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Functional cotton fabrics consisting of neat polymeric carbon nitride (CN) combined with graphene oxide (GO)
were prepared by a simple impregnation route. The CN-based coated fabrics were characterized by several
techniques. The self-cleaning efficiency of these hybrid fabrics was assessed in the photocatalytic degradation of
caffeine and rhodamine B (RhB) in aqueous solutions under visible light-emitting diodes (LEDs). It was de-
monstrated that GO, even if present at a low % v/v(0.1%), confers to the coated fabrics higher photocatalytic

efficiency for degradation of both organic pollutants in comparison with CN coated fabrics. The photo-
luminescence quenching observed on coated GO/CN fabrics suggests an electron transfer between the CN and
GO phases. In general, both coated CN and GO/CN fabrics show high stability after three uses with intensive
washes between each run. The antibacterial activity against Escherichia coli using CN and GO/CN colloids was
assessed. Results showed > 99.2% of E. coli inactivation with CN-based colloids activated by visible radiation.

1. Introduction

The growing concern about the generalized environmental pollution
and its side effects on human health has been attracting the attention of
both scientific and industrial communities. The development of func-
tional fabrics that can reduce/eliminate organic compounds and pa-
thogenic microorganisms may constitute a step-forward to improve and
sustain human and environmental well-being. Coatings with anti-odor,
photocatalytic self-cleaning, UV-protection, hydrophobicity, and anti-
bacterial properties have been well described in the literature [1-6].
Textile-nanoparticle hybrids have been prepared with a wide range of
nanomaterials, such as CuO, CdS, ZnO and TiO, [7-10]. Furthermore,
the broad-spectrum of Ag nanoparticles boost their extended use in
clothing, biomedical applications, cosmetics, water and air treatment,
among others [11-15]. Nevertheless, there is still some contradiction in
the impregnation of Ag nanoparticles on textiles, due to side effects
caused either by their direct contact with the skin, human body ab-
sorption and accumulation, as well as their spreading into the en-
vironment [16].

The pioneering work of Matsunaga et al. [17], reporting the appli-
cation of heterogeneous photocatalysis for the inactivation of bacteria
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using Pt-loaded TiO, catalysts, led to the development of photocatalysts
with self-cleaning and antimicrobial properties [18,19]. Since metal
accumulation is a problem for both humans and the environment, the
development of optical semiconductors, which can be safely used and
are also economically more attractive than the current market options,
has become a priority.

Polymeric graphite-like carbon nitride (g-C3N4) has received a great
deal of attention for photocatalytic applications such as hydrogen
production, organic synthesis and pollutants degradation [20-22]. Few
recent works have documented the use of g-C3N,4 based materials on the
preparation of smart functional textiles with self-cleaning properties
[5,23,24]. For instance, Fan et al. [5] immobilized g-CsN, nanosheets
on cotton fabrics and investigated the photocatalytic removal of red
wine and coffee stains using a solar simulator. In another work, smart
textiles consisting of metal organic framework/g-C3N4 nanospheres
achieved high activity for the detection/detoxification of chemical
warfare agents, the carbon nitride nanospheres playing a crucial role in
the detoxification function of the fabricated composite [23]. The
common main challenge in fabrics functionalization relies on the effi-
cient and durable impregnation of the textiles, to assume minimal ac-
tivity loss. Thus, an effective cross-linking between the fabrics and the
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catalysts is imperative.

The novelty of the present study relies on the preparation of metal-
free photocatalysts based on g-C3N, and graphene oxide (GO) and their
impregnation on cotton fabrics. The self-cleaning ability of the resulting
coated fabrics was tested in the photocatalytic degradation of caffeine
and RhB under visible LED light radiation, and their stability was as-
sessed. The study was extended to evaluate the photocatalytic efficiency
of the nanocarbon materials on Escherichia coli inactivation. To the best
of our knowledge, this is the first work reporting both self-cleaning and
antibacterial performance of g-C3N4/GO hybrids under visible-LED ir-
radiation.

2. Experimental
2.1. Materials

Dicyandiamide (DCN, 99%), caffeine (=99%), rhodamine (RhB,
=95%), synthetic graphite (particle size =2um), sodium nitrate
(NaNO3, 99%), hydrochloric acid (HCl, 37%) and sulfuric acid
(H,SO4, > 95%) were purchased from Sigma-Aldrich. Hydrogen per-
oxide (H50,, 30% w/v), sodium chloride (NaCl, 99%) and potassium
permanganate (KMnO,4, 99 wt%) were obtained from Fisher, Panreac
and Merck, respectively. Mueller-Hinton agar was purchased from
Oxoid. Formic acid (98%) and acetonitrile (99.8%) were supplied by
Fluka. All solutions were prepared fresh with ultrapure water (UP)
obtained with a Direct-Q Milipore system.

2.2. Catalysts preparation and cotton functionalization

The synthesis and characterization of the polymeric carbon nitride
(CN) and the graphene oxide (GO) have been extensively described in
previous works [25,26]. The aqueous colloidal CN used in the present
study was prepared by sonication using an ultrasonic processor UP400S
24 kHz. Briefly, a certain amount of CN was added to UP water and
sonicated for 50 min. Then, the suspension was centrifuged at 3500 rpm
for 15 min and the colloidal CN was recovered. The same procedure was
used for the preparation of the colloidal GO/CN. In this case, 0.1% v/v
of GO suspension was added to the colloidal CN and mixed for 30 min.
The amount of GO suspension employed in this work was selected
based on prior studies using 0.5% v/v and 1.0% v/v, which showed
lower photocatalytic performance for the degradation of organic com-
pounds compared with 0.1% v/v and neat CN.

Before the colloidal CN or GO/CN coating, uncoated cotton fabrics
were exhaustively washed with UP water and anionic detergent for 1 h
at 40 °C. Then, the uncoated fabrics were immersed in a certain volume
of colloidal CN or GO/CN (~0.7gL_1), and heated at 40 °C using a
water bath orbital shaker for 3h. The cotton fabrics were passed
through a two roller foulard (Roaches EHP Padder), under 1 bar pres-
sure at speed rate of 3mmin~’, followed by a thermal step using a
thermofixation chamber (Roaches, Model Mini Thermo) with circu-
lating air at a temperature of 100 °C for 4 min. Then, the functionalized
fabrics were washed with UP water at 70 °C to remove some potential
photocatalyst particles, which were not anchored to the cotton fabrics.
The mass quantification of the coated based CN materials was at-
tempted before and after this washing; however, no mass variation was
detected. This could be due to some fibers releasing on the edges of the
fabrics during the washing step.

2.3. Catalyst characterization

X-ray diffraction (XRD) analysis was carried out in a PANalytical
X'Pert MPD equipped with an X'Celerator detector and secondary
monochromator (Cu Ka A = 0.154 nm, 50 kV, 40 mA; data recorded at
a 0.017° step size, 100 s/step).

The optical absorption of the coated-CN cotton fabrics was followed
by diffuse reflectance UV-Vis (DRUV-Vis) spectroscopy using a JASCO
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V-560 spectrophotometer equipped with an integrating sphere.

Photoluminescence (PL) measurements of the coated fabrics were
conducted at room temperature on a JASCO (FP 82000) fluorescence
spectrometer with a 150 W Xenon lamp as light source, using band-
widths of 2.5 nm for emission and excitation.

Attenuated total reflectance (ATR) measurements (4000-600 cm 1)
were carried out in a JASCO FT/IR-6800 spectrometer (JASCO
Analytical Instruments, USA), equipped with a MIRacle™ Single
Reflection (ZnSe crystal plate; PIKE Technologies, USA).

X-ray photoelectron spectroscopy (XPS) was performed in a Kratos
AXIS Ultra HSA, with CasaXPS software for data analysis. The analysis
was carried out with a monochromatic Al Ka X-ray source (1486.7 eV),
operating at 15kV (90 W), in FAT (Fixed Analyser Transmission) mode,
with a pass energy of 40 eV for regions of interest and 80 eV for survey.

The morphology of the coated-fabrics was examined by scanning
electron microscopy (SEM) using a FEI Quanta 400 FEG ESEM/EDAX
Genesis X4M (15 keV) instrument.

Conventional and high-resolution transmission electron microscopy
(TEM/HRTEM) and atomically resolved scanning transmission electron
microscopy (STEM) analyses of the colloidal CN was performed using a
Cs probe-corrected TEM/STEM Jeol ARM 200 CF microscope equipped
with a cold-FEG electron source, operated at 80 kV.

2.4. Photocatalytic experiments

The self-cleaning efficiency of the CN or GO/CN coated fabrics was
assessed in the photocatalytic treatment of aqueous solutions con-
taining caffeine or RhB (0.05mM). In a typical photocatalytic experi-
ment, a borosilicate reactor equipped with a water recirculation glass
jacket (to maintain a constant temperature) was filled with 100 mL of
the contaminant solution (Scheme 1). Then, a coated cotton fabric
(6.0cm X 6.0 cm) was placed inside the reactor and the contaminant
solution was continuously supplied with air.

Before the photocatalytic experiments, dark reactions were per-
formed to establish the adsorption-desorption equilibrium between the
coated cotton fabrics and the contaminant for 60 min. In addition, the
photochemical stability of both contaminants was also assessed under
the same irradiation conditions, using uncoated fabric. The photo-
catalytic efficiency of the coated fabrics was evaluated for 360 min
using a light emitting diode (LED) with a maximum wavelength at
417 nm. The intensity of the LED (115 W m~2) was measured at 9 cm
from the contaminant solution using an UV-Vis spectroradiometer ap-
paratus (USB2000 +, OceanOptics, USA).

During the photocatalytic experiments caffeine samples were reg-
ularly withdrawn from the reactor and analyzed by High Pressure
Liquid Chromatography (HPLC) in a Hitachi Elite LaChrom apparatus,

water outlet

coated
—p fabric

water inlet v

Scheme 1. Setup used in the photocatalytic experiments.
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equipped with a Diode Array Detector (L-2450) and using a Purospher
Star RP-18 column (250 mm X 4.6 mm, 5pum particles). The column
was equilibrated with water:methanol (70:30) followed by a linear
gradient run for 23 min. The caffeine concentration was determined at
274nm. The RhB concentration was monitored by UV-Vis spectro-
photometry using a Jasco V-560 spectrophotometer. Selected experi-
ments were repeated in order to confirm the reproducibility of the re-
sults.

2.5. Photocatalytic Escherichia coli inactivation tests

Prior to the photocatalytic experiments, strain Escherichia coli (E.
coli) DSM 1103 was cultured on Mueller-Hinton agar plates, at 30 °C
overnight. Then, an E. coli suspension was prepared with sterile saline
solution (0.85% w/v NaCl), in order to provide a cell density of ca.
103-10* colony-forming units per milliliter (CFU mL ™) in each well of
the microtiter plate used for the inactivation tests [27]. Moreover, each
well comprised a total volume of 3 mL, made up of bacterial suspension,
colloidal CN or GO/CN (~0.7 g L™ 1) and saline solution (in the case of
control experiments). The photocatalytic reaction began once the irra-
diation was turned on (LED Ap.x = 417 nm; intensity = 17.2Wm~ 3%
distance = 15.5 cm) and kept for 60 min. The samples were collected
periodically and diluted in saline solution, prior to their spreading in
Mueller-Hinton agar plates and incubation for 18 h at 37 °C. All the
experiments were carried out in triplicate, at room temperature and
under continuous stirring throughout the entire assay. Control experi-
ments were conducted under dark conditions in order to evaluate the
efficiency of the CN and GO/CN colloids in the absence of light.

3. Results and discussion
3.1. Characterization

The morphology of the coated fabrics was investigated by SEM, for
comparison purposes, a SEM image of the control (uncoated fabric;
Fig. 1a inset) is also shown. Fig. 1a and c exhibit a homogeneous dis-
tribution of the colloidal CN and GO/CN samples on the fabrics, re-
spectively. SEM micrographs of the coated fabrics after several photo-
catalytic reaction cycles were also performed (Fig. 1b and d, using
colloidal CN and GO/CN, respectively). The morphology of the coated
fabrics was unchanged, indicative of their good stability under the
applied experimental conditions. It is important to refer that the coated
fabrics were washed with an anionic detergent between each reaction
run using a water bath orbital shaker for 5h at 70 °C. During this
cleaning step, the water was regularly replaced by fresh one. Con-
cerning the HR-TEM analysis, micrographs of the colloidal CN suggest
the presence of thin nanosheets (Fig. 1e), where some porosity can also
be observed, which may indicate the presence of defects on the CN
surface. A more compact structure was observed in case of the powder
CN (Fig. SD1), suggesting that the sonication treatment to obtain the
colloidal CN led to thinner layers. Moreover, the HR-TEM image
(Fig. 1f) showed an interlayer distance of around 0.26 nm. Due to the
small content of GO (0.1% v/v) in the colloidal GO/CN sample, no
changes were detected by HR-TEM (not shown), comparatively to the
neat colloidal CN. Furthermore, the morphology similarity between
both materials makes it difficult to differentiate between them.

The XDR diffraction pattern of CN powder synthetized by thermal
decomposition of DCN is displayed in Fig. 2. The characteristic peaks of
g-C3N4 materials can be observed, and the stacking distance between
layers was calculated by Braggs' law. The diffraction peak at
20 = 12.97° observed in the pattern of CN powder corresponds to two
adjacent planes with a distance of 0.68 nm. This peak is reported as the
(100) plane, usually attributed to the in-plane repeating of the struc-
tural tri-s-triazine units [28]. Some studies demonstrated that the ap-
plication of ultrasonication is a common method to break up agglom-
eration of nanoparticles, promoting their dispersion into stable colloids
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[29,30]. In fact, concerning the colloidal CN the Tyndall effect was
detected (Fig. SD2), suggesting the layers separation/break. Thus, the
non-detected (100) plane in colloidal CN seems to indicate modifica-
tions between the tri-s-triazine structure units after the sonication
treatment, which can be ascribed to the fragmentation of the ordering
in-plane tri-s-triazine units observed before sonication (CN powder;
Fig. 2).

The (002) crystal face corresponding to stacking of the conjugated
aromatic network [31] was located at 20 = 27.59° for powder and
colloidal CN samples [31]. The interlayer staking distance calculated
from the (002) peak was found similar for both CN samples (0.31 nm).
These investigations correlate with the results observed by HR-TEM, in
which a slight difference of the interlayer stacking distance between
layers corresponding to the (002) plane was observed (0.26 nm).

The DRUV-Vis and PL measurements of the CN coated fabrics were
assessed before the photocatalytic experiments and between each run,
and the results were compared with the control fabric (Fig. 3). These
analyses were performed in different points of the fabrics to prove the
coating homogeneity. It was found that the optical properties of the
coated fabrics remained constant after three cycles, with washings be-
tween them, suggesting their good stability.

To investigate the occurrence of electron-hole charge separation and
transfer upon light excitation, PL. measurements were performed and
recorded upon an excitation with an energy of 3.35eV (370 nm) at
room temperature. As shown in Fig. 3b, the CN coated fabrics presented
the characteristic pattern of a g-C3N,4 semiconductor [21], with an in-
tense broad band located at ~435nm, typically ascribed to the elec-
tron-hole recombination. Moreover, a weaker fluorescence emission
band at ~525nm was observed, which is commonly related with de-
fects on the g-C3N, surface [14,20]. Comparing these results with the
PL of the powder CN obtained on a previous work [21] (main broad
band at ~441 nm), the coated fabrics showed a slight blue shift of
~6 nm. This observation can be presumably attributed to the quantum
confinement effect due to the thinner layers of the material coated on
the fabrics, which was already confirmed by HR-TEM. Moreover, the PL
of the functional fabrics revealed a narrowing of the main broad band at
~441 nm comparatively to the original CN powder, suggesting intimate
contact between the colloidal CN and cotton fabrics. This further attests
the existence of a strong interaction between the colloidal CN with the
fabric surface. Concerning the GO/CN coated fabrics, the quenching of
the luminescence intensity was observed, which could indicate that,
even at low percentages, GO acts as scavenger for photogenerated
electrons generated on CN upon photoexcitation.

The chemical structure of the coated fabrics was analyzed by ATR.
For comparison, the controls (powder CN and uncoated fabric) were
also characterized (Fig. 4). As shown, the powder CN presents sharp
peaks at ca. 805cm ™2, being ascribed to the tri-s-triazine ring units,
and a broad band from the 3000 to 3500 cm ™! range, which is com-
monly attributed to primary and secondary amines such as -NH, or
N-H groups [20]. This band is also associated to the stretching of hy-
droxyl groups (O-H) of adsorbed water molecules. In case of the un-
coated fabric, a broad band arising at 3000-3700 cm ~ ! is assigned to
O-H bonds that can be related to adsorbed water on the cotton surface,
as well as to the characteristic O-H functional groups existing in cel-
lulose (cotton fabric) [5,32]. A weak broad band around 2900 cm ™},
corresponding to O-H stretching, is also observed. Moreover, vibrations
in the 800-1500 cm ™! range can be noticed, that are associated to the
C-H, O-H, C-O and C-O-C bonds, characteristic of cellulose [5]. Con-
cerning the coated fabrics, similar patterns are observed with additional
peaks at 805cm™?, confirming the tri-s-triazine ring structure on the
coated fabrics. The non-detected stretching of the N-H groups in the
2800 to 3500 cm ~ ! range in the coated fabrics may indicate that these
groups are involved in the interactions between the nanomaterials and
the cotton.

The surface chemistry colloidal CN sample was investigated by XPS
analysis (Fig. 5) and compared with the powder CN sample (i.e., before
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Fig. 1. SEM micrographs of CN and GO/CN coated fabrics before (a and c) and after (b and d) 3 reuse cycles, respectively. HR-TEM of the colloidal CN (e and f).

the ultrasonication treatment). The N1s region of each material (Fig. 5a
and b) was deconvoluted into four peaks at 398.9, 399.6, 401.3 and
405.0 eV. As reported in a previous work [21], the CN powder exhibited
a peak at 398.9 eV that can be assigned to sp® hybridized N in triazine
rings (C=N-C). Moreover, the peak with a binding energy of 399.7 eV
may reflect the occurrence of tertiary N in N-(C3) or H-N-(C,) units, the
residual amino functional groups (C-NH,) can be confirmed at
401.3eV, and the peak at 405.0eV is commonly allocated to -NO,

terminal groups [21,33,34]. In the case of colloidal CN, analogous
peaks in the N1s region were observed, yet the atomic percentages of
N1s regions showed variations, suggesting some modifications on the
surface chemistry of the material. These deviations can be attributed to
different contents of O species on the CN colloidal surface, as shown in
Fig. 5c and d. In the O1ls region, a shift to higher energies (533.06 eV)
compared to the powder CN material (532.9 eV) for colloidal CN was
observed (Fig. 5c and d, respectively), indicating the presence of
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Fig. 2. X-ray diffraction analysis of powder and colloidal CN samples.

adsorbed water molecules. Furthermore, the second peak at 531.4 eV
may indicate the formation of —~OH surface groups [33]. This distinct
profile of the colloidal CN material could be ascribed to the post-
treatment, more precisely to the exposure of the colloidal CN to the
high intensity sonication that can eventually break the CN structure,
thus, suggesting a substitution by —O and/or —OH groups, which can act
as the cross-linker forming C-O-C bonds with the cellulose (cotton). The
deconvolution of the Cls peak of powder CN catalyst revealed three
components centered at 285.0, 286.1 and 288.6 eV (Fig. 5e), commonly
attributed to C(-N)3, C-NH, and N-C=N groups, respectively [20,21].
The main peak at 288.6 eV of the powder CN confirmed the presence of
sp>-bonded defects on the CN surface. An additional peak at 287.2 eV
was observed on the colloidal CN (Fig. 5f), suggesting the presence of
C-O bonds [35,36], corroborated with the Ols peak observed for col-
loidal CN sample. These observations are indicative of the presence of
additional bonds that can be responsible for the chemical changes of the
colloidal CN, which may enhance the contact between this material and
the cotton fabric.

3.2. Photocatalytic self-cleaning of the coated fabrics

To evaluate the photocatalytic self-cleaning properties of the CN
and GO/CN coatings, a small piece of coated fabric was placed in
contact with aqueous solutions of caffeine and RhB (models used as
organic contaminants). Owing the activity of CN-based materials under

a) —— CN fabric before use

s lINl e CN fabric after 3 runs

\ GOI/CN fabric before use
—-—-GOI/CN fabric after 3 runs
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Kubelka-Munk (a.u.)
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Fig. 4. ATR of CN-based coated fabrics comparing with the controls (powder
CN and uncoated cotton fabric).

visible light, the photocatalytic experiments were conducted using a
LED system (Apax = 417nm) for 360 min. Prior to irradiation, ad-
sorption-desorption experiments using the coated fabrics were per-
formed for 60 min, negligible adsorption of the contaminants on the
coated fabrics being observed (as observed in Fig. 6¢ for RhB and
t < Omin). In addition, the photochemical stability of the organic
contaminants under LED irradiation was evaluated. As expected, both
molecules revealed to be stable, since the maximum absorbance of
caffeine and RhB is 278 nm and 564 nm, respectively. Moreover, pho-
tocatalytic experiments using uncoated fabrics showed no activity for
the degradation of caffeine or RhB (Fig. SD3). The photocatalytic re-
actions followed a pseudo first-order kinetics, as displayed in Fig. 6. In
the presence of the CN coated fabric, a remarkable degradation of the
target contaminants was obtained after 360 min. The coated GO/CN
fabric showed higher efficiency for the degradation of both caffeine and
RhB, compared with the coated CN fabric. The improved activity of
optical semiconductors promoted by the presence of GO has been ex-
tensively reported in the literature [6,37-39]. This activity enhance-
ment can be attributed to distinct factors, including: i) increased cata-
lyst surface area; ii) oxidized carbon structures promoting the optical
semiconductor dispersion; iii) photosensitization of optical semi-
conductors by carbon materials; and iv) carbon materials acting as co-
adsorbents. Several works reported that the surface area can

b)

—— CN fabric before use
----- CN fabric after 3 runs
GO/CN fabric before use
——-GO/CN fabric after 3 runs
- - -Control

PL intensity (a.u.)

400

450 500

Wavelength (nm)

650

Fig. 3. DRUV-Vis (a) and PL (b) analyses of uncoated fabric (control) and coated fabrics.
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Fig. 5. XPS spectra (N1s, Ols and Cls) of powder and colloidal CN (a, c and e; b, d and f, respectively).

significantly enhance the efficiency of the resulting materials. Yet, this
hypothesis can be discarded in the present work, due to a variety of
reasons. Firstly, the used GO exhibits a low surface area (~5 m? g_l)
[26], and the small percentage used in the preparation of the hybrid
material is unable to enhance the surface area of the resulting material.

A notorious quenching of the PL intensity of the GO/CN coated
fabric was observed. This may indicate that the presence of GO prevents
the recombination of the photogenerated electron-hole pairs upon
photo-excitation, leading to a faster degradation of the contaminants.
Due to the high hydrophilicity of cotton, systems involving aqueous
media improve the transport of active reagents between the cotton
fabrics [40]. Thus, the cotton hydrophilic capacity may also contribute
to the large extent of functionalization using aqueous colloidal CN-

based materials. Moreover, the subsequent contact between the pho-
toactivated surfaces and the target contaminants can also be improved.
When the fabrics were placed in contact with RhB under dark condi-
tions, the effective dyeing of cotton was observed, yet < 5% of RhB
adsorption was found after 60 min (Fig. 6¢). After the photocatalytic
reactions, it can be observed that the coated fabric returns to its natural
color, showing total RhB removal, as displayed on the absorption
spectrum (Fig. 6c; inset). It is also important to refer that after the
coating with CN-based materials negligible changes of the natural
cotton color were observed; however, based on the electronic and op-
tical properties measurements of the coated fabrics, the presence of the
photocatalysts was confirmed.

To evaluate the effect of GO phase in the photocatalytic degradation
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Fig. 6. Photocatalytic degradation of caffeine (a) and RhB (b) using the CN and
GO/CN coated fabrics. Selected experiment showing the absorption spectra of
RhB abatement in presence of the GO/CN coated fabrics under visible light
irradiation (c).

of the contaminants, experiments using fabrics coated with 0.1% v/v of
GO were performed under dark and light irradiation conditions (not
shown). The coating of the fabrics (with 0.1% v/v GO) was carried out
under the same experimental conditions. From these experiments no
degradation of the contaminants was found, suggesting that the effi-
ciency of the GO/CN coated fabrics results from cooperative interac-
tions between both materials.

To evaluate the stability of the coated surfaces, reutilization ex-
periments (using both materials) were conducted, maintaining the op-
erational conditions used in the previously described photocatalytic
reactions. As mentioned above, the coated surfaces were thoroughly
washed between each run. As displayed in Fig. 7, the efficiencies of
both coated surfaces remained practically constant after three runs,
suggesting good stability under the photocatalytic conditions.

Regarding the photocatalytic self-cleaning results of the coated
textiles, it seems that the high efficiency of the coated GO/CN sample
compared with the coated CN material can be attributed to the fa-
cilitated electron transfer from CN to GO. When the GO/CN coated
fabric is exposed to light, GO can act as an electron scavenger for the
photoexcited CN, delaying the recombination of electron-hole pairs.

a) 100

I cN Bl GO/CN

caffeine removal (%)

Run 1

Run 2 Run 3

Applied Surface Science 497 (2019) 143757

Recently, Fan et al. reported that a cotton fabric treated with gC3N4
provided ca. 75% of RhB degradation within 60 min under simulated
sunlight [5]. Nevertheless, the authors used a lower concentration of
RhB (10mgL~') and a Xenon lamp with a wider wavelength interval
(350-780nm), while a RhB concentration (24 mgL_l) larger than
twice was employed in the current study with a cost-effective and en-
ergy-efficient visible LED, with a maximum emission wavelength at
417 nm.

3.3. Photocatalytic inactivation of neat CN and GO/CN colloids against E.
coli

Bacterial inactivation (initial concentration of 10% - 10* CFUmL ')
was ca. 99.9 and 99.2% after 60 min with 0.7 gL~! CN and GO/CN
colloids, under 17.2 Wm ™2 of LED light intensity, respectively (Fig. 8).
Sun et al. [6], reported around 50% of E. coli inactivation (initial con-
centration of 10 CFUmL ™) with a 0.1 gL~ ' of a GO/gC3N4 composite
under visible irradiation (Xenon lamp with a cut-off filter of
A > 420 nm and an intensity of 3000 W m ~2), has been reported after
60 min. These authors documented that the light-induced holes were
the main reactive species for E. coli inactivation with the composite
material. This was further confirmed by Huang et al. [41] which also
suggested that light-induced holes on the surface of g-C3N4 were pre-
dominant in the oxidative pathway of E. coli inactivation by photo-
catalysis. Therefore, a parallel to the present work can be drawn, given
that a similar photocatalyst and visible light activation occurred in both
situations. Bacterial inactivation processes can implicate alterations in
the microorganism cell integrity and shape [42]. Posssibly, abnormal
cell shapes began to occur during photocatalysis with gC3N,, followed
by cell wall rupture [43], facilitating the entrance of reactive species in
the cell and also the leakage of cytoplasm and cell organelles [44].

Overall, a few factors like, light intensity, catalyst concentration and
initial bacterial concentration need to be taken into consideration in
this type of studies. Special attention should be paid to the economical
factor associated with the use of higher light intensities for this type of
applications, cost-effective and energy-efficient LEDs being a promising
option in comparison with other artificial lamps.

4. Conclusions

Neat CN and a GO/CN hybrid materials were successfully coated on
cotton textiles. High photocatalytic self-cleaning activity was achieved,
using caffeine and RhB as target contaminants under visible light ra-
diation. Among the coated textiles tested, the fabric containing the GO/

b) 100
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40

RhB removal (%)

20
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Run 2 Run 3

Fig. 7. Reusability assessment for the coated fabrics in the degradation of caffeine (a) and RhB (b) after 240 min reaction.
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Fig. 8. E. coli inactivation with CN and GO/CN colloids and control experiments, under visible light (LED) and dark conditions (Dark) (a); and the incubated agar
plates inoculated with bacterial suspension and colloids or control before and after 60 min of LED irradiation (b).

CN hybrid showed the highest performance, achieving almost complete
degradation of caffeine and RhB after 360 min. The reutilization ex-
periments proved that both coated CN and coated GO/CN hybrid fab-
rics hold excellent stability under the reaction conditions used. Taking
this in consideration, together with the characterization of the coated
fabrics, the results suggest that an effective attachment between the
cotton and the photocatalysts is attained. Bacterial inactivation
of > 99.2% was obtained with CN-based colloids activated by LED
light, suggesting disinfection potentialities. Thus, functional textiles
proposed here eliminate the need for frequent washing, as they are
effective, the carbon phase allowing degradation of organic molecules
that can stain the fabric. In addition, the CN-based colloids presented
high performance in the inactivation of a common potentially patho-
genic microorganism.
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