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Perylene bisimides are highly attractive polycyclic aromatic hydrocarbons due to their photostability
associated to unique and characteristic photochemical properties. They have been widely used for
analytical purposes, despite the hydrophobicity of most of these compounds. The ring substitution
pattern plays an important role in fine-tuning the physicochemical properties that govern solubility and
aggregation. In this work, a selection of perylene bisimides were prepared from the reaction of

perylenetetracarboxylic dianhydride with a-amino acids or primary aliphatic and aromatic amines. These
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Accepted 28th March 2024 molecules were obtained in good yield by a simple synthetic protocol based on the use of imidazole as
a green solvent and avoiding the need for complex purification methods, a major advantage for future

DOI: 10.1039/d4ra01576b applications. Functionalization of the exocyclic substituent can also be performed and was exemplified

rsc.li/rsc-advances by the incorporation of the maleimide and anthraquinone moieties.
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1. Introduction

Perylene bisimides (PBI, Fig. 1) are valuable functional mate-
rials that have been used for several applications, depending on
the substitution pattern of the fused aromatic ring. A wide range
of substituents can be incorporated in the imide group or in the
bay positions (C1, C6, C7 or C12).* PBIs functionalized in the
ortho positions (C2, C5, C8 or C11), have only been available in
the past ten years, opening new and interesting research
directions for PBI chemistry.” These compounds have been
extensively investigated because of their outstanding chemical,
physical and optoelectronic properties, as well as their stability
under thermal, oxidative stress and high electron mobility.?
They have been mostly used as semiconducting materials in
organic solar cells,** field effect transistors,” light emitting
diodes® and hybrid LEDs” due to their extended -conjugation
coupled with HOMO-LUMO suitable values, supplying emis-
sion properties along with efficient charge transfer.®

PBIs have also been used as typical fluorescent probes mostly
in biological or environmental studies, as they are easy to prepare
and can be modified in different ring positions, showing also
good light, heat and chemical stability.> Compounds incorpo-
rating the PBI nucleus also presented anticancer, antifungal,
antiviral, antidepressant and antibacterial activities.’

According to the literature, PBIs were obtained by conden-
sation of perylene tetracarboxylic acid dianhydride (PTCDA)
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with a primary amine function® including amino acids®***** at
high temperatures in solvents such as molten imidazo-
le, 111412 quinolone” or ethylene glycol.”**** Zinc aceta-
tel0ed13b14 and zine chloride catalysts®>*'4*'* were also used to
increase the reactivity of aromatic amines.

The non-covalent functionalization of carbon nanotubes
using PBIs has been successfully applied within our research
group. This mild and effective functionalization reaction allowed
the chemical modification of the carbon nanotube surface
without affecting the external carbon layer. Varying the substit-
uent at the imide function of the PBI unit proved to be a funda-
mental asset to control the selective interaction with the
neighboring environment or the desired properties of the mate-
rial. A simple and efficient synthetic method was previously
developed in-house for the preparation of a selection of PBI, from
the reaction of perylenetetracarboxylic dianhydride with a-amino
acids'® and this line of research has been further explored.

In this work, we report the synthesis of PBIs from the reac-
tion of PTCDA with primary amines, extending the scope of this

Bay positions

Fig. 1 Structure of PBI and numbering of the aromatic carbons in the
periphery of the ring system.
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Table 1 Optimized experimental conditions for the synthesis of PBls 3
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COOH COOH \/COOH COOH
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NH, NH,
2f 2g 2h 2i 2j
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H,N___~_OH /\/\ @
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Entry R Experimental conditions Product, yield (%)
1+ 2a (2.1 eq.) + imidazole (10 eq.), 95 °C, 2 h 3a, 91%"“
1+ 2a (2 eq.) + imidazole (17 eq.), 110 °C, 4 h 3a, 74%"
1 COOH
O
2 1+ 2b (2 eq.) + imidazole (17 eq.), 95 °C, 3 h 3b, 92%*
COOH
NHBoc
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kNH
3 1+ 2¢ (2.3 eq.) + imidazole (17 eq.), 95 °C, 3 h 3¢, 95%
HoOC™ ™
Ph.J"
4 Ph™ 7S 1 +2d (2 eq.) + imidazole (17 eq.), 95 °C, 3 h 3d, 89%
k(COOH
N
o\
5 N 1+2d (2 eq.) + imidazole (17 eq.), 110 °C, 48 h 4, 39%
ECOOH
NH
/ A
6 1+ 2e (2.2 eq.) + imidazole (17 eq.), 95 °C, 3 h 3e, 92%
COOH
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2a 2b 2d 2e
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COOH S/CQOH HZNV\NHZ HaN A~ NH2 HzNONHz
NH, NH,
2f 2g 2h 2i 2j
HoN. _~_OH /\/\ @ NHz
2k
Entry R Experimental conditions Product, yield (%)
COOH
7 COOH 1+ 2f (2 eq.) + imidazole (17 eq.), 95 °C, 3 h 3f, 88%
OH
8 COOH 1+ 2g (2 eq.) + imidazole (17 eq.), 95 °C, 3 h 3g, 73%
9 HzN\/\; 1+ 2h (10 eq.), 100 °C, 30 min 3h, 98%
10 HaNe o~ 1+ 2i (10 eq.), 100 °C, 30 min 3i, 96%
11 HZN@E 1+ 2j (2.5 eq.), EtOH, 100 °C, 2 days 3j, 74%
12 A _~_OH 1+ 2k (10 eq.), 100 °C, 1 h 3k, 77%
13 Ho/\(\ 1+ 21 (10 eq.), 100 °C, 1 h 31, 84%
O .
14 ] 1+ 2m (101 eq.), 600 W, 1 h 40 min 3m, 96%

“ Reported in the literature [ref. 16]. ° By microwave irradiation.

method to other amino acids and to primary aliphatic and
aromatic amines and hydrazines. The reaction conditions were
optimized in order to enhance the sustainability of the synthetic
protocol, reducing waste, avoiding aggressive solvents and
minimizing the temperature.

2. Results and discussion

The reaction of perylenetetracarboxylic dianhydride 1 with
amino acids was initially performed with phenylalanine 2a (2-

© 2024 The Author(s). Published by the Royal Society of Chemistry

2.1 eq.) using imidazole (10-17 eq.) as solvent and heating at
95 °C and 110 °C for 2 h and 4 h respectively. The milder
experimental conditions resulted in the best isolated yield of
PBI 3a (91%) and a temperature of 95 °C, allowing the solid
imidazole to melt, was selected for the reactions with the
different amino acids (conditions summarized in Table 1,
entries 1-8). Imidazole is considered a green solvent and was
previously used in the synthesis of PBIs by reaction of per-
ylenetetracarboxylic dianhydride with 2-2.2 eq. of an amino

acid (alanine, valine, phenylalanine, isoleucine, leucine,
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i) Ferrocenealdehyde;
KOH aq.
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HOOC” "NHBoc HOOC
2b

Scheme 1 Synthesis of compound 2c.

histidine, cysteine or aspartic acid) and heating at 120-140 °C
for 0.5-8 h.®°4!1¢12 The reaction was performed under argon*>*
or nitrogen** atmosphere or in the absence of an inert gas.®'*?
The use of zinc acetate as catalyst was also reported.**?

The Boc-protected lysine (2b) was incorporated in perylene 1
and the product was isolated in 92% yield after 3 h at 95 °C
(entry 2). Boc-lysine 2b was also used to incorporate a ferrocene
(Fc) unit by reaction with formylated ferrocene, and the
reagents were combined in a 1:1 molar ratio in aqueous 2.6 M
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LNH
DCM; TFA
—_—
NHBoc HOOC™ ~NHj*
2 CF,COO

KOH solution. The imine was reduced in situ by addition of
sodium borohydride and product 2¢ was isolated in 53% yield
after cleavage of the Boc protecting group (Scheme 1). The
reaction between 2c¢ and perylene 1 occurred smoothly in
molten imidazole at 95 °C (Table 1, entry 3). The selection of
ferrocene to generate PBI 3¢, was inspired by the excellent redox
and catalytic properties of this organometallic unit, with
important applications as electrochemical sensors, biosensors
and supramolecular switches.'” Also in medicinal chemistry, its

Table 2 Optimization studies on the reaction of perylene 1 with cysteine-S-trityl 2d using imidazole as solvent

HOOC

o~ 0” "o o

1 HOOC/\

OsN_O O,

Ph\T/hPh [g
S N

Hooc\rJ
N

[®)

N0 07 N0
Hooc)\
S N
)<Ph &/
Ph” “Ph N
3d 4

Reaction conditions

Entry 1 2d Imidazole Temperature, time Product

1 1 eq. (0.33 mmol) 2 eq. 17 eq. 95°C, 3 h 3d*

2 1 eq. (0.33 mmol) 2 eq. 17 eq. 95°C, 4 h 3d

3 1 eq. (0.33 mmol) 2.2 eq. 17 eq. 95°C,3 h 3d+4+5+6%(7.6:2.3:1.2:1.0)

4 1 eq. (0.33 mmol) 2.5 eq. 17 eq. 95°C,3h 3d+4+5+6%(2.5:1.8:1.0:1.2)
3d, 0.24 g, 69%

5 1 eq. (0.33 mmol) 2 eq. 8 eq. 95°C,3 h 3d, 0.23 g, 61%

6 1 eq. (0.27 mmol) 2 eq. 17 eq. 110°C, 3 h 3d+4+5+6%(2.1:1.0:2.1:2.4)

7 1 eq. (0.77 mmol) 2 eq. 17 eq. 110°C, 4 h 3d+4+5+6%(2.7:1.0:2.1:2.5)

8 1 eq. (0.32 mmol) 2 eq. 17 eq. 110 °C, 27 h 4

9 1 eq. (0.31 mmol) 2 eq. 17 eq. 110 °C, 48 h 4, 0.08 g, 39%

“ By 'H NMR. ? With traces of 5 and an unknown contaminant with aromatic protons. ¢ Not quantified; product with traces of 6 and broad signals in

the aromatic region.
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presence in the structure of a drug can lead to additional
therapeutic applications.*®

The reaction of perylene 1 with S-trityl cysteine 2d in imid-
azole required extensive optimization studies (see Table 2). The
reaction was initially tested under the standard reaction
conditions and the two reagents were combined in a 1: 2 molar
ratio and heated at 95 °C for 3 h. The expected product 3d was
isolated but "H NMR showed the presence of traces of 5 and an
unknown contaminant with aromatic protons (Table 2, entry 1).
Increasing the reaction time to 4 h (entry 2) did not improve the
purity of the product. The amount of amino acid was increased
to 2.2 eq. (entry 3) and 2.5 eq. (entry 4) and in both cases the
formation of compound 3d was accompanied by the competi-
tive formation of perylene 4, and also of compounds 5 and 6.
The signals of compounds 5 and 6 used to determine their
relative amounts were the integration of the OH proton (6 6.44
ppm) and CH proton (6 5.60 ppm) respectively. For compounds
3d and 4, the integration of the signal at ¢ 8.37 ppm for H4’ (for
4 h) and of the signal at 6 6.02 ppm for H1 (for 2 h) were used,
respectively. The amount of imidazole used as solvent was
halved (8 molar equivalents) maintaining the 1:2 ratio of
reagents 1 and 2d and the reaction temperature and time (95 °C,
3 h - entry 5). The pure product 3d was isolated in 61% yield.

Attempts to understand the effect of temperature on the
product mixture led us to perform the same reaction at 110 °C
for 3 h (entry 6) and 4 h (entry 7), leading to a mixture of
products 3d, 4, 5 and 6 in a variable ratio (Table 2). The reaction
time was increased to 27 h (entry 8) and then to 48 h (entry 9)
leading to the isolation of the pure product 4 in 39% yield.
Cleavage of the trityl group in PBI 3d led to compound 9 in 93%
isolated yield (Scheme 4).

The formation of PBI 4 was unexpected and the replacement
of the S-trityl group by the imidazole nucleus was also tested
using only S-trityl cysteine and 17 molar equivalents of imid-
azole with heating at 110 °C for 48 h (Scheme 2). The product
was isolated as a beige solid after washing with water, and
identified by NMR spectroscopy as compound 6 (6i 5.60 ppm
for the C-H proton and d¢ 55.79 ppm) with traces of compound
5 (0g 6.44 ppm for the OH signal and ¢ 80.58 ppm) formed in
a 9:1 molar ratio. Although cysteine is no longer identified in
the reaction mixture, the replacement of the S-trityl group by the
imidazole was not observed. The absence of sulfur in the iso-
lated solid mixture was confirmed by the lead acetate paper test.

Attempts to understand the evolution of S-trityl cysteine
under these experimental conditions, prompted us to perform
the reaction in an NMR tube and accompany the progression
with time.

In the first experiment, S-trityl cysteine (6.6 mg) was
combined with imidazole (8 molar equivalents) in DMSO-d,

Ph Ph
COOH =~
Ph Ph——OH  Ph—)—H
Ph NH, 110°C, 48 h Ph Ph
2d 5 6

Scheme 2 Products identified in the reaction of cysteine-S-trityl with
imidazole.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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(600 pL). The NMR tube was heated at 110 °C and the reaction
was followed every hour for 28 h. After 1 h, S-trityl cysteine was
completely absent and only imidazole and triphenylmethane 6
were visible in the spectrum. The experiment was repeated
under the same experimental conditions, but the reaction was
followed by "H NMR every 5 minutes, for a total of 1 hour. After
15 minutes, the S-protected cysteine was absent and traces of
alanine were visible in the spectrum (dy4 1.23 ppm d, J = 7.2 Hz
for the CH; protons) together with a broad singlet at 6y 6.1 ppm
that was later confirmed to exchange with D,O. The total
absence of correlation with other carbon atoms in the >C NMR
spectrum prevented the identification of this new molecule.
After 20 minutes, triphenylmethane 6 was also visible, and its
formation gradually increased with time, as the signals for
alanine and the unknown molecule (6y 6.1 ppm) were fading
away and completely disappeared after 1 h.

The experiment was repeated in the absence of imidazole
and S-trityl cysteine was heated in DMSO-d at 110 °C. After 10
minutes, alanine and the unknown compound (64 6.1 ppm)
were visible, and after 15 minutes the proton signal for triphe-
nylmethane 6 was also present. After 20 minutes, all these
signals increased and a broad signal at 6y 6.4 ppm, assigned to
the OH proton of triphenylmethanol 5 also started to appear.
With continued heating, the signals for alanine and the
unknown compound gradually faded away leading to a 1.5:2
mixture of compounds 5 and 6 as the major visible products
after 1 h.

The evolution of S-trityl cysteine in DMSO-de was also fol-
lowed at room temperature (20-22 °C) both in the absence and
in the presence of imidazole (8 molar equivalents).

In the absence of imidazole, traces of alanine were visible in
the spectrum after 4 days and traces of triphenylmethane after 9
days. After one month, only traces of S-trityl cysteine were
visible in the spectrum, where the major products were tri-
phenylmethanol 5 alanine and triphenylmethane 6 ina 4:1.5:
1 molar ratio.

When imidazole was present, this evolution was consider-
ably delayed, as alanine could only be detected after 9 days and
triphenylmethane 6 after 14 days. After one month, S-trityl
cysteine and alanine were still present in a 3:1 molar ratio,
together with traces of triphenylmethane.

The serendipitous observation, in our experimental work,
that the S-trityl group in S-trityl cysteine was cleaved in DMSO-
de leading to alanine and that the rate of this process, that
occurs at room temperature, was considerably accelerated by
heating at 110 °C, can inspire future work on a new gentle
process for the desulfurization of cysteine. As far as we know,
this reaction was never reported and mild desulfurization
strategies are important when peptide and protein synthesis are
performed through a native chemical ligation-desulfurization
approach.”

Naphthalenebisimides (NBI) are structural analogues of PBIs
and equally important as n-type semiconductor materials,* for
organic electronics and in supramolecular chemistry.”® The
reaction of naphthalenetetracarboxylic dianhydride 7 with 2 eq.
of the S-trityl cysteine 2d in melted imidazole (17 eq.) was per-
formed at 95 °C for 3 h, reproducing the conditions used for the

RSC Adv, 2024, 14, M41-M50 | 1145
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Scheme 3 Condensation of naphthalene tetracarboxylic dianhydride with cysteine-S-trityl.
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Scheme 4 Cleavage of the protecting group in compounds 3d and 3b and synthesis of PBI 12.
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perylene analogue. The NBI 8d was isolated in 53% yield and
products 5 and 6 were also identified in the reaction mixture
(Scheme 3).

The reaction of perylene dianhydride 1 with amino acids 2e,
2f and 2g under the normal reaction conditions, summarized in
Table 1 (entries 6, 7 and 8 respectively) led to the isolation of the
corresponding PBIs 3e, 3f and 3g in 92, 88 and 73% yield after
3 h at 95 °C using imidazole as solvent. Mahapatra et al.,"* re-
ported the synthesis of PBI 3f, when the dianhydride 1 was
combined with aspartic acid in imidazole and the mixture was
heated at 120 °C for 8 h, under a nitrogen atmosphere. The
product was isolated in 82% yield and used in the detection and
quantification of caffeine in aqueous medium.

The reaction of perylene dianhydrides 1 with aliphatic and
aromatic diamines or aminoalcohols was also carried out, using
an excess of amine as solvent (2.5-10 eq.) (Table 1, entries 9-13).
The reactions were performed at 100 °C for 0.5-1 h for alkyl
amines or for 2 days with the less nucleophilic arylamine (entry
11). The synthesis of PBI 3h, was already reported in the liter-
ature and the reagents were refluxed in benzene for 5 h (84%)*

ooo N

Ac0, reflux,
25 min

O‘O

AcOH, reflux , 1 h

NH,
it
0 o 0

o) HZNMNHZ
COoo™ O‘O

(n 2,3)
(n=2);
17 (n=3)

THF, r.t.
Scheme 5 Synthesis of compounds 16 and 17.

Oy

COOH

O
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or perylene 1 and a large excess of ethylenediamine were heated
for 24 h at 90 °C, followed by 2 h at 150 °C (86%).**

In this work, perylene 1 was also reacted with phenyl-
hydrazine and the reaction required the use of a large excess of
amine under microwave irradiation (600 W) for over one hour
(entry 14), leading to the expected product 3m in 96% yield.

PBIs 3a and 3b were functionalized on the exocyclic amino
acid chain by incorporating either maleimide or anthraqui-
none. The maleimide unit is an important asset that provides
access to valuable derivatives by nucleophilic addition to the
double bond, although its presence in macromolecular mate-
rials is still limited. In order to incorporate this group into PBI
3b, the Boc protecting group in this compound was removed
(Scheme 4). The use of TFA in DCM, at room temperature, led to
PBI 10, isolated in 92% yield. The work proceeded with the
reaction of compound 10 with maleic anhydride (MA) activated
by trimethylamine and using DMSO as solvent, at room
temperature. After 5 h, product 11 was isolated in 96% yield.
The desired product 12 could not be obtained by increasing the
reaction temperature or the reaction time, as extensive
decomposition of the reaction mixture occurred, leading to
polymeric material. The use of an extra amount of maleic
anhydride and its fractional addition during the reaction period
allowed the isolation of compound 12 in 73% yield.

The anthraquinone motif, mainly used as a redox catalyst,
has wide industrial applications. The aim of this part of the
work was to anchor this unit to the perylene aromatic surface
through different linkers. The 2-aminoanthraquinone was the
starting material to build a side arm, used as a linker, and
reaction with succinic anhydride in glacial acetic acid and reflux
for 1 h (Scheme 5) led to the formation of compound 14.
Compound 15 was prepared from 14 and intramolecular cycli-
zation involving the nitrogen atom of the amide and the
carbonyl group of the carboxylic acid occurred in the presence
of acetic anhydride, used as a solvent. The synthesis of

(0] H (0]
LT W
H n
O

HOOC
16 (n=2)
17 (n=3)
DMF
r.t. 24h | HOBt
DCC

O
YOO PUNRDS:
Ry
n
O (@] OO

18 (n=2)
19 (n = 3)

Scheme 6 Synthesis of compounds 18 and 19.
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compounds 16 and 17 resulted from the reaction of compound
15 with ethylenediamine or propane-1,3-diamine using THF as
solvent, under stirring at room temperature.

PBI 3a was selected to incorporate anthraquinone derivatives
16 and 17 due to the presence of the phenyl group in the side
chain, reducing aggregation and improving solubility. The
carboxylic acid allowed the formation of an amide bond, using
standard peptide coupling conditions. The carboxylic function
in compound 3a was pre-activated with HOBt and DCC in DMF
(Scheme 6) and reaction with the amino group of compound 16
or 17 led to the final products 18 and 19 isolated in 36% and
50% yield, respectively.

Attempts to characterize all the compounds by NMR spec-
troscopy were hampered by their poor solubility in DMDO-de
and a few drops of TFA were added to the NMR tube. The
formation of the corresponding salt improved the solubility in
this solvent, allowing NMR analysis. The product of the reaction
of perylenetetracarboxylic dianhydride 1 with the aminoalcohol
2k could not be characterized by NMR due its poor solubility
even in the presence of TFA. This may be related to the linear
shape of the aminoalcohol that favors aggregation of the cor-
responding PBI 3k. The use of 2-amino-1-butanol 2l in the
reaction with perylenetetracarboxylic dianhydride 1 resulted in
the formation of a branched PBI 31, which reduced aggregation
and allowed a good solubility in DMSO-de.

3. Conclusion

In conclusion, we developed an efficient method to prepare
perylene bisimides from the reaction of perylene tetracarboxylic
dianhydride with different amino acids, amino-alcohols and
primary aromatic amines. The products were isolated in 73—
98% yield from a reaction that proceeded smoothly at 95-110 °
C, using mostly equimolar amounts of the reagents in molten
imidazole. The side chain functionality was explored to incor-
porate ferrocene, maleimide or anthraquinone, all appealing
groups not only for research but also for a wide range of
industrial applications.

The unexpected evolution of S-trityl cysteine in the perylene
side chain to 1H-imidazolil propanoic acid was observed only
when the amino acid was associated to the perylene ring. When
a solution of S-trityl cysteine in DMSO, was kept either at room
temperature or under heating at 110 °C, the equally unexpected
formation of alanine was detected by "H NMR. New desulfur-
ization strategies, transforming a cysteine into an alanine unit,
are important approaches for peptide and protein synthesis. A
concept article recently published by Li et al.,*** reports metal-
based and metal-free approaches and P-B desulfurization
methods, but none of them involved the use of S-trityl cysteine,
as is reported in the present work.

Author contributions

E. M., P. F. and R. A. performed chemical synthesis and char-
acterization data of all compounds. E. M. wrote the original
draft of the manuscript. E. M., P. F., R. A. and M. F. P. reviewed
and edited the manuscript. M. F. P. supervised the project. All

11148 | RSC Adv, 2024, 14, M41-M50

View Article Online

Paper

authors have read and agreed to the published version of the
manuscript.

Conflicts of interest

There are no conflicts of interest to declare.

Acknowledgements

The authors gratefully acknowledge the financial support by the
University of Minho and Portuguese Foundation for Science
and Technology (FCT) through the Portuguese NMR network
(RNRMN), CQ/UM |[Strategic Projects PEst-C/QUI/UI0686/2013
(FCOMP01-0124-FEDER-037302), UID/QUI/00686/2016 and
UID/QUI/00686/2018]. The LECO instrument for elemental
analysis TruSpec Micro CHN was purchased within the PT-
OPENSCREEN  project (NORTE-01—0145-FEDER-085468),
financed by CCDR-N.

References

1 E. Kozma and M. Catellani, Perylene diimides based
materials for organic solar cells, Dyes Pigm., 2013, 98, 160-
179.

2 W. Zhou, G. Liu, B. Yang, Q. Ji, W. Xiang, H. He, Z. Xu, C. Qi,
S. Li, S. Yang and C. Xu, Review on application of perylene
diimide (PDI)-based materials in environment: pollutant
detection and degradation, Sci. Total Environ., 2021, 780,
146483.

3 (@) F. wiirthner, C. R. Saha-Moller, B. Fimmel, S. Ogi,
P. Leowanawat and D. Schmidt, Perylene Bisimide Dye
Assemblies as Archetype Functional Supramolecular
Materials, Chem. Rev., 2016, 116, 962-1052; (b) M. Burian,
F. Rigodanza, N. Demitri, L. Dordevi¢, S. Marchesan,
T. Steinhartova, I. Letofsky-Papst, I. Khalakhan, E. Mourad,
S. A. Freunberger, H. Amenitsch, M. Prato and
Z. Syrgiannis, Inter-Backbone Charge Transfer as
Prerequisite for Long-Range Conductivity in Perylene
Bisimide Hydrogels, ACS Nano, 2018, 12(6), 5800-5806; (c)
A. Mauger, C. Julien, A. Paolella, M. Armand and
K. Zaghib, Recent Progress on Organic Electrodes Materials
for Rechargeable Batteries and Supercapacitors, Materials,
2019, 12, 1770.

4 (a) W. Jiang, L. Ye, X. G. Li, C. Y. Xiao, F. Tan, W. C. Zhao,
J. H. Hou and Z. H. Wang, Bay-linked perylene bisimides
as promising non-fullerene acceptors for organic solar
cells, Chem. Commun., 2014, 50, 1024-1026; (b) X. Zhang,
Z. H. Lu, L. Ye, C. L. Zhan, J. H. Hou, S. Q. Zhang, B. Jiang,
Y. Zhao, J. H. Huang, S. L. Zhang, Y. Liu, Q. Shi, Y. Q. Liu
and ]J. N. Yao, A Potential Perylene Diimide Dimer-Based
Acceptor Material for Highly Efficient Solution-Processed
Non-Fullerene Organic Solar Cells with 4.03% Efficiency,
Adv. Mater., 2013, 25, 5791-5797.

5 (@) D. K. Kim, J. D. Oh, E. S. Shin, H. S. Seo and J. H. Choi,
Study on copper phthalocyanine and perylene-based
ambipolar organic light-emitting field-effect transistors
produced using neutral beam deposition method, J. Appl

© 2024 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra01576b

Open Access Article. Published on 08 April 2024. Downloaded on 7/30/2025 5:22:01 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

Phys., 2014, 115, 164503; (b) R. T. Weitz, K. Amsharov,
U. Zschieschang, E. B. Villas, D. K. Goswami, M. Burghard,
H. Dosch, M. Jansen, K. Kern and H. Klauk, Organic n-
Channel Transistors Based on Core-Cyanated Perylene
Carboxylic Diimide Derivatives, J. Am. Chem. Soc., 2008,
130, 4637-4645.

6 (@) F. J. Céspedes-Guirao, S. Garcia-Santamaria,
F. Fernandez-Lazaro, A. Sastre-Santos and H. J. Bolink,
Efficient electroluminescence from a perylenediimide
fluorophore obtained from a simple solution processed
OLED, J. Phys. D Appl. Phys., 2009, 42, 105106; (b) L. S. Li,
M. Guan, G. H. Cao, Y. Y. Li and Y. P. Zeng, Highly
efficient and stable organic light-emitting diodes
employing MoO3-doped perylene-3, 4, 9, 10-tetracarboxylic
dianhydride as hole injection layer, Appl. Phys. A, 2010, 99,
251-254.

7 E. Kozma, W. Mroz and F. Galeotti, A polystyrene bearing
perylene diimide pendants with enhanced solid state
emission for white hybrid light-emitting diodes, Dyes
Pigm., 2015, 114, 138-143.

8 E. Kozma, F. Galeotti, G. Grisci, L. Barba, G. Arrighetti,
M. Catellani, G. Scavia and W. Porzio, Perylene diimide
cysteine derivatives self-assembled onto (111) gold surface:
evidence of ordered aggregation, Surf. Sci., 2018, 675, 15-25.

9 (a) T. Keskin, B. S. Isgor, Y. G. Isgor and F. Yukruk,
Evaluation of Perylenediimide Derivatives for Potential
Therapeutic Benefits on Cancer Chemotherapy, Chem. Biol.
Drug Des., 2012, 80, 675-681; (b) S. Yagan, F. Yukruk and
G. V. Unluy, Antimicrobial activities of four
perylenediimides, Afr. J. Microbiol. Res., 2015, 9, 427-432;
(c) B. Kulkarni, M. Malhotra and M. Jayakannan, Perylene-
tagged polycaprolactone block copolymers and their
enzyme-biodegradable fluorescent nanoassemblies for
intracellular bio-imaging in cancer cells, ACS Appl. Polym.
Mater., 2019, 1, 3375-3388; (d) Z. Zhao, N. Xu, Y. Wang,
G. Ling and P. Zhang, Perylene diimide-based treatment
and diagnosis of diseases, J. Mater. Chem. B, 2021, 9, 8937~
8950; (¢) V. C. Roa-Linares, A. C. Mesa-Arango,
R. J. Zaragoza and M. A. Gonzalez-Cardenete, Antifungal
Activity of Amphiphilic Perylene Bisimides, Molecules,
2022, 27, 6890.

10 (a) N. I. Georgiev, A. R. Sakr and V. B. Bojinov, Design and
synthesis of novel fluorescence sensing perylene diimides
based on photoinduced electron transfer, Dyes Pigm., 2011,
91, 332-339; (b) C.-W. Chang, H.-Y. Tsai and K.-Y. Chen,
Green Perylene Bisimide Dyes: Synthesis, Photophysical
and Electrochemical Properties, Materials, 2014, 7, 5488-
5506; (c) A. O. Aleshinloye, J. B. Bodapati and H. Icil,
Synthesis, characterization, optical and electrochemical
properties of a new chiral multichromophoric system
based on perylene and naphthalene diimides, J.
Photochem. Photobiol., A, 2015, 300, 27-37; (d) A. Kalita,
S. Hussain, A. H. Malik, N. V. V. Subbarao and P. K. Iyer,
Vapor phase sensing of ammonia at the sub-ppm level
using a perylene diimide thin film device, J. Mater. Chem.
C, 2015, 3, 10767-10774; (e) S. Bettini, Z. Syrgiannis,
R. Pagano, L. Dordevi¢, L. Salvatore, M. Prato, G. Giancane

© 2024 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Advances

and L. Valli, Perylene Bisimide Aggregates as Probes for
Subnanomolar Discrimination of Aromatic Biogenic
Amines, ACS Appl. Mater. Interfaces, 2019, 11(18), 17079~
17089; (f) R. Cang, Y. Song, K. Ye, K. Zhu, J. Yan, J. Yin,
G. Wang and D. Cao, Preparation of organic poly material
as anode in aqueous aluminumion battery, J. Electroanal.
Chem., 2020, 861, 113967.

11 (@) B. Muthuraj, S. R. Chowdhury, S. Mukherjee, C. R. Patra
and P. K. Iyer, Aggregation Deaggregation Influenced
Selective and Sensitive Detection of Cu** and ATP by
Histidine  Functionalized = Water-Soluble  Fluorescent
Perylene Diimide Under Physiological Conditions and in
Living Cells, RSC Adv., 2015, 5, 28211-28218; (b) E. Kozma,
G. Grisci, W. Mroz, M. Catellani, A. Eckstein-Andicsova,
K. Pagano and F. Galeotti, Water-soluble aminoacid
functionalized perylene diimides: the effect of aggregation
on the optical properties in organic and aqueous media,
Dyes Pigm., 2016, 125, 201-209; (c) P. Karmakar, S. Manna,
K. Maiti, S. S. Ali, U. N. Guria, R. Sarkar, P. Datta,
D. Mandal and A. K. Mahapatra, A Perylene diimide based
fluorescent probe for caffeine in aqueous medium,
Supramol. Chem., 2019, 3128-3135.

12 (a) Y. Xu, S. Leng, C. Xue, R. Sun, J. Pan, J. Ford and S. Jin, A
Room-Temperature  Liquid-Crystalline = Phase  with
Crystalline m Stacks, Angew. Chem., Int. Ed., 2007, 46,
3896-3899; (b) A. Wicklein, P. Kohn, L. Ghazaryan,
T. Thurn-Albrecht and M. Thelakkat, Synthesis and
structure elucidation of discotic liquid crystalline perylene
imide benzimidazole, Chem. Commun., 2010, 46, 2328-
2330; (c) R. Centore, L. Ricciotti, A. Carella, A. Roviello,
M. Causa, M. Barra, F. Ciccullo and A. Cassinese, Perylene
diimides functionalized with N-thiadiazole substituents:
synthesis and electronic properties in OFET devices, Org.
Electron., 2012, 13, 2083-2093; (d) M. Mazhar, M. Abdouss,
K. Gharanjig and R. Teimuri-Mofrad, Synthesis,
characterization and near infra-red properties of
perylenebisimide derivatives, Prog. Org. Coat., 2016, 101,
297-304.

13 (@) V. Choudhary, I. K. Varma and B. V. Rao, Mass coloration
of polyester and nylon 6 using perylene pigments, J. Soc.
Dyers Colour., 1991, 107, 323-327; (b) M. Mazhar,
M. Abdouss, K. Gharanjig, R. Teimuri-Mofrad and
M. Zargaran, Effects of isomerism on near infrared
properties of perylene bisimide derivatives, J. Coat.
Technol. Res., 2017, 14, 207-214.

14 (a) J. Schonamsgruber and A. Hirsch, Benz-Bisimidazole-
Bridged Perylenes-Linearly Expanded Chromophores, Eur.
J. Org Chem., 2015, 10, 2167-2174; (b) F. M. Meymand,
M. Mazhar and M. Abdouss, Investigation of substituent
effect on cool activity of perylene bisimide pigments, J.
Coat. Technol. Res., 2019, 16, 439-447.

15 J. Feng, D. Wang, S. Wang, L. Zhang and X. Li, Synthesis and
properties of novel perylenetetracarboxylic diimide
derivatives fused with BODIPY units, Dyes Pigm., 2011, 89,
23-28.

16 R. F. Aratjo, C. J. R. Silva, M. C. Paiva, M. M. Franco and
M. F. Proenca, Efficient dispersion of multi-walled carbon

RSC Adv, 2024, 14, M41-M50 | 11149


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra01576b

Open Access Article. Published on 08 April 2024. Downloaded on 7/30/2025 5:22:01 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

RSC Advances

nanotubes in aqueous solution by non-covalent interaction
with perylene bisimides, RSC Adv., 2013, 3, 24535-24542.

17 G. Roy, R. Gupta, S. R. Sahoo, S. Saha, D. Asthana and
P. C. Mondal, Ferrocene as an iconic redox marker: from
solution chemistry to molecular electronic devices, Coord.
Chem. Rev., 2022, 473, 214816.

18 M. Patra and G. Gasser, The medicinal chemistry of
ferrocene and its derivatives, Nat. Rev. Chem, 2017, 1, 0066.

19 (@) K. Jin and X. Li, Advances in native chemical ligation-
desulfurization: a powerful strategy for peptide and protein
synthesis, Chem.-Eur. J., 2018, 24, 17397-17404; (b)
S. Bondalapati, M. Jbara and A. Brik, Expanding the
chemical toolbox for the synthesis of large and uniquely
modified proteins, Nat. Chem., 2016, 8, 407-418; (c)
S. Kulkarni, J. Sayers, B. Premdjee and R. J. Payne, Rapid

1150 | RSC Adv,, 2024, 14, TN41-11150

20

21

22

View Article Online

Paper

and efficient protein synthesis through expansion of the
native chemical ligation concept, Nat. Rev. Chem, 2018, 2,
0122.

S. S. Babu, V. K. Praveen and A. Ajayaghosh, Functional -
Gelators and Their Applications, Chem. Rev., 2014, 114,
1973-2129.

G. Rauch and S. Hoger, N-Alkylated and N,N-dialkylated 1,6-
diaminoperylene diimides synthesized via copper catalyzed
direct aromatic amination, Chem. Commun., 2014, 50,
5659-5661.

R. M. Peres, G. C. Bréda, R. V. Almeida and R. J. Corréa,
Photochemistry of covalently bonded graphene oxide -
perylene diimide system for bacterial growth inhibition
started by singlet oxygen, J. Photochem. Photobiol., A, 2021,
407, 113058.

© 2024 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ra01576b

	A simple protocol for the synthesis of perylene bisimides from perylene tetracarboxylic dianhydrideElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra01576b
	A simple protocol for the synthesis of perylene bisimides from perylene tetracarboxylic dianhydrideElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra01576b
	A simple protocol for the synthesis of perylene bisimides from perylene tetracarboxylic dianhydrideElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra01576b
	A simple protocol for the synthesis of perylene bisimides from perylene tetracarboxylic dianhydrideElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra01576b
	A simple protocol for the synthesis of perylene bisimides from perylene tetracarboxylic dianhydrideElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra01576b
	A simple protocol for the synthesis of perylene bisimides from perylene tetracarboxylic dianhydrideElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra01576b
	A simple protocol for the synthesis of perylene bisimides from perylene tetracarboxylic dianhydrideElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d4ra01576b


