 (d, ] =
8.4 Hz, 1 H), 7.74-7.67 (m, 4 H), 7.56-7.49 (m, 4 H), 5.54 (br.
S., 1 H), 5.10 (br. s., 1 H), 4.94 (br. s., 1 H), 4.60 (s, 2 H), 4.56
(br. s., 1 H), 4.49 (s, 5 H), 4.33 (s, 2 H), 4.31 (s, 5 H), 4.23-4.06
(m, 4 H), 2.00-1.90 (m, 2 H), 1.41 (dd, J = 6.7, 14.0 Hz, 8 H),
1.34 (br. s., 8 H), 0.97 (t, J = 6.8 Hz, 6 H), 0.91 (br. s., 6 H). *C
{'"H} NMR (125 MHz, CDCl;) &: 172.0, 165.0, 163.2, 163.2,
162.9, 137.5, 137.4, 134.3, 133.8, 133.3, 132.9, 132.8, 131.7,
131.7, 130.0, 129.1, 128.9, 127.9, 127.8, 127.3, 127.3, 127.1,
125.8, 123.3, 122.9, 122.1, 122.1, 120.6, 120.2, 118.5, 113.6,
113.0, 111.6, 99.1, 96.1, 95.3, 92.6, 92.3, 86.8, 85.5, 78.8, 75.2,
74.7, 72.9, 71.7, 71.3, 70.1, 69.3, 64.6, 44.4, 38.0, 30.8, 28.8,
24.1, 23.1, 14.2, 10.6., HRMS (MALDI-TOF): calcd for
CaeHeoFe,NOy: 1358.384, found: 1358.333.

Synthesis of compound 5

To the solution of compound 3 (50 mg, 0.041 mmol) in DCM,
TCNE (13 mg, 0.102 mmol) was added at rt. The reaction
mixture was stirred for 6 h at rt. The solvent was removed
under reduced pressure and the residue was purified by
column chromatography on silica gel eluting with DCM/EtOAc
(95:5) to afford 5 as a dark-brown solid (55 mg, 90%). 'H
NMR (500 MHz, CDCl;) &: 9.84 (d, J = 8.1 Hz, 2 H), 8.90-8.73
(m, 2 H), 8.62 (d, J = 8.1 Hz, 2 H), 7.73 (s, 8 H), 5.53 (m, 2 H),
5.13-5.08 (m, 2 H), 4.94 (m, 2 H), 4.57 (m, 2 H), 4.50 (s, 10 H),
4.17 (dd, J = 7.5, 15.4 Hz, 4 H), 1.96 (m, 2 H), 1.45-1.39 (m, 8
H), 1.36-1.31 (m, 8 H), 1.02-0.94 (m, 6 H), 0.94-0.89 (m, 6 H).
BC{'H} NMR (125 MHz, CDCl;) 8: 172.0, 165.0, 163.5, 138.0,
137.6, 132.8, 131.9, 130.7, 129.6, 129.2, 127.8, 127.3, 123.8,
123.3, 122.4, 121.9, 118.9, 113.6, 113.0, 111.5, 95.1, 87.1, 78.7,
76.7, 76.3, 75.3, 74.7, 72.9, 72.5, 71.3, 44.5, 38.0, 30.8, 29.7,
28.7, 24.1, 23.1, 14.2, 10.6., HRMS (MALDI-TOF): calcd for
CoyHgeFe,N140,: 1486.397, found: (M + H) 1487.329.

Data availability

The experimental details, UV-visible spectra, the TGA study,
CV analysis, DFT and TD-DFT calculations, and the spectro-
electrochemical study are presented in the manuscript. 'H
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NMR, *C NMR, HRMS (MALDI-TOF), the solvatochromic
study, DPVs, MEP, the TDOS spectrum, and the cartesian coor-
dinates of DFT and TD-DFT are available in the ESL}
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