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Abstract

:

In this study, we developed a filtering material for facial masks, which is capable of trapping and subsequent inactivation of bacteria under white light emitting diodes (LED) or sunlight irradiation. Such a functionality is achieved via the modification of the composite membrane based on porous polymer with photocatalytic (TiO2) and plasmonic (Ag) nanoparticles. The porous polymer is produced by means of a computer numerical control machine, which rolls a photoresist/thermoplastic mixture into a ~20-µm-thick membrane followed by its thermal/ultraviolet (UV) hardening and porosification. TiO2 nanoparticles are prepared by hydrothermal and sol-gel techniques. Colloidal synthesis is utilized to fabricate Ag nanoparticles. The TiO2 photocatalytic activity under UV excitation as well as a photothermal effect generated by plasmonic Ag nanoparticles subjected to LED irradiation are studied by the assessment of methylene blue (MB) decomposition. We demonstrate that, in contrast to the filter of the standard facial medical mask, the polymer membrane modified with spray-coated TiO2 and Ag nanoparticles prevents the penetration of bacillus subtilis from its top to bottom side and significantly inhibits bacterial growth when exposed to LED or sunlight.
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1. Introduction


Currently, the main approach in the manufacture of the most affordable facial masks designed to protect the human respiratory organs from bacteria and viruses is to sew them using three components: the outer coating, the filter pad, and the material touching the user’s skin. The composition of such masks hardly guarantees an effective prevention of infection penetration to the user’s respiratory system. At the same time, a lot of people do not have the opportunity to use alternative personal protective equipment because of its expensiveness, with open purchasing only in wholesale batches, and absence on the market during high demand periods due to the long and complicated manufacturing process. Existing air-filtering materials exploit the size exclusion principle to cut the primary route of microbes’ invading the human body. This means that geometrical parameters of pores in the filtering material dictate what particles will be stopped on the way to breathing organs. New findings, however, indicate that having the filters acting exclusively as a physical barrier is not a sustainable solution for contagious diseases because, after the contact with pathogens, the mask turns into a source of further infection that could be spread by simple touching if not handled properly [1,2]. This will very likely happen if millions of untrained people use such a protective measure. The other issue of existing medical masks is their uselessness for capturing many microorganisms (e.g., viruses) with a rather small diameter that varies from 100 to 160 nm [3]. The manufacture of flexible filtering materials with such pore sizes is still a non-trivial task. Prospective candidates for such filters are porous membranes made of polymers atypical for the medical field (e.g., epoxy resins or photoresists), which can be easily formed using mastered techniques, e.g., the Dr. Blade method [4] or a spin-coating [5], for producing films of well-defined thickness followed by lifting the coating up from the substrate. A porosification of the polymer film in this case can be derived by traditional UV lithography [6], interference lithography [7], or removal of a sacrificial component from the polymer-based blend [8], to name a few.



A challenge in producing advanced facial masks is imparting a self-cleaning property to the filtering material, which is possessed under an excitation of the optical range from widely available sources, such as the sun or/and daylight lamps. The latter are often used in crop production [9] or animal husbandry [10]. Therefore, the self-disinfecting respiratory filters for employees, working under such conditions, are of a great need because of the frequent mutation and transmission of animal viruses to humans who are in direct contact with them. The latest advances in the design and engineering of nanostructures possessing photocatalytic activity should help to solve this problem. In particular, titanium dioxide is one of the most popular photocatalysts that has already proved its prospects for photosynthesis applications and photoreduction of carbon dioxide [11,12,13,14]. Titanium dioxide (TiO2) nanoparticles have often been utilized to provide the destruction of pathogens due to their photocatalytic activity when exposed to electromagnetic radiation [15,16,17]. In most cases, studies of TiO2 nanoparticles have been focused on the development of water disinfection methods [18,19]. However, several studies have reported a use of the TiO2 nanoparticles for the destruction of malignant cells in the human body [20,21]. Conventional photocatalysts, including titanium dioxide, can efficiently operate under near-ultraviolet (UV) irradiation, thanks to their wide band gap (Eg is equal to ~3.2 eV for bulk TiO2 [22]). In the case of the sunlight, for example, such materials can harvest less than 5% of its irradiation. Hence, it remains a challenge of primary importance to drive a photoresponse of disinfecting materials to visible light. More recently, several research groups have showed the destruction of microorganisms with nanomaterials based on plasmonic nanoparticles, which can efficiently generate heat, causing temperature-induced denaturation of proteins in pathogens [23]. Thus, the combination of photoactive and plasmonic nanoparticles, exhibiting antimicrobial properties when exposed to the light, can serve as an advanced modification for the filter made of a porous polymer membrane.



In this study, we propose a unique composition of the filter, i.e., membranes composed of porous polymer modified with photocatalytic and plasmonic nanostructures that ensure self-cleaning under excitation of easily accessible light sources. The filters are fabricated with the widely available Dr. Blade and spraying techniques. Their self-sterilization property is tested via an investigation of permeability to bacteria suspensions, solutions with solid state nanoparticles, and organic contaminants in the air flow, the presence/absence of which in the gaseous medium is determined by surface-enhanced Raman scattering (SERS) spectroscopy well-known for its excellent sensitivity due to the exploitation of the SERS-active substrates possessing plasmonic properties [24,25].




2. Materials and Methods


2.1. Materials


SU-8 2015 (MicroChem, Newton, MA, USA) and polymethylmethacrylate (PMMA) sheets of 2 mm thickness and 50 × 50 mm size (Plexiglas XT 20,070 MW approx. 155 kDa, Podolsk, Russia) were used to prepare polymers blend. Polylactic (PLA) and polyethylene terephthalate glycol (PET-G) were used for 3D printing of components utilized in the developed systems for both forming the polymers film and testing the porous polymer membrane permeability. Toluene (ACS reagent, ≥99.5%), acetone (ACS reagent, ≥99.5%), titanium (IV) isopropoxide (TTIP, ≥99.999%), hydrochloric acid (HCl, ACS reagent, 37%), isopropyl alcohol (IPA, 70% in H2O), methylene blue (MB), silver nitrate (AgNO3, ACS reagent, ≥99.0%), sodium citrate (ACS reagent, ≥99.0%) and sodium chloride (NaCl, ACS reagent, ≥99.0%) were supplied by Sigma Aldrich and used without additional purification. Agar American Type (Merck, Darmstadt, Germany) and LB Broth (VWR International LLC., Radnor, PA, USA) were used to prepare a medium for the bacterial growth according to protocols provided by the manufacturers. Bacillus subtilis Kwik-Stik 2 pack was purchased from Microbiologics and cultured following the supplier’s protocol. Water was purified with Milli-Q system (Millipore, Bedford, MA, USA).




2.2. Fabrication of Porous Polymer Membrane Modified with TiO2 and Ag Nanoparticles


2.2.1. Formation and Porosification of Polymer Membrane


Prior to the polymer blend preparation, diced PMMA sheets (17.34 g) were dissolved in 100 mL of toluene heated up to 50 °C for 2 h. A PMMA-containing media (2 g) was added to SU-8 (4 g) and subjected to a constant stirring at 3500 rpm for 1 h using Multi Speed Vortex MSV-3500 (Biosan, Riga, Latvia). Next, a viscous polymer blend (1 mL) was dropped on the edge of a glass slide of 76 × 26 × 1 mm size fixed on the table of a hand-made Dr. Blade’s machine. The polymers drop was squeezed out to form a strip 26 mm in length to be equal to the glass slide width. Figure S1a shows the machine utilized for the polymer membrane formation equipped with stepper motors driven from a computer by a controller Arduino Uno to provide 2-axis (YZ) movement of the blade above the stationary table. The Z-axis position of the blade under the glass slide on the fixed table was set to produce ~20-µm-thick polymer film. Next, the polymer-coated glass slide was hardened on the hot plate at 95 °C for 10 min, followed by a photopolymerization step under the VL-6.LC 365/254 Vilber lamp (Vilber, France) with exposure at 365 nm wavelength for 1 min and final annealing on the hot plate at 95 °C for 5 min. The porosification of the resulting coating was achieved by the sample exposure to the 254-nm light of the Vilber lamp for 30 min to ensure photodegradation of the PMMA grains. Consequently, photodegraded PMMA grains were dissolved in acetone at 50 °C for 20 min. Finally, the porous SU-8 membrane was carefully repealed from the glass slide, thoroughly rinsed with water, and dried in a closed fume hood at 21 °C for 2 h.




2.2.2. Fabrication of Titanium Dioxide Nanoparticles


TiO2 nanoparticles were formed by hydrothermal and sol-gel methods according to the slightly modified procedures described elsewhere [26,27]. Briefly, for the hydrothermal synthesis, a mixture of TTIP (0.56 mL), HCl (15 mL) and H2O (14.44 mL) was subjected to magnetic stirring for 5 min. Then, the resulting solution (30 mL) was poured into a stainless-steel container of a 50 mL internal volume for a further autoclaving at 150 °C for 2 h 45 min. Next, the solution was transferred from the autoclave to a ceramic crucible, evaporated at 90 °C for 1 h and annealed at 500 °C for 30 min. The sol-gel procedure started with stirring of the IPA (25 mL) and TTIP (3.75 mL) components for 5 min, followed by the addition of 3.5 mL H2O and one more stirring for 2 h. The resulting solution was aged at 21 °C for 24 h to produce gel. Finally, the gel was separated from the liquid phase, dried at 80 °C for 24 h, and annealed at 500 °C for 2 h.




2.2.3. Colloidal Synthesis of the Ag Nanoparticles


Ag colloids were fabricated by a previously reported method [28] with minor modifications. Briefly, the solution containing 100 mL of water, 150 µL (for Ag nanoparticles of 60 nm diameter) or 210 (for Ag nanoparticles of 100 nm diameter) of 1 M AgNO3 silver ions was first heated to approximately 100 °C until boiling. Next, 100 µL of 1 M sodium citrate was added slowly while vigorously stirring the solution. The solution was kept at elevated temperatures until the color transformed to dark brown. Ag colloids were separated from a liquid phase by centrifugation at 6000 rpm for 15 min. We formed Ag colloids of two types: (i) 60 nm in a diameter as a plasmonic component in the membrane and (ii) 100 nm for utilizing instead of pathogens with the same size during the membrane permeability study.




2.2.4. Combination of the Porous Polymer Membrane, TiO2 and Ag Nanoparticles


TiO2 and Ag nanoparticles were immobilized on the top side of the polymer membrane (i.e., on the external surface of the filter) by spraying from the IPA-based solution. Specifically, TiO2 (500 µg) and Ag (100 µg) nanoparticles were mixed with IPA (15 mL) in a plastic vial, which was then screwed on with a spraying nozzle. The outer opening of the nozzle was 0.5 × 0.5 mm size and 45 ° chamfers. The nozzle was fixed at approximately 12–13 mm distance from the polymer membrane to cover its surface shaped to a square with a 25 mm side. Therefore, three spray injections were made with a successive nozzle shift by 25 mm to form a coating on the entire top surface of the membrane inheriting the glass slide size. The 15 mL vial filled with the spraying mixture provided treatment of 50 membranes.



A prototype of the filter was made by the formation of a porous polymer membrane on the 2nd layer (filter pad) of the 3-layered facial medical mask fixed on the glass slide followed by spray-coating with the TiO2 and Ag nanoparticles solution.




2.2.5. Bacteria Culturing and Suspension Preparation


A medium for the bacteria culturing was prepared by mixing agar (22.5 mg), LB Broth (22.5 g), and H2O (150 mL) followed by maintenance in a 2540EKA tabletop autoclave (Tuttnauer, Breda, The Netherlands) at 120 °C for 25 min. Then, the viscous solution was poured to the sterile Petri dishes and aged until gelation in the closed fume hood at 21 °C for 15–20 min. The bacteria spores were carefully inoculated on the gel surface using a cotton swab from the Kwik-Stik pack and kept in a Hettcube 600 incubator (Andreas Hettich GmbH & Co., Tuttlingen, Germany) at 36 °C for 72 h. The bacillus subtilis suspension was prepared by mixing 40 colonies of 1 mm diameter and saline (0.9 wt.% NaCl in H2O).





2.3. Characteriazation of the Porous Polymer Membrane Modified with TiO2 and Ag Nanoparticles


2.3.1. Morphology Characterization


A porosity of the polymer membrane was revealed by the gravimetric method [29], measuring solid and porous SU-8 films of the same volume. A density of SU-8 was taken as 1.2 g/mL according to the Microchem guidelines.



The surface roughness of the polymer films before and after porosification was studied with atomic force microscope (AFM) NTEGRA Academia (NT-MTD, Zelenograd, Russia). The morphology of the polymer membranes, TiO2, and Ag nanoparticles was studied with scanning electron microscope (SEM) Hitachi S-4800 (Hitachi, Tokyo, Japan) equipped with a Bruker QUANTAX 200 energy dispersive X-ray spectrometer (EDXS) providing elemental composition analysis. TiO2 nanoparticles were additionally studied with 3D confocal Raman microscope-spectrometer Confotec NR500 (SOL Instruments, Minsk, Belarus) equipped with a 633-nm laser and X-ray diffractometer (XRD) Bruker D8 (Bruker, Billerica, MA, USA).




2.3.2. Study of Photocatalytic Activity of TiO2 Nanoparticles and Thermal Properties of Ag Nanoparticles


We used MB as a model organic molecule to assess the ability of photocatalytic TiO2 and plasmonic Ag nanoparticles to destroy it because the MB solution is bleached if this organic dye is decomposed. This is a marker of photocatalytic activity and plasmonic heating of the nanoparticles. The decomposition efficiency (bleaching) of a 10−5 M MB water solution facilitated by the photocatalytic activity of the TiO2 nanoparticles and heating of the Ag nanoparticles upon light exposure was studied to select the optimal samples suitable for the polymer membrane modification. Four sets of 1.5 mL Eppendorf tubes filled with the 10−5 M MB solution were prepared: (1) pure MB solution as a control sample; MB solution with 100 µg TiO2 nanoparticles formed by (2) hydrothermal, (3) sol-gel method, and (4) with 100–300 µg Ag nanoparticles. The VL-6.LC 365/254 Vilber lamp (Vilber, Collégien, France) set to 365 nm wavelength was used to treat the control MB solution and MB/TiO2 solutions for 10 min. A LED projector Elektrostandard Elementary 033 FL (Elektrostandard, Moscow, Russia) with a power density set to 1.5 W was used to irradiate the control MB solution and Ag/MB solutions for 10 min period. Control samples from each series were not subjected to the light excitation but kept in a dark place for the same period of time as the treated solutions. The decomposition efficiency was estimated by comparison of the solutions absorption coefficient at the 664-nm wavelength, which corresponds to the maximal MB absorption band. The absorption coefficient was measured with spectrophotometer Ekros PE-5400 (Ekros, St. Petersburg, Russia), operating in visible and infrared ranges. This apparatus has a single-beam scheme and does not provide automatic registration of the complete absorption spectrum but allows to find out an absorption intensity at specific wavelength (664 nm in our case). That is why we presented the table with the absorption intensities and their processing for objective estimation of the MB decomposition. Thermal characterization of Ag nanoparticles upon LED exposure was performed using the Thermal imager Testo 871 (Testo SE&Co., Baden-Württemberg, Germany). Specifically, 100–300 µg Ag nanoparticles were mixed with 0.25 mL epoxy resin transparent for the visible light. This mixture was then placed over 20 × 20 mm2 area of the glass slide, producing thin film. This film was hardened in air at 21 °C for 30 min, following by its repulsion from a glass. A film of epoxy resin free of Ag nanoparticles was prepared as a control sample. Heating temperature was measured before and after film exposure with the LED projector for 10 min.




2.3.3. Study of the Membrane Permeability and Disinfecting Effectiveness


The permeability of the developed membrane, filter prototype, and ordinary facial mask filter to the 100-nm Ag nanoparticles and bacteria solutions were studied using a system shown in Figure S1b. It composed of a holder for two glass vessels divided by a disks’ clamp with a circle opening in the center for the membrane fixing. The 100-nm nanoparticles or bacteria suspensions placed in the top vessel were dropped on the membrane clamped between the plastic disks and then were collected in the bottom vessel. The disinfection effectiveness of the samples containing bacteria was studied after the light exposure treatment. Specifically, the filtering sample was removed from the clamp and subjected to the LED projector or sunlight exposure for 10 min. The UV lamp was not used since the sunlight spectra overlaps the UV region. The experiments with the sunlight were performed at noon on a cloudless day. After drying the top and bottom side of the filtering samples with a wash swab, they were transferred to the surface of the agar Petri dishes. All Petri dishes were kept in a thermostat at 36 °C for 72 h and studied to reveal presence and number of the bacteria colonies.



The disinfection effectiveness of the porous polymer membrane and filter prototype spray-coated with TiO2 and Ag nanoparticles was studied using an airflow system depicted in Figure S1c and compared with the ordinary facial mask filter. This system contained a glass tube 25 mm in diameter with holders for the membrane or mask filter samples and a SERS-active substrate. The tube was connected to the vacuum pump VP115 (air volume displacement—51 L/min) to pull the air through the filter to the SERS-active substrate, which acted as a sensor of the contaminants in the flow. The sensing components were SERS-active substrates based on porous silicon and nanostructured silver coating as described elsewhere [30]. During these experiments, the pump pulled the air for 10 min under sunlight exposure. Subsequently, the SERS-active substrates were studied with a 3D confocal Raman microscope-spectrometer Confotec Duo (SOL Instruments, Minsk, Belarus) equipped with a 532-nm laser. All SERS measurements were made using ×100 objective (NA 0.95).






3. Results and Discussion


3.1. Morphology of the Polymer Membrane


Figure 1 depicts AFM 3D topography images and corresponding cross section profiles of the hardened SU-8/PMMA membrane and that after the PMMA removal. It is seen from Figure 1a that the surface of PMMA-containing sample represents ridges of a 5–7.5-µm width and bumps of smaller sizes (1.0–4.5 µm in diameter). The most prominent surface features have ~1.1 µm height. The AFM image of the sample after PMMA photodegrading and etching shows absence of the wide ridges, but it is still enriched with the small bumps. The height of the surface features is lower and varies around 0.8 µm. Therefore, we can attribute the ridges presented in Figure 1a to the PMMA, which produces higher roughness compared to elements of the SU-8 skeleton in the form of the small bumps. Despite the surface morphology differences revealed, both membranes had nearly equal thickness of ~20 µm. The gravimetric analysis revealed the 30 ± 5% porosity of the SU-8/PMMA blend.



The SEM top and cross section images of the membrane samples depicted in Figure 2 show that the solid structure of the SU-8/PMMA membrane (Figure 2a) turned into a loosened one (Figure 2b), thanks to a PMMA granulation. It is also seen from Figure 2c that the etching of a membrane in acetone produces porous SU-8 due to the dissolution of the PMMA granules. This SU-8 membrane exhibits a spongy morphology made of pores with approximately 50–300-nm diameters as seen, as shown in Figure 2c.




3.2. Characterization of Photocatalytical and Plasmonic Nanoparticles


3.2.1. Morphology of Titanium Dioxide Nanoparticles


Figure 3 depicts the structural characterization of TiO2 nanoparticles fabricated by the hydrothermal method. SEM images in Figure 3a indicate that the TiO2 nanoparticles form microscaled plates or aggregates. The EDX-spectra prove the presence of titanium and oxygen atoms in the samples. The TiO2 nanoparticles are spheres 22–28-nm in diameter for the hydrothermal samples and 17–23 nm for the sol-gel ones. The sol-gel samples are characterized by a more developed morphology and visually higher porosity, which is supposed to provide a larger specific surface area. The Raman spectra contain bands at 395, 514 and 638 cm−1 that characterize an anatase phase. The volume of the samples for the Raman study was the same for both cases but considering the higher porosity of the sol-gel TiO2 its Raman spectrum is three times less than that of the hydrothermal one. The XRD patterns demonstrate the dominance of the anatase phase for fabricated TiO2 nanoparticles over the rutile one.




3.2.2. Morphology, Optical and Thermal Properties of Silver Nanoparticles


The XRD pattern for the fabricated Ag nanoparticles indicates their polycrystalline nature (Figure 4a), while the SEM image Figure 4c suggests their quasi-spherical shape and mean diameter of 60 nm (Figure 4c). Two optical absorption spectra for 60 nm and 100 nm Ag nanoparticles shown in Figure 4b clearly indicate the surface plasmon resonance bands with maxima in a blue-green region of the visible light, which is consistent with other studies [31]. The fabricated 60-nm Ag nanoparticles presented in Figure 4c are thus assumed to provide effective decomposition of MB molecules and deactivation of bacteria governed by plasmonic heating under visible light excitation. Besides, we fabricated 100 nm Ag nanoparticles to utilize them as objects of size typical for viruses for polymer membrane permeability investigation.



Figure 5 depicts the results of the thermal measurements for the 60 nm Ag nanoparticles subjected to the LED projector exposure for 30 min. We performed the measurements with IR camera for the pure and covered with Ag nanoparticles epoxy resin film to find out if there is a heating facilitated by the plasmonic effect. As can be seen in Figure 5, the initial temperatures for both samples lie within the range of 19–21 °C, corresponding to that of the outer environment. On the other hand, the LED exposure of the samples produces temperature increases up to 40 °C for the sample with Ag nanoparticles, while the temperature for Ag-free sample increases only until 31 °C. These results indicate that the fabricated Ag nanoparticles are capable to produce a sufficient amount of heat to cause a microorganism’s deactivation, as consistent with literature data [23].




3.2.3. Decomposition of Organic Dye Molecules


Optical absorption measurements for the pure and mixed with TiO2 or Ag nanoparticles 10−5 M MB solutions performed after UV or LED exposure suggested the samples with the highest decomposition effectiveness. The results of these measurements are collected in Table 1. Apparently, the control samples kept in the dark place for 10 min do not show absorption change. However, the absolute absorption coefficient of the MB solution is increased after addition of the TiO2 or Ag nanoparticles. This is because the nanoparticles facilitated the diffuse light scattering upon measurements, while the utilized instrument is only capable of the light detection passing normally through the sample. Moreover, it does not permit utilization of the reference sample to account for this signal loss, working only with the single-beam scheme. Nevertheless, we neglected this effect when assessing the efficiency of the MB decomposition by calculating the delta (in %) between the absorption intensities before and after UV or LED exposure. This approximation is possible in our case since neither TiO2 nor Ag nanoparticles absorbs light at a wavelength of 664 nm [31,32]. The TiO2-enriched MB solutions showed the most prominent LED-induced decrease in the absorption intensity by 43% and 47% for the hydrothermal and sol-gel samples, respectively. The lower photocatalytic activity of the hydrothermal TiO2 nanoparticles may be explained by their denser packaging and thus lower specific surface area per mass unit. The Ag nanoparticles provided the maximal absorption decrease at their minimal concentration. This is because Ag nanoparticles at high concentrations can aggregate prominently, leading to the deterioration of the plasmonic properties, and thus to less heat generation.



Figure 6 shows digital photographs of the MB solutions mixed with TiO2 and Ag nanoparticles, which provided the most prominent decomposition of organic molecules. The sol-gel TiO2 nanoparticles in combination with the UV exposure were able to completely bleach the dye solution. The Ag nanoparticles (100 µg) together with the LED treatment also enabled a discoloration of the MB solution to a greater extent than just sole light exposure. Namely, the TiO2 and Ag nanoparticle samples were selected for further modification of the polymer membrane by the spraying procedure described above. An example of the EDX spectrum and SEM image of the membrane after spraying can be found in Figure S2.





3.3. Study of Disinfecting Effectiveness


Experiments on the permeability of the TiO2/Ag/polymer membrane to the Ag nanoparticles 100 nm in diameter suggest that, in contrast to the pure water, the silver-containing aqueous solution cannot pass through the system (see Figure S3). The bottom side of the membrane remains dry, indicating that the pores are most probably clogged with the nanoparticles from the solution. Therefore, we may assume that the pathogens with sizes over 100 nm travelling on the water drops in a moist air and adsorbing on the top side of the membrane will not penetrate to its bottom side.



Figure 7 illustrates the experimental results on the light-facilitated disinfection of the middle filter of the standard 3-layered medical facial mask. For these experiments, three samples were studied: (1) the standard the medical face mask filter, (2) the prototype made of TiO2/Ag/polymer membrane on the medical face mask filter, and (3) the TiO2/Ag/polymer membrane. To study the sterilization properties of all these samples, wash swabs were taken from their top and bottom sides after the bacteria permeability test, following by the LED or sun exposure. The bacteria collected in this way were cultured from the wash swabs on the agar gel surface in sectors 1–3 of the Petri dishes. We defined the bacteria-covered area of each sector in the Petri dishes using ImageJ software to perform a kind of quantitative assessment of the bacteria amount since counting a number of the bacteria colonies was impossible for some sectors. Figure 7 confirms that the bacteria remained on both sides of samples #1 and #2. Therefore, inserting the filter from the standard mask into the prototype is undesirable since it promotes penetrating bacteria spores to the bottom side. In contrast, the results in Figure 3c clearly show much fewer bacteria colonies on the top side and practically no colonies on the bottom side of the TiO2/Ag/polymer membrane after LED excitation. More importantly, the sun-exposed sample of the TiO2/Ag/polymer membrane exhibits a negligible amount of the bacteria colonies on both sides. Nevertheless, we should accept a negative penetration effect of the microbes’ species through the developed membrane. The barrier effect preventing penetration of the solid inorganic nanostructures observed in the course of the permeability experiments upon 100-nm Ag nanoparticle utilization can be ascribed to the poor wettability of the top membrane surface and thus deserves additional study.



The flow experiments performed with samples 2 (prototype) and 3 (TiO2/Ag/polymer membrane) indicate that they are capable of cleaning the inhaled air from organic contaminants. As can be seen from Figure 8, the Raman spectra recorded on the SERS-active substrates installed behind the standard mask filter are typical for the amorphous carbon signature (1366 and 1574 cm−1) that appears when organic molecules are burned due to heating induced by the laser and plasmonic nanoparticles. It should be noted that the mask filter pad did not provide air cleaning upon excitation with the sunlight as also compared during collecting the SERS-spectra array shown in Figure S4.



On the other hand, both TiO2/Ag/polymer membrane and the corresponding face mask prototype provided the air cleaning as follows from the background spectra collected with the SERS-active substrates, which do not contain any characteristic Raman bands of the organic contaminants.





4. Conclusions


In this study, we developed a filtering material for facial masks, which is capable of the trapping and subsequent inactivation of bacteria under white LED or sunlight irradiation. Such a functionality was achieved via the modification of a composite membrane based on porous polymer (SU-8) with photocatalytic (TiO2) and plasmonic (Ag) nanoparticles. The porous polymer is produced by means of a computer numerical control machine, which rolls the SU-8/PMMA blend into a ~20-µm-thick membrane followed by its thermal/UV hardening and porosification via the 254-nm photodegradation and acetone etching of PMMA. The resulting SU-8 membrane exhibits a spongy morphology made of pores approximately 50–300 nm in diameter. TiO2 nanoparticles were prepared by hydrothermal and sol-gel techniques. Colloidal synthesis was utilized to fabricate Ag nanoparticles. The TiO2 photocatalytic activity under UV excitation as well as a photothermal effect generated by plasmonic Ag nanoparticles subjected to LED irradiation were studied by the assessment of MB decomposition. The sol-gel TiO2 nanoparticles in combination with the UV exposure were able to completely bleach the dye solution. The Ag nanoparticles (100 µg) together with the LED treatment also enabled the discoloration of the MB solution to a greater extent than solely light exposure. The TiO2 and Ag nanoparticles samples were selected for further modification of the polymer membrane by the spraying procedure. We demonstrated that, in contrast to the filter of the standard facial medical mask, the polymer membrane modified with spray-coated TiO2 and Ag nanoparticles prevents the penetration of bacillus subtilis from its top to bottom side and significantly inhibits bacterial growth when exposed to LED or sunlight. Since the developed filter was able to move air at 51 L per min during testing for 10 min, we conclude that it can provide free breathing. Such a conclusion is supported by data on tidal volume, i.e., the volume of air moving in or out of the lungs in one breathing cycle, equal to 7 mL of breathing air per 1 kg body weight in one breath for adult [33]. This means that a 70-kg adult breathes ~500 mL of air per breath while a child weighing 10 kg has a tidal volume of 70 mL and breathes 2.1 L of air per min [34]. Therefore, the designed and engineered composite membrane is argued to be a prospective model for the further development of self-disinfecting filters, the application area of which can be extended to small scale photosynthesis as well as water and air cleaning.
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Author Contributions


Conceptualization, H.B.; methodology, A.B. (Aliaksandr Burko) and S.Z.; software, A.B. (Aliaksandr Burko), V.P. and S.Z.; validation, A.B. (Aliaksandr Burko) and V.P.; formal analysis, J.K. and K.K.; investigation, A.B. (Arina Baturova), M.K. and A.G.; resources, H.B., S.D. and S.K.; data curation, K.K.; writing—original draft preparation, H.B.; writing—review and editing, H.B., S.D. and S.K.; visualization, A.B. (Arina Baturova); supervision, H.B., S.D. and S.K.; project administration, H.B.; funding acquisition, H.B., S.D. and S.K. All authors have read and agreed to the published version of the manuscript.




Funding


The research was funded by the Belarusian foundation for fundamental research (grant number T22TYRK-005), Russian Science Foundation in a framework of project #21-19-00761, and in accordance with the Russian State Task #FWES-2021-0023.




Institutional Review Board Statement


Not applicable.




Data Availability Statement


Not applicable.




Acknowledgments


H.B. would like to sincerely thank Jasmina Markovski and Bruno Azeredo from Arizona State University for sharing their experience in fabrication and characterization of the porous SU-8 films and ideas on its application, which acted as a driving force of the present research.




Conflicts of Interest


The authors declare no conflict of interest.




References


	



Chin, A.W.H.; Chu, J.T.S.; Perera, M.R.A.; Hui, K.P.Y.; Yen, H.L.; Chan, M.C.W.; Peiris, M.; Poon, L.L.M. Stability of SARS-CoV-2 in Different Environmental Conditions. Lancet Microbe 2020, 1, e10. [Google Scholar] [CrossRef]

	



Otter, J.A.; Donskey, C.; Yezli, S.; Douthwaite, S.; Goldenberg, S.D.; Weber, D.J. Transmission of SARS and MERS Coronaviruses and Influenza Virus in Healthcare Settings: The Possible Role of Dry Surface Contamination. J. Hosp. Infect. 2016, 92, 235–250. [Google Scholar] [CrossRef] [PubMed]

	



Li, X.; Geng, M.; Peng, Y.; Meng, L.; Lu, S. Molecular Immune Pathogenesis and Diagnosis of COVID-19. J. Pharm. Anal. 2020, 10, 102–108. [Google Scholar] [CrossRef] [PubMed]

	



Allison, T. Doctor Blades. Gravure 2007, 21, 32–35. [Google Scholar] [CrossRef]

	



Norrman, K.; Ghanbari-Siahkali, A.; Larsen, N.B. Studies of Spin-Coated Polymer Films. Annu. Reports Prog. Chem.-Sect. C 2005, 101, 174–201. [Google Scholar] [CrossRef]

	



Salpavaara, T.; Joki, T.; Skogberg, A.; Calejo, M.T.; Lekkala, J.; Narkilahti, S.; Kallio, P. Microfabricated Porous SU-8 Membranes as Innervation Interfaces for HiPSC-Neurons in Microfluidic Devices. J. Phys. Commun. 2021, 5, 115003. [Google Scholar] [CrossRef]

	



Akhavan, O.; Abdolahad, M.; Asadi, R. Storage of Ag Nanoparticles in Pore-Arrays of SU-8 Matrix for Antibacterial Applications. J. Phys. D. Appl. Phys. 2009, 42, 135416. [Google Scholar] [CrossRef]

	



Vu, D.T.; Pham, T.N.; Hsu, C.C.; Benisty, H.; Lai, N.D. Elaboration and Characterization of Nanoporous SU-8 Template Using PMMA as Porogen. J. Porous Mater. 2021, 28, 813–823. [Google Scholar] [CrossRef]

	



Gao, W.; He, D.; Ji, F.; Zhang, S.; Zheng, J. Effects of Daily Light Integral and LED Spectrum on Growth and Nutritional Quality of Hydroponic Spinach. Agronomy 2020, 10, 1082. [Google Scholar] [CrossRef]

	



Sergeyeva, N.V.; Arinichev, V.N.; Shevkun, N.A.; Ovsiannikova, E.A.; Chistova, Y.S. Economic Evaluation of Innovative Engineering Solutions in Animal Husbandry. IOP Conf. Ser. Earth Environ. Sci. 2021, 677, 022036. [Google Scholar] [CrossRef]

	



Shtyka, O.; Ciesielski, R.; Kedziora, A.; Dubkov, S.; Gromov, D.; Zakrzewski, M.; Maniecki, T. Catalytic Activity of Semiconductors under the Influence of Electric Fields. Appl. Catal. A Gen. 2022, 635, 118541. [Google Scholar] [CrossRef]

	



Sorokina, L.; Savitskiy, A.; Shtyka, O.; Maniecki, T.; Szynkowska-Jozwik, M.; Trifonov, A.; Pershina, E.; Mikhaylov, I.; Dubkov, S.; Gromov, D. Formation of Cu-Rh Alloy Nanoislands on TiO2 for Photoreduction of Carbon Dioxide. J. Alloys Compd. 2022, 904, 164012. [Google Scholar] [CrossRef]

	



Shtyka, O.; Ciesielski, R.; Kedziora, A.; Maniukiewicz, W.; Dubkov, S.; Gromov, D.; Maniecki, T. Photocatalytic Reduction of CO2 Over Me (Pt, Pd, Ni, Cu)/TiO2 Catalysts. Top. Catal. 2020, 63, 113–120. [Google Scholar] [CrossRef]

	



Shtyka, O.; Shatsila, V.; Ciesielski, R.; Kedziora, A.; Maniukiewicz, W.; Dubkov, S.; Gromov, D.; Tarasov, A.; Rogowski, J.; Stadnichenko, A.; et al. Adsorption and Photocatalytic Reduction of Carbon Dioxide on TiO2. Catalysts 2021, 11, 47. [Google Scholar] [CrossRef]

	



Foster, H.A.; Ditta, I.B.; Varghese, S.; Steele, A. Photocatalytic Disinfection Using Titanium Dioxide: Spectrum and Mechanism of Antimicrobial Activity. Appl. Microbiol. Biotechnol. 2011, 90, 1847–1868. [Google Scholar] [CrossRef]

	



Ouyang, K.; Dai, K.; Walker, S.L.; Huang, Q.; Yin, X.; Cai, P. Efficient Photocatalytic Disinfection of Escherichia coli O157:H7 Using C70-TiO2 Hybrid under Visible Light Irradiation. Sci. Rep. 2016, 6, 25702. [Google Scholar] [CrossRef]

	



Leyland, N.S.; Podporska-Carroll, J.; Browne, J.; Hinder, S.J.; Quilty, B.; Pillai, S.C. Highly Efficient F, Cu Doped TiO2 Anti-Bacterial Visible Light Active Photocatalytic Coatings to Combat Hospital-Acquired Infections. Sci. Rep. 2016, 6, 24770. [Google Scholar] [CrossRef]

	



Sophee, S.S.; Prasad, R.G.S.V.; Srinivas, J.V.; Aparna, R.S.L.; Phani, A.R. Antibacterial Activity of TiO2 and ZnO Microparticles Combination on Water Polluting Bacteria. J. Green Sci. Technol. 2014, 1, 20–26. [Google Scholar] [CrossRef]

	



Rokicka-Konieczna, P.; Markowska-Szczupak, A.; Kusiak-Nejman, E.; Morawski, A.W. Photocatalytic Water Disinfection under the Artificial Solar Light by Fructose-Modified TiO2. Chem. Eng. J. 2019, 372, 203–215. [Google Scholar] [CrossRef]

	



Chu, X.; Mao, L.; Johnson, O.; Li, K.; Phan, J.; Yin, Q.; Li, L.; Zhang, J.; Chen, W.; Zhang, Y. Exploration of TiO2 Nanoparticle Mediated Microdynamic Therapy on Cancer Treatment. Nanomed. Nanotechnol. Biol. Med. 2019, 18, 272–281. [Google Scholar] [CrossRef]

	



Çeşmeli, S.; Biray Avci, C. Application of Titanium Dioxide (TiO2) Nanoparticles in Cancer Therapies. J. Drug Target. 2019, 27, 762–766. [Google Scholar] [CrossRef]

	



Lisovski, O.; Piskunov, S.; Bocharov, D.; Kenmoe, S. 2D Slab Models of TiO2 Nanotubes for Simulation of Water Adsorption: Validation over a Diameter Range. Results Phys. 2020, 19, 103527. [Google Scholar] [CrossRef]

	



Lepock, J.R. Measurement of Protein Stability and Protein Denaturation in Cells Using Differential Scanning Calorimetry. Methods 2005, 35, 117–125. [Google Scholar] [CrossRef] [PubMed]

	



Dubkov, S.V.; Savitskiy, A.I.; Trifonov, A.Y.; Yeritsyan, G.S.; Shaman, Y.P.; Kitsyuk, E.P.; Tarasov, A.; Shtyka, O.; Ciesielski, R.; Gromov, D.G. SERS in Red Spectrum Region through Array of Ag–Cu Composite Nanoparticles Formed by Vacuum-Thermal Evaporation. Opt. Mater. X 2020, 7, 100055. [Google Scholar] [CrossRef]

	



Wang, L.; Chen, K.; Tong, H.; Wang, K.; Tao, L.; Zhang, Y.; Zhou, X. Inverted Pyramid Er3+ and Yb3+ Co-Doped TiO2 Nanorod Arrays Based Perovskite Solar Cell: Infrared Response and Improved Current Density. Ceram. Int. 2020, 46, 12073–12079. [Google Scholar] [CrossRef]

	



Gromov, D.G.; Dubkov, S.V.; Savitskiy, A.I.; Shaman, Y.P.; Polokhin, A.A.; Belogorokhov, I.A.; Trifonov, A.Y. Optimization of Nanostructures Based on Au, Ag, Au[Sbnd]Ag Nanoparticles Formed by Thermal Evaporation in Vacuum for SERS Applications. Appl. Surf. Sci. 2019, 489, 701–707. [Google Scholar] [CrossRef]

	



Talane, T.E.; Mbule, P.S.; Noto, L.L.; Shingange, K.; Mhlongo, G.H.; Mothudi, B.M.; Dhlamini, M.S. Sol-Gel Preparation and Characterization of Er3+ Doped TiO2 Luminescent Nanoparticles. Mater. Res. Bull. 2018, 108, 234–241. [Google Scholar] [CrossRef]

	



Khinevich, N.; Juodėnas, M.; Tamulevičienė, A.; Bandarenka, H.; Tamulevičius, S. Tailoring Mesoporous Silicon Surface to Form a Versatile Template for Nanoparticle Deposition. Coatings 2021, 11, 699. [Google Scholar] [CrossRef]

	



Elia, P.; Nativ-Roth, E.; Zeiri, Y.; Porat, Z. Determination of the Average Pore-Size and Total Porosity in Porous Silicon Layers by Image Processing of SEM Micrographs. Microporous Mesoporous Mater. 2016, 225, 465–471. [Google Scholar] [CrossRef]

	



Zavatski, S.; Khinevich, N.; Girel, K.; Redko, S.; Kovalchuk, N.; Komissarov, I.; Lukashevich, V.; Semak, I.; Mamatkulov, K.; Vorobyeva, M.; et al. Surface Enhanced Raman Spectroscopy of Lactoferrin Adsorbed on Silvered Porous Silicon Covered with Graphene. Biosensors 2019, 9, 34. [Google Scholar] [CrossRef]

	



Paramelle, D.; Sadovoy, A.; Gorelik, S.; Free, P.; Hobley, J.; Fernig, D.G. A Rapid Method to Estimate the Concentration of Citrate Capped Silver Nanoparticles from UV-Visible Light Spectra. Analyst 2014, 139, 4855–4861. [Google Scholar] [CrossRef] [PubMed]

	



Haque, F.Z.; Nandanwar, R.; Singh, P. Evaluating Photodegradation Properties of Anatase and Rutile TiO2 Nanoparticles for Organic Compounds. Optik 2017, 128, 191–200. [Google Scholar] [CrossRef]

	



Simonis, F.D.; Neto, A.S.; Schultz, M.J. The Tidal Volume Fix and More… J. Thorac. Dis. 2019, 11, E117–E122. [Google Scholar] [CrossRef] [PubMed]

	



Song, Q.; Cao, C.; Xiang, Y.; Ruan, L.; Qian, G. Age-Specific Transmissibility Change of COVID-19 and Associations with Breathing Air Volume, Preexisting Immunity, and Government Response. Front. Public Health 2022, 10, 487. [Google Scholar] [CrossRef]








[image: Polymers 15 00726 g001 550] 





Figure 1. AFM images and profiles of (a) the SU-8 and PMMA membrane subjected to the thermal and photoinduced hardening and (b) the SU-8 membrane after removal of PMMA. 
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Figure 2. SEM top and cross section images of (a) the SU-8/PMMA membrane subjected to thermal and photoinduced hardening, (b) the SU-8/PMMA membrane after the PMMA photodegradation and (c) the SU-8 membrane after the PMMA removal. 
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Figure 3. Results of structural characterization of TiO2 nanoparticles: (a) SEM images and EDX spectra, (b) Raman spectra and (c) XRD patterns (A—anatase, R—rutile). 
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Figure 4. The results of structural and optical characterization of the Ag nanoparticles: (a) the XRD pattern, (b) the absorption spectra and (c) the SEM image. 
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Figure 5. The study of the Ag nanoparticles thermal properties: (a) the photographs of the Ag-free and Ag-containing samples of the epoxy resin, (b) the corresponding thermal images of the samples after the LED projector exposure for 30 min. 
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Figure 6. The Eppendorf tubes filled with the 10−5 M MB solutions (a) free of the TiO2 and Ag nanoparticles and containing (b) TiO2 or (c) Ag nanoparticles before and after UV or LED exposure. 
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Figure 7. The top views of the Petri dishes filled with agar gel and cultured bacteria wash-swabbed from the filtering materials subjected to dropping the bacterial suspension on the top side (a) before the light exposure, (b) after the LED projector exposure for 30 min and (c) after the sunlight exposure for 30 min. Sector #1—the medical face mask filter, sector #2—the prototype made of TiO2/Ag/polymer membrane on the medical face mask filter, sector #3—the TiO2/Ag/polymer membrane: (d–f)—histograms of surface area of the Petri dish sectors covered with bacteria, which correspond to (a–c) photos. 
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Figure 8. The results of SERS-analysis of air pulled out through the filtering materials before and after the LED exposure: average SERS-spectra for the medical mask filter pad, prototype and TiO2/Ag/polymer membrane are depicted. 
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Table 1. Mean absorption band intensity (a.u.) of the MB solutions free of and containing TiO2 and Ag nanoparticles kept in the dark place or exposed to the UV lamp or LED projector irradiation for 10 min (three measurements were made for each sample).
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Sample Type

	
Absorption, a.u.

	
Absorption

Delta for Fresh and

Exposed Samples, %




	
Fresh

	
Kept in Dark Place

	
Exposed

	
Exposed and Corrected

for Control MB






	
MB

	
22

	
22

	
15 (UV)

	
-

	
32




	
MB + TiO2 (hydroth.)

	
88

	
86

	
43 (UV)

	
50

	
43




	
MB + TiO2 (sol-gel)

	
81

	
80

	
36 (UV)

	
43

	
47




	
MB

	
22

	
22

	
20 (LED)

	
-

	
9




	
MB + Ag (100 µg)

	
28

	
27

	
18 (LED)

	
20

	
29




	
MB + Ag (200 µg)

	
32

	
32

	
22 (LED)

	
24

	
25




	
MB + Ag (300 µg)

	
34

	
34

	
27 (LED)

	
29

	
15
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