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Abstract Polypropylene membrane with the base of polyolefin exhibits promising
applications such as packaging,medical tools, and especially in the filtration industry,
due to its outstanding properties such as well mechanical features, recyclability,
acceptable resistance to temperature and chemicals, and reasonable price. However,
its applications are restricted by its hydrophobic nature. To amend the surface phys-
ical and chemical properties of polypropylene and broaden its usage, well-known
methodologies such as laser modification and plasma irradiation have been investi-
gated more than the other methods. Herein, in this chapter, the investigations on the
surface refinement of polypropylene using laser and plasma are discussed. Further-
more, a comparison between the effectiveness of bothmethods (i.e. lasermodification
and plasma irradiation) is presented.

1 Introduction

The foremost way in the filtering industry is using membrane because, in general,
it controls flux rate and allows some components of a mixture to pass through
it while other components are abandoned. On the other hand, with depletion of
water resources and clean water shortage, wastewater treatment concerns more than
previous. Hence, membranes have been widely used in various industries ranging
from wastewater treatment and fuel cells to filtration industry and even medicine as
artificial organs [1, 2]. The permeability feature of themembrane iswidely used in the
separation and filtration industry. Since the main purpose in the filtration industry
is to separate a particular material from a mixture, a membrane can provide this
opportunity [3]. Thereafter, the controllability property of the permeation rate of the
membrane has caused a lot of attention in medicine, especially in the field of drug
delivery, because the main goal in drug delivery is to regulate the permeation rate,
which in general a membrane can be very efficient. In this regard, some of the most
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successful uses of the membrane in the medical field are artificial kidneys based on
hollow-fiber membranes, artificial lungs, and drug delivery.

According to the size of particles that should be separated, in general, membranes
are classified into four major categories [3]. Likewise, membranes could be divided
into two categories from the point of the membrane’s structure view, isotropic
and anisotropic membranes [3]. Isotropic membranes have a uniform structure
throughout, and they can be subdivided into three types,microporous, nonporous, and
electrically charged membrane. On the other hand, anisotropic membranes consist
of layers with different chemically and or physically heterogeneous structure and
permeability. Indeed, they have a skin/core structure in such a way that an extremely
thin surface layer (i.e. the skin) supported on an open much thicker porous core [3].
There is quite an extensive diversity of techniques to fabricate membranes such
as phase inversion, track etching, and stretching which in the following a brief
description of these techniques will be outlined.

To begin with, phase inversion is one of the applicable techniques for membrane
fabrication. It is a mixed way; a solution of liquid polymer from which a membrane
is to be made is prepared in a selected solvent. The precipitation of the solution
results in the formation of two phases of solid and liquid [3]. The solid which is a
polymer-rich part forms the polymer matrix and the membrane pores are made of
liquid. One of the major drawbacks of this method probably is solvent prediction
since there is no straight strategy to select the appropriate solvent [3].

The track etching method is performed in such a way that the polymer sheet or
foil is first exposed to the radiation of the metal ions. In the following, the exposed
polymer foil is etched in an acid or alkaline medium. While the porosity of the
membrane affects by the duration of radiation, the etching time, as well as temper-
ature, determine its pore size [4]. As porosity increases, the membrane becomes
fragile, so pore size is limited.

Stretching technique has been used in which the sketching of a polymer film or
sheet is fundamental aspect [3]. This technique relies on having one of the following:
filler particles, a mixed solvent, beta or hexagonal unit cell crystals, or a stacked
lamellar structure [3]. For example, uniaxial stretching is used for a lamellar structure
as follows: (1) creating a film by lamellar morphology, (2) annealing the precursor
film, and (3) stretching at the desired temperature.

Having stunning properties, polymers excite large attention in membrane fabri-
cation and are used in the wastewater industry with ease [5]. The performance of
a polymeric membrane occasionally depends on several factors, including surface
roughness, its material, the chemical properties of the polymer surface, and its struc-
ture [1, 6]. The membrane properties relate to its fabrication process and mate-
rials themselves. To date, to aim of reducing cost and time, synthetic-polymeric
membranes have been used in various applications like reverse osmosis, wastewater
treatment, microfiltration, and ultrafiltration. The polymeric membrane technology
excited a plethora of attention because of its low cost, low energy consumption, and
environmental adaptation. However, hydrophobicity of amembrane is an impractical
characteristic, which causes inconvenience in different industrial sectors. The funda-
mental rationale for the hydrophobicity of a material is the lack of hydrogen bonding
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with water molecules. So, if we could increase the percentage of oxygen content, as a
result, the hydrophobic membrane turns to a hydrophilic one [1, 7]. Wetting changes
of a membrane could be scrutinized using water contact angle measurement.

The hydrophobic nature of some polymeric membranes (e.g. polypropylene) does
not allow them to adhere to hydrophilic substrates and it shows a major barrier in
wastewater, sea desalination, and separators in battery industries [1, 8–10]. Besides, a
hydrophobicmembrane could not contribute to the reversible process and it is amajor
drawback especially in dealing with aqueous solutions. Most synthetic-polymeric
membranes, used commercially, are hydrophobic in nature [6]. The hydrophobic
membrane has a high level of mechanical and chemical stability than the hydrophilic
one which makes them appropriate candidates. Additionally, the previous studies
suggested that in the case of hydrophilic membranes, a very thin layer of water
could exist on the skin layer of it which contributes to reducing fouling compo-
nents adsorption on it, and as a consequence increasing the antifouling character-
istic of the membrane [1, 11]. Considering the aforementioned statements, a desir-
able membrane, which is mechanically tough and durable, antifoul, and chemically
stable, could be achieved by modification of a hydrophobic polymeric membrane
without changing its bulk properties [1, 5, 12, 13]. Hence, to date, several different
methods for the functionalization of polymeric membranes have been introduced and
applied. Techniques which are successfully used to improve a polymeric membrane
are corona, chemical, UV irradiation, flame, plasma, and excimer laser [9, 10,
14]. The surface properties of polymeric membranes such as wettability, rough-
ness, and chemical structure are determining factors in choosing a membrane for a
particular application [15]. Accordingly, a few polymers having been used as poly-
mericmembranematerials including cellulose, polyvinylidene fluoride, polysulfone,
polypropylene, polyethylene, polyacrylonitrile, polyamide, and polyimide. Among
the aforementioned polymers, We focus on polypropylene (PP) membrane.

2 Polypropylene Membrane

Polypropylene membrane with the base of polyolefin exhibits promising applica-
tions such as packaging, medical tools, separator in lithium-ion batteries, and espe-
cially in the filtration industry [16–19]. These vast applications are attributed to its
outstanding properties such as well mechanical features, recyclability, acceptable
resistance to temperature and chemicals, and reasonable price [1, 17, 20–22]. Yet,
due to low surface energy, its hydrophobicity, and the lack of some functional groups,
polypropylene exhibits several weak properties, which in turn limits its applications
[1, 17, 19, 23, 24]. Of course, it should be added that there are solutions to this
problem that significantly improve its poor features and broadens its usage more.
Since it is the most widely used material in the filtration industry, its hydrophobicity
causes proteins and other hydrophobic compounds to absorb into the membrane’s
pores which count as an undeniable obstacle in the filtering process [25, 26]. Admit-
tedly, it usually leads to a reduction in liquid permeability and membrane useful life,
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increasing energy usage to overcome the persistence of fouling and have a stable
flux [26]. In addition, we need to replace the used membrane after a while which
makes the filtration process costly. The fouling phenomenon could be categorized
into two types of irreversible and reversible fouling which the intrinsic properties
of the membrane (i.e. membrane wettability) determine the type of fouling. To put
it another way, the reversible fouling in which membrane can be revived happens
when reversible organic matters are adsorbed on hydrophilic surfaces [26]. While in
contrast, adsorption of the irreversible organic matter on a hydrophobic membrane
results in irreversible foulingwhich only chemical cleaning can partly remove precip-
itate [1, 26]. The fouling phenomenon could be explained based on the bonding
between membrane and hydrogen of water molecules.

PP serves as the most important polymeric membrane material due to its high
stability and low price. PP never shows a disposal problem than other materials
(like PVDF) due to not having halogen content. Besides, the PP membrane has a
vital role in microfiltration and ultrafiltration processes. The hydrophobic nature of
PP could be considered as a disadvantageous factor in industrial and wastewater
processes. In wastewater treatment and bio-separation, hydrophobicity is a major
handicap when it comes to the treatment of solutions consist of the organic matter
content which causes irreversible fouling of the membrane, and membrane fouling
leads to membrane deterioration. Under this condition, some strategies such as cross
flushing and backwashing can partly recover the membrane [26]. In biomedical
applications, the usage of polypropylene is restricted by its hydrophobicity because
of biomolecules such as enzymes prone to adsorb on hydrophobic surfaces [6, 9,
15, 17, 27, 28]. This could lead to infection and membrane fouling and change in
biomolecules performance [16]. Accordingly, to avoid irreversible fouling even in
hydrophobic membranes, it seems that for membranes to increase the hydrophilicity
offers a practicable solution. Membrane surface treatment can indeed be applied
to modify surface wettability, improve biocompatibility, and chemical properties
[9, 15].

3 Surface Modification Strategies

The main purpose of surface tailoring is modification outer layer of poly-
mers aim to add some useful functional groups which improve adhesion,
hydrophilicity/hydrophobicity, anti-fouling, and dye uptake [1, 6, 29]. Eliminating
the drawbacks of polymers led scientists to utilize differentmethods,which have been
categorized in physical, chemical, and biological methods [30–32]. These categories
are described as follows.
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3.1 Chemical

An accepted route to introduce desired effects is the wet chemical method, in which
the surface of polymers was exposed to some chemical reagents such as chromic
acid, nitric acid, and potassium hydroxide. Utilizing this technique for polypropylene
and polyethylene resulted in generating some carbonyl groups, hydroxyl groups,
and carboxylic acid groups on the surface of polymers. Introducing such functional
groups contribute to improve the wettability and adhesion of the surface.

3.2 Biological

Thanks to lower cost and high purity, biological modification methods have been
celebrated as a convenient route for use in medical applications. In this method
biomolecules such as enzymes, antibodies, and proteins were loaded on the surface
of polymers through physical or chemical attachment. Physical adsorption is the
easiest way compared to chemical interaction; it must be considered that chemical
attachmentwas occurred by covalent bondingwhich offers amore stable biomolecule
material.

3.3 Physical

To eliminate chemical agents utilized in traditional chemical routes, which impose
irreparable damages to the environment, methods based on physical principles have
been developed. The physical methods have been justified based on their princi-
ples in two categories plasma and radiation-assisted such as corona discharge and
laser, respectively. Introducing oxygen containing functional groups, which has
been provided by physical treatment, endows the surface of polymers with suitable
properties like adhesion, wettability, and printability.

Among different methods, the further sections are dedicated to justify physical
methods in detail.

4 Radiation

The energy coming from a source and passing through a medium is named radiation.
When an electron drops down from higher energy levels to lower ones, radiation
could be created [30]. Diverse types of radiation could be classified into two major
categories including ionizing and non-ionizing radiation, based on their source and
power [30]. Ionizing radiations have high energy which able to create an ion by
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removing an electron from the matter [30]. On the contrary, non-ionizing radiations
do not have enough energy to create ions during exposure [30]. To be more accurate,
not having acceptable parameters, some materials cannot excite interest unless to
be modified through an appropriate method. These methods are classified by their
technology such as chemical, plasma, and laser methods. In polymer surface modi-
fication, plasma and laser modification techniques are commonly used to improve
membrane properties. In exceeding sections, a brief description of plasma and laser
is exhibited.

4.1 Plasma and Plasma Modification Technique

In a broad statement, a gas that consists of ions, electrons, molecular, and atomic
components in the electromagnetic field is plasma [1, 15, 33, 34]. Plasma is formed
by applying an electric field between powered and grounded electrodes through a
gas medium [9, 35, 36]. The most important factor to produce plasma is breakdown
voltage to split gas into its species. Non-thermal (usually named as cold plasma) and
thermal plasmas are commonly used for polymers to functionalize [34, 37]. Plasma
is classified according to electron density and type of power supply. Among all
power supplies, radio frequency (RF) or microwave sources are most common [34].
When plasma treatment is implemented to a polymer, then drastic changes are simul-
taneously done on the top surface of the polymer such as cross-linking (including
enhancement of its hydrophilicity and/or improving its adhesion), removing contam-
inants, etching [10, 17, 24, 34, 38]. Accordingly, the interactions of plasma and
polymer can be divided into three categories, surface reaction, polymerization of
plasma, and cleaning [13]. Surface reactions occur when surface and gas species
react with each other; thus, functional groups are introduced on the polymer surface.
Under this condition, reactions between surface species result in cross-linking [30].
Previous studies revealed that surface reactions are done when plasma modification
is performed using carbon oxides, hydrogen, oxygen, water, neon, nitrogen and its
oxides, and ammonia. Polymerization occurs when a monomer in plasma (such as
C2H6, C2F4, CH4, C3F6) is polymerized on the polymer surface [13]. In this condi-
tion, reactions including gas species and surface species, as well as between surface
species might occur. A typical process occurring during the plasma modification is
surface cleaning using etching the surface.

The performance of the plasma is that the gas-forming molecules prone to acti-
vation by the possible collisions with other species in the gas and then they hit the
surface of the polymer [1]. In this method, the excited molecules of a gas are thrown
to the surface of the polymer; so, physical phenomenon occurs in such a way that
plasma irradiation causes heating the polymer surface resulting in the chemical bonds
breaking. The necessary conditions for chemical reactions on the polymer surface
are prepared. Consequently, plasma prepares the necessary environment for chemical
groups to combine [9, 39].
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Plasma could promote surface properties using the interaction between gas’s
species andmaterial’s surface and similarly via restructuring the surface of materials.
The first one is achieved by oxidation and the second is done by degradation and
formation of oxygen groups. It could be argued that nitrides and oxides are created
from plasma irradiation [1]. Accordingly, the key factor in plasma functionalization
to attain favorable properties is selecting the gas because the properties of the top
layer of polymer which have been exposed to plasma strongly affected by the type
of gas [1, 38, 40, 41].

Surface properties affect directly by plasma gas type and its nature (reactant or
non-reactant). However, the most practical feature of plasma modification is altering
the surface of matter while preserving the bulk properties [9, 13]. To date, many
studies have been employed for the investigation of the effect of plasma on PP
membrane [42, 43]. According to kinds of literature, plasma hydrophilization has
been successfully performedonpolymers and it has been confirmed that in somecases
the water contact angle drops to less than 20° which is considerably low [1, 44, 45].

Besides, surface characterizations have confirmed the formation of polar groups
during plasma exposure which is a sensible reason for hydrophilization and
increasing water uptake [1, 24, 46]. Plasma modification is conducted on polymers
with different active gases including oxygen, nitrogen, carbon dioxide, air, fluorine,
argon, and ammonia, or a mixture of these gases [34, 44, 47–49]. To reduce themodi-
fication cost, oxygen and argon-containing gas are commonly utilized. On the other
hand, plasma could apply at a broad range of pressure from atmosphere pressure
to higher ones which the applied pressure strongly depends on the gas type and the
main goal of modification [9, 34]. Low-pressure plasma results in more induced free
radicals on the polymer surface according to the literature [9, 24]. Generally, it could
be asserted that plasma modification is one of the few environmentally-friendly, dry,
time-efficient methods which only affect the top layer of the polymer [9, 17, 24, 34].

Oxygen plasma treatment is a commonmethodwith the aim of fabricating suitable
materials inmany research fields.Oxygen is a reactant gas; it contributes to fabricate a
desirable material by reacting with its surface. During oxygen plasma treatment, two
processes may occur including itching and formation of oxygen functional groups.
These mechanisms down to the highly aggressive features should be controlled
by operation parameters. As a result, oxygen-containing functional groups such as
C–O, C=O, O–C–O, C–O–O, and CO3 aremade on the surface due to oxygen plasma
radiation [10, 34]. Changing thewettability of polymers relied on creating polar func-
tional groups which possesses many benefits [46].Wettability has a vital role in using
polymeric materials in the industry and medical science. In general, oxygen-assisted
plasma is commonly performed to increase surface energy to dramatically increase
the hydrophilicity [10, 13]. Additionally, oxygen plasma leads to clean the surface
from organic contaminants. While in contrast, fluorine-assisted plasma contributes
to surface etching and/or surface energy reduction and, as a consequence, increasing
hydrophobicity [10, 13]. In general, polymer’s chemical structure does not affect
the etching rate of a particular type of polymer. However, it can be stated that the
etching rate in polymers with a lower melting point is higher than that of other ones
[34]. The etching rate relates to the plasma gas which is used. For example, etching
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rate varies based on the assisted gas according to such sequence: O2 > air > CO2 >
CF4 > Ar [34]. Adhesive improvement of polypropylene has been reported due to the
oxygen plasmamodification. It was outlined that the formation of oxygen-containing
functional groups (carboxyl, hydroxyl, and carbonyl) are responsible for adhesive
improvement [50].

Previous studies suggest that the surface morphology of polymer, as well as its
roughness, is altered by means of low-pressure argon-assisted plasma [23]. Indeed,
some oxygen functional groups appear after argon plasma modification [23]. It
has been reported that after the end of the plasma irradiation process, the plasma
surface can include free radicals and active species, which, if the polymer surface is
exposed to the atmosphere, will cause oxygen-containing functional groups [24, 51,
52]. Novák and co-workers have reported that oxygen functional groups have been
generated after atmospheric plasma modification of the polypropylene fabrics which
formation of these functional groups was confirmed employing XPS and FTIR char-
acterization techniques [24]. Among the many types of polymers, polypropylene
has been shown to be most effective in argon plasma radiation, so that its wetta-
bility is increased significantly [9]. In a recent study, Mansuroglu et al. examined
the effect of argon and nitrogen plasma and also RF plasma power on polypropy-
lene crystallinity [17]. It was found that new structures such as clusters and valleys,
having different order, size, and shape, are created during the plasma irradiation
which was attributed to its crystallinity [17]. Rezinckova et al. investigated argon-
plasma surface modification of polypropylene [53]. In this study, it was revealed
that argon-plasma treatment induces dramatic changes in terms of surface rough-
ness and morphology on polypropylene [53]. In another research, the surface of
the PP membrane was treated by argon plasma [49]. The authors inferred that
outcome polypropylene samples have high oxygen concentration and, as a result,
less water contact angle. However, the oxygen concentration of the polypropylene
surface decreased with the aging process and its water contact angle increased again
over time [49]. Nitrogen-containing plasma is often used to introduce amino groups
and improve printability, biocompatibility, and wettability [10, 13]. Micro-porous
polypropylenemembranewas exposed toAr andHe plasma aiming tomodify surface
properties [54], a schematic illustration of experimental was represented in Fig. 1a.
To study the influence of plasma treatment, the modified PP membrane was inves-
tigated by water contact angle, and the results confirm increase of hydrophilicity of
the membrane which was further used as the battery separator. The uptake ratio of
electrolyte for samples was assessed and the results show it was raisin from 300 to
600% after treatment; the increase was attributed to high polarity and pore structure.
The electrochemical performances resulted, in respect of unmodified PP membrane,
after treatment by Ar and He plasma capacity was increased about 48% and 50%,
respectively. Figure 1 depicted the percent of electrolyte uptake as a function of
modification time and the performance of the battery.

To investigate the influence of working gas on surface properties, polypropy-
lene samples were tailored by low pressure plasma in the presence of oxygen and
air as working gas [55]. The investigation of contact angle, surface chemistry and
morphology, and roughness was used for this purpose. The results depicted creating



Comparison of the Effect of Excimer Laser Irradiation and Plasma Treatment … 183

Fig. 1 a A schematic illustration of experimental setup, b the percent of electrolyte uptake, and
c charge/discharge profile of battery. (Reproduced from Liang et al. [54])

polar species and introducing oxygen functional groups contribute to decrease water
contact angle; and as a result, hydrophilicity was increased. The XPS analysis
suggested that the increasing ratio of O/C is more significant than N/C. The AFM
analysis shows that for 50 W treatment, roughness changing was considerable. For
example, for 180 s of applying air and oxygen treatment for 50 W, the roughness
was about 900 nm and 400 nm, respectively. The contact angle, surface roughness,
and AFM analysis were presented in Fig. 2.

The effect of low-pressure radio-frequency (RF) methane (CH4)/oxygen (O2)
mixture plasma was assessed by changing properties which occurred on microp-
orous polypropylene (PP) membranes [56]. The deionized water contact angle was
measured to study surface wettability and the results suggest that the angle was
declined from 150° to lower than 30° and 70° in the glow and remote region, respec-
tively, at the power of 15 W. The comparison of the surface energy of PP membrane
shows increasing polar components, such as CO, contribute to increasing surface
energy, which means wettability was increased. The FTIR spectra revealed that
increasing hydroxyl (OH) and carbonyl (C=O) took place after plasma modification.
Morphology investigation shows that the surface was altered after plasma irradi-
ation; indeed, the smooth surface of the PP membrane became rough and porous
after plasma modification. The XPS analysis, a supplement for FTIR, shows oxygen
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Fig. 2 (I) contact angel, (II) surface roughness, and (III) AFM analysis for a untreated and plasma
treated PP substrates, in particular: b Air treatment 50 W-180 s; c air treatment 125 W-180 s; d air
treatment 200W-180 s; e oxygen treatment 50W-180 s; f oxygen treatment 125W-180 s; g oxygen
treatment 20. (Reproduced from Hegemann et al. [5])

containing functional groups appeared for both glow and remote regions. Eventually,
the comparison of glow and remote regions for CH4/O2 suggests that radical reaction
could be promoted as well as etching effect could be restrained. Water contact angle,
FTIR analysis, SEM, and the XPS spectrum of C1s were presented in Fig. 3.

The aging phenomenon is an important feature in plasma treatment, using addi-
tives or further steps were recommended as convenient ways to stable properties and
prevent downfall [57]. In this respect, a single-step gliding arc plasma-based method
was deployed tomodify biaxially-oriented polypropylene (BOPP). The sampleswere
exposed in different exposure times and extent of hydrophobic nature was surveyed
for 5 weeks. The roughness was increased after modification and the results show a
maximum of 40 s of exposure. The SEM analysis of untreated sample shows some
spots which are disappeared after 10 s of treatment, these spots attributed to avail-
able additives in the commercial BOPP. Increasing treatment time led to appearing
plasma etching, consequently, the porous structure was observed in 30 s tailoring
with the size of less than 50 nm. The results did not show a regular attitude between
pore size and exposure time. The water contact angle was investigated immediately
after plasma treatment and the results suggest that it was declined from 90° to 55°
for 120 s of treatment. The aging phenomenon was assessed by the water contact
angle of samples after 3 h of sample storage. The results affirmed a fast decline of
WCA from 55° to 37°; ironically, the hydrophilicity was increased, in other words in
other cases after aging hydrophobicity was recovered. The WCA was observed for
prolonged time, and the results were surprisingly illustrated steady hydrophilicity.
To elucidate chemical composition, the ratio of O/C was measured and it was grown
after sample storage from 1 to 5 weeks. The O/C growing probably due to the active
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Fig. 3 a Water contact angle, b FTIR, and c SEM and d C1s spectrum of 5 W, 20 s glow/direct.
(Reproduced from Juang et al. 2016)

surface area of BOPP which could react by atmospheric air. The results of studies
on plasma modification of polypropylene are tabulated in Table 1.

4.2 Laser-Assisted Polypropylene Modification

Nowadays, laser systemswhich are common types of radiation have various functions
in the field ofmedicine.On the other hand, lasers are considered as one of the effective
tools to modify polymer surfaces [30]. Since conventional surface modification tech-
niques usually could not introduce all the required properties on the polymer surface
and may cause unwanted contamination on the surface, some alternative methods
are proposed to improve surface properties [19]. In this respect, laser-based modi-
fications that induce functional groups on polymeric surfaces were substituted for
conventional methods [19]. Laser-based techniques are classified into three groups,
laser patterning, laser structuring, and laser texturing [67]. As mentioned previ-
ously, laser surface modification is another method to tailor the surface properties of
polypropylene. Nowadays, thanks to laser power and high precision, modification
of polymeric materials using lasers attract a great deal of attention [27, 68, 69]. UV
lasers are one of the most favorable laser systems which are utilized in many studies
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Table 1 Several studies on
plasma modification of
polypropylene

Plasma Water contact angle (°) Ref. no.

O2 15 [58]

CO2 76 [59]

Air 35 [48]

N2 86 [47]

NH3 58 [60]

A mixture of CH4 and O2 8 [61]

Ar – [45]

N2 – [62]

A mixture of He and 0–1%
O2

70.1a–35b [63]

Air 52.15 [64]

N2 – [65]

He/O2 39 [21]

O2 61.42–56.14 [66]

Ar – [9]

Ar/N2 – [17]

a1.4 s treatment time
b120 s treatment time

and most of the fields [10]. Laser modification is considered the simplest, one-step,
and medium-cost technique to amend surface-chemistry and/or –morphology [70].

Micron patterns could be induced on the polymer surface using UV lasers with
no damage to its bulk properties. Laser-based techniques of polymers modifica-
tion, generally, are performed in two ways which are based on the alteration of the
surface chemistry and/or surface deformation (increasing roughness). Consequently,
surface morphology is altered which in turn leads to adhesion improvement. As clar-
ified previously, the laser modification technique is based on the interaction of the
laser beam and polymer [67]. This process begins with focusing the laser beam on
the frontal surface of the target (e.g. PP membrane) [67]. Absorption of the laser
beam on the polymer surface leads to polymer heating and/or vaporizing which in
turn induces chemical and/or morphological changes [27, 71]. The laser beam and
polymer surface could have photochemically or thermally interaction in the exposed
area [71]. Because of the low absorption coefficient of polypropylene, it was asserted
that the majority of the laser’s energy penetrates the polypropylene [18].

In general, laser-based modifications could introduce oxygen-containing groups
on a polymeric surface [19]. Riveiro and coworkers investigated the effect of the irra-
diation of a diode end-pumped Nd:YVO4 laser source operating in its fundamental
wavelength, second, and third harmonics on PP samples (1064, 532, and 355 nm,
respectively) for biomedical application [27]. At first, the optical response of the PP
sampleswas surveyed. They coated PP sampleswith a carbon thin layer to address the
high transparency (40%–62%) of the PP samples to all of the emitting wavelengths
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and so to increase the PP sample’s energy absorption. This group concludes that the
studied laser wavelengths increase the average roughness of the samples to higher
than 1 µm which is a minimum value to enhance the PP membrane’s properties for
biomedical purposes. Although the studied laser wavelengths led to an increase in the
average roughness of PP samples and generation of hydroxyl and carbonyl functional
groups, the wettability study suggested that PP samples which are exposed to the
laser wavelengths of 1064 and 335 nm demonstrate better hydrophilicity. Indeed, the
mechanical performance of PP samples was not significantly improved through laser
irradiation. As the response of the human tissue depends on the surface properties of
the material which is in contact with it, the laser-based surface modification, which
enhances the surface energy and wettability and also changes the chemistry of the
surface, could be an alternative approach. In an early work, Mandolfino et al. studied
the adhesion enhancement of polypropylene surface deploying two laser systems
operating at 1064 and 355 nm wavelength [19]. This study suggests that polypropy-
lene surface treatment by the laser source of 1064 nm (infrared region) leads to
surface damage [19]. While in contrast, surface treatment by laser source of 355 nm
presents better results with no surface damaging. This research group scrutinized
laser parameters such as frequency and overlapping value. The authors inferred that
using low values of frequency and overlapping results in better adhesive performance
and superior mechanical behavior [19]. Park et al. searched the variation in pore size
concerning laser parameters such as processing time and laser fluence to reach favor-
able results [18]. It was revealed that as the laser fluence increases the pores increase,
provided there is sufficient processing time [18]. A femtosecond Titanium: Sapphire
laser source was used to tailor surface morphology of PP to enhance automotive
applications and surface changes were surveyed by different characterizations [72].
Laser modification contributes to introduce micrometric sized dimple- and groove-
like structures, which changedwettability without altering surface chemical features.
The measurement of water contact angle shows an obvious raising of wettability;
in the other words the angle of water was reduced from 80° to 35°. µ-Raman spec-
troscopy data confirmed oxygen-containing functional groups was increased on the
surface of PP. In contrast, the intensity of C=O was declined but the structure of PP
was almost maintained. The surface adhesion was investigated by standard ink and
methods, and the results suggest that femto-second laser treatment improve painting
features and illuminate others surface activation step. The experimental setup and
water contact angle were represented in Fig. 4.

An ArF excimer laser was used to enhance the wettability of PP in water by
replacing OH functional group by H atoms [73]. Indeed, C–H and C–H3 bonds are
the prominent important for PP chemical stability. The XPS results show that the
increase number of laser shots led to increasing O1s concentration in the presence
of water on the surface sample. Additionally, the IR-ATR analysis affirmed that
after laser treatment the OH stretching bond appeared at the center of 3300 cm−1,
which turn the surface from hydrophobic to hydrophilic. The water contact angle was
measured to elucidate the wettability of PP against the number of laser shot and the
results exhibited increasing hydrophilicity because of decreasing water contact angle
from 93° to 65° at 10,000 shots. The treated PP successfully bonded with an epoxy
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Fig. 4 aA illustration of experimental rout and water contact angel for b untreated PP and c treated
PP. the insets show optical microscopic images. (Reproduced from Guarnaccio et al. [72])

adhesive and the tensile shear strength of treated PP was increased about seven times
higher than the untreated sample. To overcome lack of wettability of PP surface, the
ArF excimer laser was utilized in air medium with different fluences (50, 100, 150,
200mJ/cm2) [74]. The surface analysis was deployed to survey the effect of laser and
water flux was measured to study storing capability of membrane. The AFM analysis
affirmed decreasing of roughness from 48 to 17 nm. Furthermore, laser treatment
changed the chemical composition confirmed by a peak located at 1720 cm−1 which
is a signal of C=O functional group. According to XPS analysis, increasing of carbon
bond and O/C was detected and formation of C–O and O–C=O, as well as increasing
C=O, contribute to enhancement of wettability. WCA measurement was conducted
and the results exhibited laser-modified by 200 mJ/cm2 possesses the lowest WCA
about 75°.Water fluxwas tested for different applied pressure and the samples treated
by 50 and 100 mJ/cm2 show an obvious increase compared to control sample. The
experimental illustration of laser-assisted andwater flux test, SEM image and percent
of water flux as a function of pressure were illustrated in Fig. 5.

It should be underlined that laser-based techniques have not been extensively
studied on polymers. Therefore, the optimum irradiation parameters (such as
optimum fluence, wavelength, etc.) by which the better results (better surface
morphology and chemistry) can be achieved have not been investigated in detail.
Hence, several impacting factors remain unclear and investigation of these factors
can stimulate researchers to more study about this technique [67].
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Fig. 5 a A schematic illustration of experimental details, b illustration for water flux experiment,
c theSEMofPPmorphology for 100mJ/cm2, anddwater flux as a functionof pressure. (Reproduced
from Mohammadtaheri et al. [74])

5 Comparison of the Laser Treatment and Plasma
Modification

Some polymers suffered from their low surface wettability or adhesion, which lead to
hinder their application.Using laser and plasma are pioneeringmethods tomodify the
surface properties of polymers to achieve desirable products. A comparison discus-
sion of their principles is necessary to get a clear view of the differences between
plasma and laser. The interaction of plasma and polymer relied on the interaction of
ions or charge carriers [10]. To be more direct, the species of the used gas in plasma
could provide different reactions by polymer’s surface and the radicals, which are
produced during plasma treatment, could contribute to happen other reactions. If the
duration of plasma treatment excided, etching may be taken place during it and the
losing of material is relied on treatment duration and plasma power [75].

The interaction of laser and polymers is attributed to coherence light, and the influ-
ence of laser beam on polymer surface relied on laser properties, such as fluence, the
applying wavelength, and power [76]. Laser has been produced in different wave-
lengths and the interaction of laser beam and polymer surface can be divided by
the wavelength range, i.e. the wavelength of laser is of importance to predict the
type of interaction in advance. The UV irradiation can break molecular bonding
down to photolytic interaction, which is unattainable in IR range. Indeed, in the
IR region, the molecular of polymer are excited and the energy state of polymer
reached a higher level. Heat generation is the consequence of molecular excitation
and leads to breaking bonds and providing an opportunity for thermal reaction. In the
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visible region, themajority of interaction is associated to absorbing agents, which are
decomposed during irradiation [76]. If laser fluence is lower than ablation threshold,
surface modification is accomplished without losing weight [77].

From the review of literatures, it is obvious that the argon and nitrogen plasma
modification offermultitudinous opportunity to create desired roughness andwetting
in the polypropylene [30]. For example, better conductivity for polypropylene is
obtained using nitrogen-plasma modification which is well above the conductivity
of the untreated one [30]. To now, introducing hydroxyl groups which was attained
by plasma modification carried out extensively on polymers have provided superior
adhesion and hydrophilicity [27]. Considering the significant potential of laser to
alter the surface properties of polymeric materials is crucial [68, 69]. The laser
modification technique enjoys advantages which are highlighted as follows. An
environmentally friendly polymer modification method with medium cost could be
achieved by laser ablation, which is provided high speed and simple process; it is
worth mentioning it could apply to large scale with limited damages [27, 67, 78].
Eliminating contamination significantly could decrease by using laser, because laser
provides non-contact process. Performing in one-step, laser facilitates surface modi-
fication in the absence of chemical components [67]. Accordingly, surface modifica-
tion of roughness and chemical properties for functionalization of polymer surface
is attainable with ease.

Admittedly, it should be considered the low absorption coefficient of polypropy-
lene in the wavelength range of 400 nm to 1600 nm restricts operating lasers which
is an obvious handicap [27, 79]. The transparency of polypropylene in the aforemen-
tioned wavelength rang has been reported and to tackle this repercussion different
methods such as using fillers, carbon pigment, and dyes are utilized [80, 81]. The
optical absorption coefficient has been significantly enhanced in the near infrared
region [81].

Generally, any method used to modify the surface properties of polymers has
advantages and disadvantages. In other words, it is not possible to create all the
desired features using one method. We can mention some of these benefits and
drawbacks of the plasma modification approach according to the provided descrip-
tions. Restricting the bulk properties changes of the polypropylene, the selection of
gas type to make accurate changes, eliminating chemical reagents used in conven-
tional approaches, and the reaching uniformity of surface are classified as obvious
merits [34]. In contrast, the shortcoming could be clarified including: providing
high vacuum situation, the dependence of modification degree to plasma parame-
ters, costly process, and the absence of ability to control the formation of functional
groups during process. One drawback in the use of lasers for treating polymers is
their high transparency to the laser wavelength resulting in the minimum absorption
of the laser beam [27].
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6 Summary

Polypropylene as a promising polymer has a vital role in the industry. Its implementa-
tions, however, are constrained by its impractical properties, such as hydrophobicity.
Accordingly, plasma and laser modification techniques as two popular methods have
been used to develop polypropylene’s applications. Any method used to modify the
surface properties of polymers has advantages and disadvantages. However, imple-
menting environmentally-friendly and low-cost techniques is of particular interest.
The present chapter provided a study on laser and plasma modification techniques
of polypropylene membrane. These techniques were explained in terms of applying
method and interaction and also compared on the base of effectiveness. In a conclu-
sion, the laser modification technique is as effective as plasma modification with
different active gases. The plasma modification technique is applied extensively on
polypropylene and the formation of the polar functional groups is observed after the
process. The reported results revealed that argon-plasma treatment induces dramatic
changes in terms of surface roughness and morphology on polypropylene. Laser-
based modifications could, in general, introduce groups containing oxygen on the
polymeric surface. Surface treatment by laser source presents better results with no
surface damaging and since this process is a non-contacting method, the outcome
polypropylene presents better surface properties without additional contamination.
Admittedly, the low absorption coefficient of polypropylene is the major handicap
putting a limit on using laser sources. However, adding some fillers, carbon pigments,
and dyes are recommended as good approaches to enhance absorption coefficient in
the near infrared region. It seems that with more interest to use one-step modifica-
tion techniques such as the laser method, the effect of processing parameters will be
cleared which will be a significant achievement in the surface modification topic.
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