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Abstract: Textile structures with various bioactive and functional properties are used in many areas
of medicine, special clothing, interior textiles, technical goods, etc. We investigated the effect of two
different textile woven structures made of 90% polyester with 10% polyamide (PET) and 100% cotton
(CO) modified by magnetron sputtering with copper (Cu) on bioactive properties against Gram-
positive and Gram-negative bacteria and four viruses and also on the some comfort parameters.
PET/Cu and CO/Cu fabrics have strong antibacterial activity against Staphylococcus aureus and
Klebsiella pneumonia. CO/Cu fabric has good antiviral activity in relation to vaccinia virus (VACV),
herpes simplex virus type 1 (HSV-1) and influenza A virus H1N1 (IFV), while its antiviral activity
against mouse coronavirus (MHV) is weak. PET/Cu fabric showed weak antiviral activity against
HSV-1 and MHV. Both modified fabrics showed no significant toxicity in comparison to the control
medium and pristine fabrics. After Cu sputtering, fabric surfaces became hydrophobic and the value
of the surface free energy was over four times lower than for pristine fabrics. The modification
improved thermal conductivity and thermal diffusivity, facilitated water vapour transport, and air
permeability did not decrease.

Keywords: textile structures; polyester fabric; cotton fabric; copper; magnetron sputtering system;
antibacterial activity; antiviral activity; comfort properties; fabric modification

1. Introduction

Textile structures with various bioactive properties are used in many areas of medicine,
special clothing, interior textiles, technical goods, etc. [1–5]. The research interest in this
aspect has dynamically increased during the COVID-19 pandemic. New solutions in the
field of textile engineering, modifiers and bioactive functionalization methods aim to reduce
the risk of SARS-CoV-2 infection by using bio-barrier materials for various purposes (masks,
special clothing, surface coverings, tents, etc.). One of the methods of functionalization is
the use of particles, compounds and complexes, including different forms of copper [6–8].
Copper based modifiers have a well-documented mechanism of antimicrobial activity
against bacteria, fungi and viruses [9–21]. Most of the research is focused on the assessment
of the bioactive properties of both copper structures and copper metallized materials by
various techniques against selected bacteria or viruses [22–32].

The mechanism of antimicrobial activity of copper is complex and shaped by many
factors, but generally it is claimed that, when bacteria or viruses are on the copper surface,
Cu ions damage the cell membrane or viral envelope. The destroying of microbes is
accelerated by the forming of free radicals [33,34]. Warnes and co-authors state that copper
is more effective in antimicrobial activity than other used metals, due to it having a free
electron in its outer orbital shell of electrons that easily takes part in oxidation-reduction
reactions [33,34]. Therefore, in the development of materials protecting against viruses,
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the interface interaction solid surface-protein is an important issue. In the case of viruses
the inactivation process is more effective on hydrophobic surfaces with higher roughness,
which is connected with the higher affinity of protein to adsorption on such surfaces [35–38].
Bioactive textiles protecting against microorganisms should also ensure comfort of use.
Achieving full comfort and maintaining a bio-barrier is difficult, but proper design of the
textile structure can significantly improve some comfort parameters.

The aim of the work is to investigate the effect of two different textile structures
modified by magnetron sputtering with copper on bioactive properties against two bacteria
strains and four viruses and on the comfort parameters. The presented approach is new and
may have significant value in the development of textile structures as bioactive materials.

2. Materials and Methods

Two fabrics with different structure and raw material composition were used in the
study. The characteristics of the fabrics are presented in Table 1.

Table 1. Characteristics of textile materials.

Polyester Fabric (PET) Cotton Fabric
(CO)

Raw material polyester (PET) 90% with polyamide (PA)
10% cotton 100%

Yarn
warp PET DTY dtex 110 f 144 (textured

microfiber), linear mass of filament 0.76 dtex tex 8

weft

PET dtex 167 f (75 × 8) (textured
supermicrofiber, biocomponent 80% PET
and 20% PA as a spacer in segmented-pie

(orange cross section) filament), linear mass
of filament 0.28 dtex

tex 8

Wave 1
4 (2)—five-thread satin plain

Treads number/10 cm
warp 469 310
weft 332 300

Mass per unit area, g/m2 130 ± 1 55 ± 1

Thickness, mm 0.41 ± 0.10 0.27 ± 0.10

Volume porosity *, % 77.1 87.3

* The percentage of air in the volume of the fabric.

2.1. Modification of Fabrics

One-side modification of fabrics with copper was carried out using the DC magnetron
sputtering system, (P.P.H. Jolex s. c., Czestochowa, Poland) which enables continuous
(“roll to roll”) or stationary application of thin coatings of metals, alloys and oxides in
single layers or multilayer systems. The magnetron sputtering system is equipped with
a pulse current source with a power of min. 12 kW and a maximum voltage of 1.2 kV
with an adjustable group frequency from 50 Hz to 5 kHz. The process was carried out
in an inert gas—argon using the copper target with a purity of 99.99% (Testbourne Ltd.,
Basingstoke, UK) in the conditions presented in Table 2. A schematic diagram of the applied
DC magnetron sputtering system is shown in Figure 1.

Table 2. Conditions of modification with Cu by magnetron sputtering.

Pressure, Mbar Effective Power, kWh Circulating Power, kWh Argon Content, % Number of Passes Speed, mm/s

PET 2.0 × 10−3 2.0–2.2 0.8–1.0 3 15 15
CO 2.0 × 10−3 2.0–2.2 0.8–1.0 3 15 15

2.2. Microscopic Analysis

SEM microscopic analyses were carried out on a scanning electron microscope VEGA3
(TESCAN, Brno, Czech Republic) with magnification of 100×, 2000×, 5000× and 10,000×,
using the high vacuum mode, secondary electron (SE) detector and the energy of probe
beam of 20 keV. The samples were sputtered with gold on the Quorum Technologies Ltd.
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vacuum device (Laughton, UK). The elemental analysis was performed on the EDS INCA
Energy spectrometer (Oxford Instruments, High Wycombe, UK) on the samples without
sputtering with gold. X-ray microanalysis was done under air pressure of 10 Pa, using
an accelerating voltage of 20 kV, backscattered electron beam (BSE) and the SmartMap
function. For each sample, maps of the distribution of elements, the sum spectrum as well
as weight and atomic percentages of elements, were prepared. The maps were determined
for the elements C, O, Ti and Cu for the Kα line with the excitation energy E = 0.28 keV,
E = 0.52 keV, E = 4.51 keV and E = 8.04 keV, respectively.

Materials 2022, 15, x FOR PEER REVIEW 3 of 17 
 

 

Table 2. Conditions of modification with Cu by magnetron sputtering. 

 
Pressure, 

Mbar 

Effective 

Power, kWh 

Circulating 

Power, kWh 

Argon 

Con-

tent, % 

Number of 

Passes 
Speed, mm/s 

PET 2.0 × 10−3 2.0–2.2 0.8–1.0 3 15 15 

CO 2.0 × 10−3 2.0–2.2 0.8–1.0 3 15 15 

 

Figure 1. Schematic diagram of DC magnetron sputtering system. 

2.2. Microscopic Analysis 

SEM microscopic analyses were carried out on a scanning electron microscope 

VEGA3 (TESCAN, Brno, Czech Republic) with magnification of 100×, 2000×, 5000× and 

10,000×, using the high vacuum mode, secondary electron (SE) detector and the energy of 

probe beam of 20 keV. The samples were sputtered with gold on the Quorum Technolo-

gies Ltd. vacuum device (Laughton, UK). The elemental analysis was performed on the 

EDS INCA Energy spectrometer (Oxford Instruments, High Wycombe, UK) on the sam-

ples without sputtering with gold. X-ray microanalysis was done under air pressure of 10 

Pa, using an accelerating voltage of 20 kV, backscattered electron beam (BSE) and the 

SmartMap function. For each sample, maps of the distribution of elements, the sum spec-

trum as well as weight and atomic percentages of elements, were prepared. The maps 

were determined for the elements C, O, Ti and Cu for the Kα line with the excitation en-

ergy E = 0.28 keV, E = 0.52 keV, E = 4.51 keV and E = 8.04 keV, respectively. 

The microscopic analysis of the topography was performed on an OLYMPUS 

DSX1000 digital optical microscope (Tokyo, Japan). The samples were tested in light and 

dark field (MIX) with the possibility of adjusting the intensity and direction of incidence 

of light and with the use of the simple polarization (PO) method. 3D acquisition was used 

for all images by registering successive images while moving in the direction of the Z axis. 

The tests were performed at 100× magnification. Based on the 3D topography of the fabric 

surface, the following parameters of its roughness were determined: Sq—Root mean 

square height, Sa—Arithmetical mean height, Sp—Maximum peak height (peak), Sv—

Maximum pit depth (valley) and Sz—Maximum height (Sp + Sv). 

2.3. Determination of Cu Content 

In order to determine the copper content, the fabric sample was mineralized in a mi-

crowave mineralizer (Magnum II, Ertec, Poland). The mineralized sample was then dis-

persed in purified water. The content of copper in the dispersion was determined by 

Figure 1. Schematic diagram of DC magnetron sputtering system.

The microscopic analysis of the topography was performed on an OLYMPUS DSX1000
digital optical microscope (Tokyo, Japan). The samples were tested in light and dark field
(MIX) with the possibility of adjusting the intensity and direction of incidence of light
and with the use of the simple polarization (PO) method. 3D acquisition was used for all
images by registering successive images while moving in the direction of the Z axis. The
tests were performed at 100× magnification. Based on the 3D topography of the fabric
surface, the following parameters of its roughness were determined: Sq—Root mean square
height, Sa—Arithmetical mean height, Sp—Maximum peak height (peak), Sv—Maximum
pit depth (valley) and Sz—Maximum height (Sp + Sv).

2.3. Determination of Cu Content

In order to determine the copper content, the fabric sample was mineralized in a
microwave mineralizer (Magnum II, Ertec, Poland). The mineralized sample was then
dispersed in purified water. The content of copper in the dispersion was determined by
means of an atomic absorption spectrometer with flame atomization (SpectrAA 250 Plus,
Varian, Australia).

2.4. Antibacterial Test

The bacteria strains of Gram-positive Staphylococcus aureus (ATCC 6538) and Gram-
negative Klebsiella pneumoniae (ATCC 4352) were used in the study. The test was performed
according to PN-EN ISO 20743:2013-10 Determination of antimicrobial activity of finished
products with antibacterial finish. The pristine textile structures were used as reference
materials. Assessment of antibacterial activity (A) was carried out according to EN ISO
20743:2013, where 2 ≤ A < 3 means significant and A ≥ 3 means strong bioactivity.
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2.5. Antiviral and Cytotoxicity Tests

The following pathogens were tested: herpes simplex virus type 1 (HSV-1) McKrae
strain (Gothenburg University, Sweden), vaccinia virus (VACV) WR strain (ATCC VR-
1736), influenza A virus H1N1 (IFV) (ATCC VR-1736) and mouse coronavirus (MHV)
JHV strain (ATCC VR-765). Tests with HSV-1 and VACV were performed in Vero cells
(ATCC CCL-81) cultured in Dulbecco’s Modified Eagle’s (DMEM) Medium with GlutaMAX
supplemented with 10% fetal bovine serum (FBS), 100 units/mL penicillin, 100 µg/mL
streptomycin (Thermo Fisher Scientific, Waltham, MA, USA). Vero cells were inoculated
with cryopreserved HSV-1 or VACV. The virus infection was monitored by observable
cytopathic effects (CPE). The virus stock infectivity titer (plaque forming unit (PFU)/mL)
was determined in Vero cells inoculated with serial dilutions of virus suspensions. After
48 h, infected cell cultures were stained with 1% crystal violet and used to determine the
number of cytopathic effects per mL (PFU/mL) [39]. Tests with IFV were performed in
MDCK (NBL-2) (ATCC®, Manassas, VA, USA, CCL-34) cells cultured in DMEM medium
with antibiotics and 10% FBS (Thermo Fisher Scientific). MDCK cells were inoculated
with cryopreserved IFV, then cultured for 72 h and monitored for observable cytotoxic
effects. Tests with MHV virus were performed in NCTC clone 1469 cells (ATCC® CCL-
9.1), cultured in Minimum Essential Media (MEM) with antibiotics and 10% FBS (Thermo
Fisher Scientific). The infected cultures were observed for 24 h for the presence of CPE.
For MHV and IFV, TCID50/mL (Spearman-Kärber method) [40] was used to determine
the concentration of the inoculated virus based on the outcome of the end-point dilution
resulting in the CPE of the MDCK (IFV) or NCTC (MHV) cells cultured in 96 well plates.
The mouse beta-coronavirus (MHV) was chosen in context of future research concerning
the SARS-CoV-2. It is an enveloped virus with a positive-sense RNA genome in the
Coronaviridae family and has been studied widely as a model of viral pathogenesis [41].

The study was performed according to the standard 18184:2019 Textiles—Determination
of antiviral activity of textile products. As a negative untreated test control material, the
same fabrics but without modification were used, hereafter referred to as control fabric.
The control and test samples were cut into 1.0 g pieces and autoclaved to sterilize them.
The samples were then inoculated with 0.2 mL of the viral inoculum. The control samples
were subjected to washout immediately after inoculation, while experimental samples
were incubated at room temperature (RT) for 2 h. Each control and test sample was
prepared in triplicates for each time point. All samples were washed with 20 mL of the
neutralizing solution (complete cold medium), followed by 1 min of vortexing. Aliquots of
the neutralizing solutions were next used to determine the infectious titer of the recovered
virus by PFU/mL (HSV-1, VACV) or TCID50/mL (IFV, MHV) method.

The antiviral activity (Mv) value was calculated as follows: Mv = −log(Vc/Vt) =
−[log(Vc) − log(Vt)], where log(Vc) = the common logarithm average of three infectivity
titer values immediately after inoculation of the control sample; log(Vt) = the common
logarithm average of three infectivity titer values immediately after the 2 h contact time
with the tested samples. According to the standard 18184:2019, good antiviral activity is
described as 3.0 > Mv ≥ 2.0.

In order to control for potential cytotoxicity caused by eluting molecules from the test
samples during vortexing to the neutralizing solution, the following test was conducted:
20 mL of the neutralizing solution was added to non-virus inoculated control and test
samples, incubated for 2 h and after vortexing, aliquots from these solutions were added to
the Vero cells. Cytotoxicity was then monitored with MTT cell viability assay according to
the producer’s manual (Thermo Fisher Scientific) (where MTT is (3-(4,5-dimethylthiazol-2-
yl)-2,5-diphenyltetrazolium bromide).

2.6. Determination of Wettability and Surface Free Energy

The contact angle θ was determined using a PGX goniometer (Fibro System AB,
Sweden). Three wetting liquids with known values of surface free energy (γL) and
its components (γL

d,γL
p) were used: water, W (γL = 72.80 mJ/m2, γL

d = 21.80 mJ/m2,
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γL
p = 51.00 mJ/m2), formamide, F (γL = 58.00 mJ/m2, γL

d = 39.00 mJ/m2, γL
p = 19.00 mJ/m2),

hexane, H (γL = 18.40 mJ/m2, γL
d = 18.40 mJ/m2, γL

p = 0 mJ/m2). The droplet volume
was 3 µL, temperature 22.3 ± 1 ◦C, relative humidity (RH) 40 ± 1%. Three repetitions for
each sample were made and mean values and standard deviation were determined. Based
on the mean value of the contact angles, the surface free energy and its dispersion and
polar components were calculated according to the Owens-Wendt method [42].

2.7. Air Permeability Measurement

Air permeability was measured in accordance with the standard PN-EN ISO 9237:1998,
Textiles. Determination of permeability of fabrics to air, using pressure difference of 100 Pa,
temperature of 21 ◦C and RH = 64%.

2.8. Water Vapour Permeability Measurement

Water vapour permeability (WVP) was measured in accordance with the standard
PN-EN ISO 11092:2014-11, Textiles. Physiological effects. Measurement of thermal and
water-vapour resistance under steady-state conditions (sweating guarded-hotplate test).

2.9. Testing of Comfort Parameter

Two comfort parameters, thermal conductivity, λ (Wm−1K−1) and thermal diffu-
sivity, a (m2s−1) were determined using the Alambeta device (Sensora, Praha, Czech
Republic) [43]. The test consists of measuring the amount of heat flowing through the
sample, placed with a constant pressure of 200 Pa ± 10%, between two plates—the upper
one, heated to a temperature of 32 ◦C, and the lower one with a temperature of 22 ◦C.
For each sample, five repetitions of the measurement were made and mean values and
standard deviation were determined. The samples were tested with the Cu modified side
in contact with the heated plate.

3. Results and Discussion
3.1. Analysis of Textile Structures and Cu Sputtering Effect

The images of the pristine fabrics presented in Figure 2 show differences in the struc-
tures of fibers and fabrics.

Results of microscopic analysis confirm the complete coverage of the top fabric surface
with Cu (Figures 3 and 4). Their topography is different, but well developed, with high
roughness. On the bottom surface of the PET/Cu fabric there is no copper. In the case of
the bottom surface of CO/Cu fabric, protruding fibers of the weft and warp yarns covered
by Cu are visible. The mean values of Cu content determined by the ASA method are 15.2
and 12.6 g/kg for PET/Cu and for the CO/Cu fabrics, respectively. The percentages of Cu,
determined by the SEM/EDS analysis (Figure 4), are 38.9 wt% and 43.4 wt%, for PET/Cu
and for the CO/Cu fabrics, respectively (Table 3). The presence of Ti in PET fabric is related
to the production process of bicomponent yarn. The differences in the Cu content depend
on the fabric’s structure. Under the same conditions of modification (Table 2), more copper
particles were deposited on the dense PET fabric surface than on the CO fabric surface. In
the case of cotton fabric, some of the Cu particles passed through the spaces between the
weft and the warp.
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3.2. Antiviral Activity and Toxicity

The tested fabrics showed different antiviral activity (Table 4). According to the
standard 18184:2019, Textiles—Determination of antiviral activity of textile products, good
antiviral activity is described as 3.0 > Mv ≥ 2.0. CO/Cu fabric showed good antiviral
activity in relation to VACV, HSV-1 and IFV, while its antiviral activity against MHV was
weak. PET/Cu fabric showed weak antiviral activity against HSV-1 and MHV.
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Table 3. Results of SEM/EDS analysis—weight percentage of elements.

Elements, wt%
PET CO

Pristine Cu Pristine Cu

C 63.0 ± 0.08 35.7 ± 0.73 47.7 ± 0.25 26.6 ± 1.67
O 36.5 ± 0.09 25.3 ± 0.27 52.3 ± 0.25 30.0 ± 0.82

Cu - 38.9 ± 0.47 - 43.4 ± 1.04
Ti 0.2 ± 0.01 0.2 ± 0.01 - -

Table 4. The antiviral activity values Mv (log reduction (Vc/Vt) of modified fabrics against VACV,
HSV-1, IFV and MHV.

Control Samples Test Samples
Mv

Log Reduction
PFU/mL VACV

Log Reduction
PFU/mL HSV-1

Log Reduction
TCID50/mL IFV

Log Reduction
TCID MHV

PET PET/Cu 0 1 0 1
CO CO/Cu 2 2 2 1

Where: TCID50—the 50% tissue culture infectious dose; PFU—plaque-forming unit.

Both PET/Cu and CO/Cu modified fabrics showed no significant toxicity (Figure 5)
in comparison to the control medium and pristine samples (p ≥ 0.05).
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3.3. Antibacterial Activity

Both modified fabrics are characterized by strong antibacterial activity (A) (Table 5),
because according to standardized evaluation criteria A ≥ 3. Stronger activity is observed
in the case of Gram-negative Klebsiella pneumoniae, which may result from differences
in the structure and composition of the cell envelope between the Gram-negative and
Gram-positive bacteria. Gram-negative bacteria have a thin peptidoglycan layer and an
outer lipid membrane. In Gram-positive bacteria the peptidoglycan layer is significantly
thicker than in Gram-negative bacteria and an outer lipid membrane is not present [44]. A
study by Vaidya and co-workers also showed that copper has stronger activity against two
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Gram-negative bacteria Klebsiella pneumoniae and Acinetobacter baumanni than against Gram-
positive Enterococcus faecium [45]. The minimal bactericidal concentration values for cooper
ion solution against the above mentioned bacteria were 15.62, 15.62 and 125.00 mgL−1,
respectively [45]. Souli and co-workers investigated the antibacterial activity of copper
against potent multidrug-resistant Gram-negative pathogens Escherichia coli, Enterobacter
spp., Klebsiella pneumoniae, Pseudomonas aeruginosa and Acinetobacter baumannii and showed
a bactericidal effect of Cu 99% for all tested strains [46]. We are aware of differences in
methodological approaches used in the above-mentioned studies, but their results clearly
indicate the antibacterial activity of copper.

Table 5. The results of antibacterial activity.

Staphylococcus aureus
(ATCC 6538)

Klebsiella pneumoniae
(ATCC 4352)

PET/Cu CO/Cu PET/Cu CO/Cu
Concentration of inoculum, CFU/mL 2.7 × 105 2.8 × 105

Growth value F—for the control
sample (pristine)
F = lg Ct − lg Co

3.73
lg Ct: −8.32 lg Co: −4.59

4.95
lg Ct: −9.29 lg Co: –4.34

4.31
lg Ct: −9.56 lg Co: −5.25

4.42
lg Ct: −9.61 lg Co: −5.19

Growth value G—for the test sample
(Cu modified)

G = lg Tt − lg To

−3.10
lg Tt: −1.30 lg To: −4.40

0.00
lg Tt: −1.30 lg To: –1.30

−2.65
lg Tt: −1.30 lg To: −3.95

0.00
lg Tt: −1.30 lg To: −1.30

Value of antimicrobial activity A
A = (lg Ct − lg Co) − (lg Tt − lg Co) 7.02 7.99 8.26 8.31

Time and temperature of incubation 22 h + 48 h (37 ± 2 ◦C)

3.4. Surface Properties

After modification, the values of the contact angle (Table 6) significantly changed
for both fabrics, and their surfaces became hydrophobic. Research into understanding
the wettability phenomenon has been going on for many years and new models or im-
provements to existing ones are proposed. The apparent contact angle is defined as the
angle between the apparent solid surface and the tangent to the liquid-fluid interface. For
two-dimensional systems there exists a correspondence between this theory and measured
contact angles. Wenzel was the first to discuss the influence of roughness on apparent
contact angle [47]. However, a more complex model was needed for heterogeneous systems,
which was proposed by Cassie and Baxter (the Cassie–Baxter equation) [48].

Table 6. The values of the contact angle and surface free energy.

Sample
Contact Angle Θ, Deg Surface Free Energy γS and Dispersive γS

d

and Polar Components γS
p, mJ/m2

Θw ΘF ΘH γS γS
d γS

p

PET
pristine 0.0 18.1 ± 2.1 0.0 72.04 17.21 54.82

Cu 131.2 ± 1.5 117.1 ± 1.2 0.0 16.43 15.38 1.05

CO
pristine 0.0 22.8 ± 2.2 0.0 71.71 16.81 54.90

Cu 135.0 ± 1.9 128.6 ± 1.4 0.0 15.26 13.79 1.56

In the case of three-dimensional systems with no special symmetry, the apparent
contact angle may vary from point to point [49].

Marmur states that equilibrium wetting on rough surfaces is discussed in terms of the
“competition” between complete liquid penetration into the roughness grooves and the
entrapment of air bubbles inside the grooves underneath the liquid [50]. Marmur added a
new condition that is necessary for the existence of the heterogeneous wetting model. It is
demonstrated that when this condition is violated, the homogeneous wetting regime is in
effect, even though the Cassie-Baxter equation may be satisfied.

Li et al. deposited a copper thin film with different microstructures on Si (100) and
quartz substrates using a magnetron sputtering system and copper target (99.99% pu-
rity) [51]. Based on the measurement of the contact angle with water (5 µL water droplets),
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they found that developed surfaces exhibit different wettability (water contact angle from
101.3 to 160.5 deg), depending on the sputtering powers and, consequently, the geom-
etry of surface microstructures. They suggested that air can be easily trapped by the
microstructures on the surface, and then water cannot intrude into the interspaces among
the microstructures according to the Cassie-Baxter model.

Our textile structures are more complex and varied, both in the physical and chemical
aspect, than substrates used by Li et al. Nonetheless, the values of water contact angle
for PET/Cu and CO/Cu fabrics are 130.2 and 135.0 deg, respectively, and both surfaces
are hydrophobic.

The value of the surface free energy and its components determined on the basis of the
contact angle values are more than 4 times lower for PET/Cu and CO/Cu fabrics than for
pristine fabrics. These changes are mainly related to the decrease in the polar components
values by 53.77 and 53.34 mJ/m2 for PET/Cu and CO/Cu fabrics, respectively. The values
of dispersive components did not decrease significantly, only by 1.83 and 3.02 mJ/m2 for
PET/Cu and CO/Cu fabrics, respectively.

The change in the surface properties of the modified fabrics can affect an inactivation
of tested pathogens. Protein adsorption on a solid surface is a complex process [52]. Antivi-
ral activity mechanism of materials includes inter alia protein-solid surface interactions,
which depend on many factors. The adhesion of proteins to different surfaces is determined
by physicochemical properties, such as morphology, topography (roughness, arrange-
ment), tension, polarity, charge, electrostatic interactions, pH, specific chemical interactions,
hydrophobic interactions, intermolecular protein-protein interactions, temperature, and
humidity. Generally, proteins adhere more strongly to a non-polar surface. Anand and co-
authors postulate that non-polar surfaces destabilize proteins and thereby facilitate confor-
mational reorientations leading to strong inter protein and protein-surface interactions [37].
This explains the experimental finding that in most cases the affinity of proteins to surfaces
increases on hydrophobic substrates and decreases on hydrophilic ones [37,53]. The results
of the antiviral effect depend also on the type/structure of pathogen [54]. The herpes sim-
plex virus type 1 (HSV-1) is a member of the human Herpesviridae family. The structure of
herpes viruses consists of a relatively large, double-stranded, linear DNA genome encased
within an icosahedral protein cage (capsid) which is wrapped in a lipid bilayer envelope.
The envelope is joined to the capsid by means of a tegument [55]. The vaccinia virus (VACV)
is the member of the family Poxviridae. VACV is closely related to other orthopoxviruses
such as variola virus and cowpox virus [56]. The influenza A virus H1N1 (IFV) is a member
of the family Orthomyxovirus (a group of RNA viruses). This is an enveloped virus with
the characteristic spike-like viral glycoproteins—Haemagglutinin and Neuraminidase [57].
The mouse hepatitis virus (MHV), an enveloped virus with a positive-sense RNA genome
in the Coronaviridae family, has been studied widely as a model of viral pathogenesis [58].
This virus was selected as a model before future testing the developed materials using
SARS-CoV-2. SARS-CoV-2 is an envelope virus with a single linear positive-stranded RNA
(+ssRNA) genome. SARS-CoV-2 has four structural proteins: the S (spike), E (envelope), M
(membrane), which together create the viral envelope, and the N (nucleocapsid) protein,
holding the RNA genome [59]. SARS-CoV-2 virions of 50–200 nm in diameter are like
spherical nanoparticles with the glycoprotein spikes on their surface, which are responsible
for the contact with the solid surface [41].

Copper has shown the ability to destroy viruses, such as influenza viruses, vaccinia
virus, noroviruses or human immunodeficiency virus (HIV) [30,60]. Viruses are more
susceptible than fungi and bacteria to copper by the lack of repair mechanisms [18]. The
viral genome can be directly targeted by copper, especially gene(s) encoding viral protein(s)
essential for viral infectivity [18]. Furthermore, ROS (reactive oxygen species) formation
contributes to the death of the cell via interaction with viral envelope or capsid [21,30].
Viruses are susceptible to the Cu-induced damage as they do not have the repair mecha-
nisms characteristic for bacteria [15]. Material containing copper has not been tested for
antiviral activity against SARS-CoV-2 virus. However, Favatela and co-workers tested
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antiviral cotton fabrics impregnated with different formulations based on chitosan, citric
acid, and copper against HSV-1 and bovine betacoronavirus (BCoV), and found good
antiviral activity against HSV-1 and BCoV [61].

3.5. Comfort Properties

Materials intended for personal protection, such as masks or overalls, should provide
the user acceptable comfort related to the transport of heat and air and water vapour
permeability (WVP). The air permeability of fabrics before and after Cu modification was at
a similar level (Figure 6). The transport of moisture depends on many factors, i.e., the type
and characteristics of the fiber, thickness, surface topography, porosity, type of chemical
finish, etc. To design and manufacture the PET fabric a special yarn was used which
consists of textured bicomponent supermicrofibers with segmented-pie cross section (80%
PET and 20% PA, 16 segments) modified with Ti compounds (Tables 1 and 3). Pristine
PET fabric with dense structure and air permeability of 174 mm/s is characterized by 29%
higher value of WVP than pristine CO fabric with loose structure and air permeability of
2054 mm/s (Table 1, Figures 2 and 6). Sampath et al. investigated the effect of filament
fineness on comfort properties and found that moisture vapour transmission was higher
for fabrics made of finer filaments [62].
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Changes in water vapour permeability after Cu deposition, a decrease for PET/Cu and
an increase for CO/Cu, are the results of the changes in the structure and physicochemical
surface properties of fabrics and susceptibility of the fibers to water sorption. Normal
moisture content (at 20 ◦C and 65% RH) for PET and CO is of 0.3–0.4% and 7.4–9.5%, re-
spectively [63–65]. The Cu sputtered surfaces of both fabrics became hydrophobic (Table 6),
and their surface free energy value significantly decreased due to the drastic lowering of
the polar component values, which favors the transport of water vapour. However, in
the case of PET/Cu fabric, the WVP value decreased by 12% as result of the complete
covering of the fibers’ surface and filling the interfibrillar space and the space between weft
and warp yarns with Cu particles. Pristine cotton fabric has higher susceptibility to water
sorption due to the high hygroscopic properties of cellulose (water retention 45–55%) and
the fiber structure, characterized by the presence of numerous free spaces, micro-capillaries,
micro-pores and diversified lumens [66]. After modification, the WVP value for CO/Cu
fabric increased by 15% because a part of the cotton fibers were coated with Cu which
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reduced sorption, and large spaces between yarns remained unfilled and permeable for
water (Figure 3).

Results of the Alambeta test show changes in thermal properties of both fabrics
after modification (Table 7). The thermal conductivity of air is 0.025 Wm−1K−1, and the
thermal diffusivity is 0.19 × 10−4 m2s−1, while for Cu 400 Wm−1K−1 and 1.17 10−4 m2/s,
respectively. After modification, the value of thermal conductivity increased by about 7%
for PET/Cu and 2.6% for CO/Cu, and the value of thermal diffusivity by 40.2% and 2.5%
for PET/Cu and for CO/Cu, respectively. Thermal diffusivity is a specific property of a
material that indicates the rate of temperature changes from one surface to another and
assesses how quickly the material reacts to temperature changes. The structure of the PET
fabric is compact, which is confirmed by the results of microscopic analyses (Figure 2) and
the air permeability (Figure 6). The volumetric porosity for pristine PET and CO fabric is
77.1% and 87.3%, respectively (Table 1). A greater volume of air in the structure reduces
the rate of temperature changes. Cu particles improved thermal conductivity and thermal
diffusivity by covering the surface of the fibers and filling small spaces between the fibers.
In the CO fabric, Cu particles penetrated into the structure between the fibers, but the large
spaces between the weft and warp yarns remained filled with air, therefore the increase in
the value of both thermal parameters is smaller in comparison with PET fabric.

Table 7. Results of the Alambeta test.

Sample λ, Wm−1K−1 a × 10−8, m2s−1

PET 0.041 ± 0.0008 5.07 ± 0.753
PET/Cu 0.044 ± 0.0012 7.11 ± 1.290

CO 0.038 ± 0.0007 7.90 ± 1.800
CO/Cu 0.039 ± 0.0008 8.10 ± 0.600

4. Summary

We investigated the effect of two different textile woven structures made of 90%
polyester with the 10% polyamide in segmented-pie yarn (PET) and 100% cotton (CO)
modified by magnetron sputtering with copper, on bioactive properties against two bacteria
strains and four viruses and also on some comfort parameters. Modification of PET and
CO woven fabrics with Cu has given them antibacterial properties against Staphylococcus
aureus and Klebsiella pneumonia. The modified fabrics showed different antiviral activity.
CO/Cu fabric has good antiviral activity in relation to VACV, HSV-1 and IFV, while its
antiviral activity against MHV was weak. PET/Cu fabric showed weak antiviral activity
against HSV-1 and MHV. The PET/Cu and CO/Cu fabrics showed no significant toxicity.
The values of the contact angle for both fabrics changed significantly after sputtering with
Cu and their surfaces became hydrophobic. The value of the surface free energy is over
four times lower for the modified fabrics. These changes are mainly related to the lowering
of the polar components.

The fabric structure and surface properties play an important role in shaping the
comfort properties. Cu modification improved the thermal conductivity and thermal
diffusivity of both fabrics. The hydrophobic properties facilitate the transport of water
vapour. The applied Cu sputtering conditions allowed for the modification of fabrics
without deteriorating their air permeability. The results of the presented research constitute
the basis for the design of new textile structures and the conditions for their modification in
terms of use as protection of the respiratory system and special coverings. The results of our
research and the analysis of the current state of knowledge [67] indicate that raw materials
and textile structures and the possibility of their functionalization have a high potential
that can be used to design bioactive protective materials with an acceptable comfort of use,
dedicated to a specific purpose.
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Influence of Coating with Aminopropyl Triethoxysilane and CuO/Cu2O Nanoparticles on Antimicrobial Activity of Cotton
Fabrics under Dark Conditions. J. Appl. Polym. Sci. 2020, 137, 49194. [CrossRef]

9. Ohsumi, Y.; Kitamoto, K.; Anraku, Y. Changes Induced in the Permeability Barrier of the Yeast Plasma Membrane by Cupric Ion.
J. Bacteriol. 1988, 170, 2676–2682. [CrossRef]

10. Borkow, G.; Gabbay, J. Copper as a Biocidal Tool. Curr. Med. Chem. 2005, 12, 2163–2175. [CrossRef]
11. Slavin, Y.N.; Asnis, J.; Häfeli, U.O.; Bach, H. Metal Nanoparticles: Understanding the Mechanisms behind Antibacterial Activity.

J. Nanobiotechnol. 2017, 15, 65. [CrossRef] [PubMed]
12. Ishida, T. Antiviral Activities of Cu2+ Ions in Viral Prevention, Replication, RNA Degradation, and for Antiviral Efficacies of Lytic

Virus, ROS-Mediated Virus, Copper Chelation. World Sci. News 2018, 99, 149–168.
13. Tavakoli, A.; Hashemzadeh, M.S. Inhibition of Herpes Simplex Virus Type 1 by Copper Oxide Nanoparticles. J. Virol. Methods

2020, 275, 113688. [CrossRef] [PubMed]
14. Jadhav, S.; Gaikwad, S.; Nimse, M.; Rajbhoj, A. Copper Oxide Nanoparticles: Synthesis, Characterization and Their Antibacterial

Activity. J. Clust. Sci. 2011, 22, 121–129. [CrossRef]
15. Borkow, G. Using Copper to Fight Microorganisms. Curr. Chem. Biol. 2012, 6, 93–103. [CrossRef]

http://doi.org/10.1016/j.carbpol.2017.08.087
http://www.ncbi.nlm.nih.gov/pubmed/28962784
http://doi.org/10.1007/s10570-016-1107-7
http://doi.org/10.1016/j.ijbiomac.2017.07.099
http://www.ncbi.nlm.nih.gov/pubmed/28743573
http://doi.org/10.1016/j.ijbiomac.2017.07.097
http://www.ncbi.nlm.nih.gov/pubmed/28732734
http://doi.org/10.3390/molecules26103008
http://doi.org/10.1186/s11671-016-1240-0
http://doi.org/10.1016/j.matchemphys.2018.05.012
http://doi.org/10.1002/app.49194
http://doi.org/10.1128/jb.170.6.2676-2682.1988
http://doi.org/10.2174/0929867054637617
http://doi.org/10.1186/s12951-017-0308-z
http://www.ncbi.nlm.nih.gov/pubmed/28974225
http://doi.org/10.1016/j.jviromet.2019.113688
http://www.ncbi.nlm.nih.gov/pubmed/31271792
http://doi.org/10.1007/s10876-011-0349-7
http://doi.org/10.2174/187231312801254723


Materials 2022, 15, 6164 15 of 16

16. Ingle, A.P.; Duran, N.; Rai, M. Bioactivity, Mechanism of Action, and Cytotoxicity of Copper-Based Nanoparticles: A Review.
Appl. Microbiol. Biotechnol. 2014, 98, 1001–1009. [CrossRef] [PubMed]

17. Bleichert, P.; Santo, C.E.; Hanczaruk, M.; Meyer, H.; Grass, G. Inactivation of Bacterial and Viral Biothreat Agents on Metallic
Copper Surfaces. BioMetals 2014, 27, 1179–1189. [CrossRef]

18. Hang, X.; Peng, H.; Song, H.; Qi, Z.; Miao, X.; Xu, W. Antiviral Activity of Cuprous Oxide Nanoparticles against Hepatitis C Virus
in Vitro. J. Virol. Methods 2015, 222, 150–157. [CrossRef]

19. Minoshima, M.; Lu, Y.; Kimura, T.; Nakano, R.; Ishiguro, H.; Kubota, Y.; Hashimoto, K.; Sunada, K. Comparison of the Antiviral
Effect of Solid-State Copper and Silver Compounds. J. Hazard. Mater. 2016, 312, 1–7. [CrossRef]

20. Hodek, J.; Zajícová, V.; Lovetinská-Šlamborová, I.; Stibor, I.; Müllerová, J.; Weber, J. Protective Hybrid Coating Containing Silver,
Copper and Zinc Cations Effective against Human Immunodeficiency Virus and Other Enveloped Viruses. BMC Microbiol. 2016,
16, 56. [CrossRef]

21. Vincent, M.; Duval, R.E.; Hartemann, P.; Engels-Deutsch, M. Contact Killing and Antimicrobial Properties of Copper. J. Appl.
Microbiol. 2018, 124, 1032–1046. [CrossRef]

22. Borkow, G.; Gabbay, J. Putting Copper into Action: Copper-impregnated Products with Potent Biocidal Activities. FASEB J. 2004,
18, 1728–1730. [CrossRef]

23. Borkow, G.; Zhou, S.S.; Page, T.; Gabbay, J. A Novel Anti-Influenza Copper Oxide Containing Respiratory Face Mask. PLoS ONE
2010, 5, e11295. [CrossRef] [PubMed]

24. Liu, Z.; Ye, J.; Rauf, A.; Zhang, S.; Wang, G.; Shi, S.; Ning, G. A Flexible Fibrous Membrane Based on Copper(II) Metal-Organic
Framework/Poly(Lactic Acid) Composites with Superior Antibacterial Performance. Biomater. Sci. 2021, 9, 3851–3859. [CrossRef]
[PubMed]

25. Kharaghani, D.; Khan, M.Q.; Tamada, Y.; Ogasawara, H.; Inoue, Y.; Saito, Y.; Hashmi, M.; Kim, I.S. Fabrication of Electrospun
Antibacterial PVA/Cs Nanofibers Loaded with CuNPs and AgNPs by an in-Situ Method. Polym. Test. 2018, 72, 315–321.
[CrossRef]

26. Gurianov, Y.; Nakonechny, F.; Albo, Y.; Nisnevitch, M. Antibacterial Composites of Cuprous Oxide Nanoparticles and Polyethylene.
Int. J. Mol. Sci. 2019, 20, 439. [CrossRef]

27. Hashmi, M.; Ullah, S.; Kim, I.S. Copper Oxide (CuO) Loaded Polyacrylonitrile (PAN) Nanofiber Membranes for Antimicrobial
Breath Mask Applications. Curr. Res. Biotechnol. 2019, 1, 1–10. [CrossRef]

28. Ali, A.; Baheti, V.; Militky, J.; Khan, Z.; Tunakova, V.; Naeem, S. Copper Coated Multifunctional Cotton Fabrics. J. Ind. Text. 2018,
48, 448–464. [CrossRef]

29. Champagne, V.; Sundberg, K.; Helfritch, D. Kinetically Deposited Copper Antimicrobial Surfaces. Coatings 2019, 9, 223. [CrossRef]
30. Imani, S.M.; Ladouceur, L.; Marshall, T.; Maclachlan, R.; Soleymani, L.; Didar, T.F. Antimicrobial Nanomaterials and Coat-

ings: Current Mechanisms and Future Perspectives to Control the Spread of Viruses Including SARS-CoV-2. ACS Nano 2020,
14, 12341–12369. [CrossRef]

31. Kudzin, M.; Mrozinska, Z.; Kaczmarek, A.; Lisiak-Kucinska, A. Deposition of Copper on Poly (Lactide) Non-Woven Fabrics
by Magnetron Sputtering—Fabrication of New Multi-Functional, Antimicrobial Composite Materials. Materials 2020, 13, 3971.
[CrossRef] [PubMed]

32. Balasubramaniam, B.; Prateek; Ranjan, S.; Saraf, M.; Kar, P.; Singh, S.P.; Thakur, V.K.; Singh, A.; Gupta, R.K. Antibacterial and
Antiviral Functional Materials: Chemistry and Biological Activity toward Tackling COVID-19-like Pandemics. ACS Pharmacol.
Transl. Sci. 2021, 4, 8–54. [CrossRef]

33. Warnes, S.L.; Keevil, C.W. Inactivation of Norovirus on Dry Copper Alloy Surfaces. PLoS ONE 2013, 8, e75017. [CrossRef]
34. Warnes, S.L.; Summersgill, E.N.; Keevil, C.W. Inactivation of Murine Norovirus on a Range of Copper Alloy Surfaces Is

Accompanied by Loss of Capsid Integrity. Appl. Environ. Microbiol. 2015, 81, 1085–1091. [CrossRef] [PubMed]
35. Denis, F.A.; Hanarp, P.; Sutherland, D.S.; Gold, J.; Mustin, C.; Rouxhet, P.G.; Dufrêne, Y.F. Protein Adsorption on Model Surfaces

with Controlled Nanotopography and Chemistry. Langmuir 2002, 18, 819–828. [CrossRef]
36. Rechendorff, K.; Hovgaard, M.B.; Foss, M.; Zhdanov, V.P.; Besenbacher, F. Enhancement of Protein Adsorption Induced by Surface

Roughness. Langmuir 2006, 22, 10885–10888. [CrossRef]
37. Anand, G.; Sharma, S.; Dutta, A.K.; Kumar, S.K.; Belfort, G. Conformational Transitions of Adsorbed Proteins on Surfaces of

Varying Polarity. Langmuir 2010, 26, 10803–10811. [CrossRef]
38. Rabe, M.; Verdes, D.; Seeger, S. Understanding Protein Adsorption Phenomena at Solid Surfaces. Adv. Colloid Interface Sci. 2011,

162, 87–106. [CrossRef]
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