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General Introduction

Hydrogel is a substance in which the three-dimensional network structure of polymers is swollen with
water. Softness, high water content, permeability, and stimuli responsiveness are the representative
characteristics for the hydrogel. Our biological soft tissues also contain a large amount of water and
are soft tissue, and it can be said that hydrogel is the substance closest to the biological tissue among
artificial compounds. Therefore, hydrogel is a promising substance as a biological model and as a
biomaterial. Above all, research on applying gel as artificial cartilage is being actively conducted, and
it is very important to understand the tribological properties such as friction and wear of gel for

application.

Many studies on friction of cross-linked polymer have been carried out. Schallamach and Leonov et
al. explained the concept of polymer friction against smooth surfaces like glasses, now known as
"adhesive friction"!*. Persson et al. also reported that the sliding friction of rubber against rough and

hard surfaces was caused by the internal friction of rubber>®.

Most of the studies on soft matter friction used rubber as described above, and especially there were
few reports on the friction of hydrogels until the 1990s. Hydrogel is a substance similar to rubber in
that it is soft, has a crosslinked structure of polymer, and exhibits viscoelastic properties, but it is
different from rubber in that it contains a large amount of water. Especially bio-soft tissues such as
articular cartilage contain approximately 70-80 wt% water, and synthetic gels contain as much as 99.9
wit% water. Such water cannot be easily trickled or squeezed like a sponge and interacts strongly with
the polymer network to maintain a hydrated state. Due to its high-water content, the internal friction
of the gel is extremely small compared to rubber. Therefore, it is not possible to understand the friction

of gel exactly by applying the theory of friction of rubber to gel.

Amontons and Coulomb summarized the basic friction properties between two dry solid surfaces as
follows.
First law: Friction force is proportional to the normal load.
Second law: Friction force does not depend on the apparent contact area.
Third law: Dynamic friction does not depend on sliding velocity.
The friction force of the solid material F is easily formulated using Amontons-Coulomb law, in the
following formula,

F=uw (1)
where g is the friction coefficient and W is the normal load applied to the material. This equation can

be described for both static and dynamic friction. Since u is a value unique to each solid, the friction



force depends only on the load and the surface properties of the solid.

However, it is known that soft matter such as rubber and gel does not follow this law and exhibits
complicated behavior’. The friction properties of gel include the following?; friction force depends on
the sliding velocity and contact area between the gel and the substrate, and the friction coefficient is
small up to about 1/100 compared to that of solids. These are considered to be due to the unique

properties of gels such as flexibility and high-water content that solids like wood or metals do not have.

Incidentally, articular cartilages especially in the hip or knee joints, shows low friction for decades,
even though it weighs several tens of kilograms. Due to the low surface friction of articular cartilage,
we can smoothly get in motion without any physical resistance in any action of our daily life, such as
walking, sitting down, reaching out, etc. However, it has not been clearly understood why the

cartilages show low friction under different pressure or moving velocities yet’.

It is known that the surface geometry of the friction surface has a great effect on the friction of living
tissues and gels. For example, it has been reported that the dynamic friction coefficient of articular
cartilage increases as the roughness of the counter surface increases® . On the other hand, it is known
that the surface of articular cartilage has fine irregularities on the micro-metre order!?, but its role

remains unclear.

Currently, the population is aging, and many elderly people are hindered their daily lives because of
the pain caused by the wear of cartilage due to aging. Since cartilage is a tissue that is difficult to self-
repair, more than 100,000 times of artificial joint replacement surgeries have been performed in a year,
only in Japan. The artificial joints used there are manufactured using ceramics, ultra-high molecular
weight polyethylene (UHMPE), and so on, but there is an issue that these friction coefficients are
about 10 times higher than those of living joints. In some cases, inflammation of surrounding tissues
and loosening due to wear particles generated by high friction, which limits the useful life and requires
replacement!®. Compared to this, gel shows low friction and has properties such as high water content
or permeability, it has attracted attention as a new artificial cartilage and has been studied by many
researchers®13-22, However, many studies focused on the chemical composition of gels or lubricants,

and few focused on the surface geometry of gels.

As mentioned above, the surface shape is known to change the surface properties of the substance. In
nature, gecko's finger?3, shark skin, and sucker structures of octopus or starfish are well-known
examples. Although the elastic modulus is different from that of gel, it has been reported that friction

is reduced by imparting a concave structure to the metal surface?*?5, If the friction of a gel with a



surface shape can be understood, it will lead to elucidating the role of the surface structure of cartilages
and the friction mechanism of joints using the gel as a model substance. In addition, if it becomes
possible to control the friction characteristics by changing only the surface shape without changing
the chemical composition of the gel or the surrounding environment, etc., further high functionality
can be expected without impairing the original mechanical properties of the gel, and it is also expected

to lead to application to biomaterials such as artificial cartilage.

To understand the role of the surface structure of the gel, ideally, a simple method is needed to impart
many pattern structures to the gel surface at one time over a wide area. In addition, if the shape is a
square or cylindrical pillar, the effect of the edge significantly might appear under sliding motion in
the friction measurement, so it is difficult to evaluate only the effect of the pattern shape. Therefore, a

spherical pattern structure is considered to be desirable as a starting point.

In addition, although wear of gel is studied, there are few reports on that. Material wear is an important
evaluation item as it can impair durability and original performance. Regarding artificial joints, as
mentioned above, the generation of wear particles causes inflammation of surrounding tissues and
osteolysis, which limits the useful life. For wear evaluation of artificial joints made of metal or ceramic
that are currently used, 1ISO 14242-1 and 1SO 14242-2 stipulate strict international standards. Gels are
expected to be applied to various fields as biomaterials in the future, and it is disadvantageous for
application in that accurate wear evaluation of gels has not been established. Therefore, it would be
very meaningful if there was a method that could be evaluated simply and quantitatively.

Also, the relationship between wear and friction of gel has not been clarified at present, and it is not
clear whether gels showing low friction show low wear at the same time, but it is very interesting to

investigate.

Herein, Poly(vinyl alcohol) gels with hemispherical surface dimples were prepared and their friction,
adhesion and wear properties were investigated in this study and aimed to make the friction and wear
of the hydrogel surface lower by imparting the dimple pattern structure while maintaining its bulk
properties, such as the elastic modulus, water content, permeability and so on. Considering the
application of gel, the lower friction and wear may lead to a longer lifetime to use and energy saving,
so it is advantageous to have a slippery surface. We selected Poly (vinyl alcohol) (PVA) gel as the
target gel because it has high mechanical strength and can withstand friction and wear tests and it is
suitable for examining the effect of hemispherical dimples on hydrogel surfaces on sliding friction and
wear. In addition, PVA gel has a biocompatible nature?®2"?, so it may be applicable in biomedical

fields like artificial cartilage if the surface properties can be controlled by surface structure.



Among the factors that influences on the surface properties of the gels, the surface shape, the elasticity
of the gel and the surface wettability of the counter substrate are presented as examples and we studied
their effects systematically in this study. We state about them in Chapter 1 to Chapter 4 respectively

as shown below.

In chapter 1, we report on the normal contact and the adhesion strength of the gel and the glass
substrate with different wettability. First, poly(vinyl alcohol) gel with hemispherical surface dimples
was prepared by applying the method for imparting the pattern structure on the surface of
polydimethylsiloxane silicone rubber to the gel?>%. Moreover, three kinds of glass substrates with
different contact angle to water were prepared by varying the surface treatment of the glass substrate
surface in this study. The contact state between the gel and the glass substrate was evaluated when the
normal load was applied to the gel using the strain-controlled rheometer by in situ observation3. In
addition, the adhesion test that raise the glass substrate, that contacts the gel, at a constant rate was

performed and the adhesive force that works between the gel and the glass was estimated.

In chapter 2, we report on the friction of the gel against the glass substrates with different wettability.
In the previous study, it is shown that the sliding velocity dependence of the friction of the gel varies
with the surface wettability32. However, almost all the gels used in the previous studies had flat
surfaces® 3% and few studies on the friction of hydrogel with textured surface were reported?®.
Particularly in this chapter, we focused on the gel with hemispherical surface dimples and researched
how that surface structure affects the friction of the gels and whether it affects the friction property

similarly when the surface wettability is changed.

In chapter 3, we report on the effect of the elasticity of the gel on the friction of the gel with
hemispherical surface dimples. For example, the articular cartilage in our bodies is a tissue which is
in the hydrogel state, and its elastic modulus is high enough in the order of MPa3* while showing quite
low surface friction. It should be demanded hydrogels with high elastic moduli when the hydrogels
are applicated as biomaterials in the future. Therefore, three kinds of gels with different elasticity were
prepared by changing the concentration of the solution before gelation or adding the dry-anneal¢3*
treatment after the gelation to investigate the effect of elasticity. Then, the adhesion test and the friction

test were conducted in the same way stated in chapter 1 and chapter 2.

In chapter 4, we report on the quantitative wear evaluation of the gel. The microscopic observation
was mainly used as a wear evaluation method of the gel so far, therefore the evaluation method was
remained at the qualitative one®>=. In this chapter, in addition to the microscopic observation of the

gel surface after the sliding test, we focused on the lubricant and performed the quantitative wear



evaluation by detecting the wear particles of the gel that are contained in the lubricant using the UV

spectrometry and the total organic carbon measurement.



Chapter 1 Normal contact and adhesion of Poly (vinyl alcohol) gel against the glass
substrates with different hydrophobicity

1-1 Introduction

Hydrogel is a substance that is the polymeric three-dimensional network structure swollen with water
and its softness or high-water content are characteristic. It is the substance that resembles to the living
soft tissues at the most among the artificial materials. Since it is swollen with water, it is expected to

be applied in the wet environment, for example, in water.

In nature, there are many organisms that control their contact property by their surface structure. For
instance, octopus and starfish contact firmly against any face even in water thanks to their sucker
structure like cupule and the nature does not be lost at only one time of contact and they can repeatedly
contact and detach. It is predicted to be advantageous for many applications that gels can also control

their contact and detachment freely in water.

When controlling the surface properties of gels by the surface structure, it narrows the possibilities for
gels to applicate as materials if its properties are only valid for a certain counter face. If the significance
of the surface structure can be shown for every counter surface, the worth of the gel having pattern
structure on its surface as a material is considered to increase. It is interesting and useful that the
surface properties of the gel could be easily changed depending on the purpose of use by the surface
structure, such as showing strong and quick contact, or peeling off with a weak force even if it is pasted

once.

In the previous study, the gels with hexagonal facets fashioned after the surface structure of clingfish
were prepared and their adhesive property was investigated®. It is shown that these gels could contact
the glass substrate quickly and firmly compared with the gel with flat surface, though the gel/glass
contact area was decreased, and reversibly adhere. This strong adhesive property is considered to be
attributed to the increase in the contact pressure due to the small contact area and the promotion of

fast water drainage from the interface due to the existence of interconnecting grooves.

It is important for understanding other surface properties like friction or wear too to research on the
contact and adhesive properties of gels. Herein, we investigate the contact and adhesive properties of

poly(vinyl alcohol) gels against the glass substrates.



Since we conduct the tests under water in this study at first, the difference of the surface wettability of
the glass substrates would make the difference in the easiness of the water drainage at the gel/glass
interface and influence on the adhesive strength of the gels and the substrate. In case the hydrophilic
substrate is used, water is more favor to contact the substrate compared with the gel, it is expected that
it is difficult to finish the complete drainage between the gel and the substrate, so the contact of them
is inhibited. While on the contrary, in case the hydrophobic substrate is used, the gel is more favor to
contact the substrate compared with water, then it is predicted that the water drains quickly at the

interface and the gel contacts the glass substrate firmly.

Though Wadn of the gels may varies with the change of the wettability of the substrate, we especially
investigated how does the surface dimple on the gel influence on the Wagh of the gels. As the surface
design, the reduction in contact area between the gel and the substrate will occur, for that, the decrease
in work of adhesion on aby substrates is predicted. In particular, the effect may be clear for the

hydrophobic substrate that it is considered to the gel make firm contact.

Here, we consider the energy change by the contact and the detachment of two substances with clean
surfaces based on the concept of adhesive work. As seen in Fig. 1-1, by separating the interface where
the substance A and B are in contact with each other, new surfaces of the substance A and B are
generated. Assuming y,, vg,and yag assurface energy of the substance A, B, and interfacial energy
of A/B contact interface, respectively, the adhesive work W, is expressed by the following equation
Eq. 1-1.

Wag =Ya+ VB —VaB (Eq.1-1)

This Eq. 1-1 is called Dupré’s equation.
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Fig. 1-1 Schematic illustration of contact of two materials and their interfacial free energy.

If the surface tension (or surface free energy) of two solid substances and the interfacial tension (or
interfacial free energy) at the time of contact are known, the adhesive work can be obtained by using
Eqg. 1-1. However, there is currently no direct way to calculate their values. As a method of computing
the surface free energy of a solid, there is a method of measuring the contact angle of a droplet having
a known surface tension on the solid surface and estimating it from a theoretical formula related to

adhesive work.

gas

~solid -

Fig. 1-2 Schematic illustration of a droplet on a solid surface.

Vs

Let ys be the surface tension of the solid, y; be the surface tension of the liquid, yg; be the
interfacial tension of the solid-liquid interface, and 6 be the contact angle. When the droplets are in



an equilibrium state on the solid surface, the interfacial tensions are balanced as Eq. 1-2.

Ys =vLcosO +ygy, (Eq.1-2)

This Eq. 1-2 is called as Young’s equation. Combining Eq. 1-1 and Eq. 1-2, Eq. 1-3 is derived.

Wsp = yL(1 + cos 9) (Eq.1-3)

This Eq. 1-3 is called as Young- Dupré’s equation. From the equation shows that the adhesive work
at the solid/liquid interface can be obtained by measuring the contact angle of the droplet with known
surface tension. However, there is no method to obtain the adhesive work between two solid
substances, some methods, such as Fowkes method, are proposed to calculate surface free energy of

solid substances3®41.

Regarding on the normal contact of the glass substrate and the hydrogel with surface dimples, the
following two effects are expected. (1) The contact area between the hydrogel and the substrate is
reduced due to the dimples on the surface. (2) Water in dimples can sustain the normal load?!, and
local contact pressure of the flat part does not increase compared with the hydrogel with a flat surface.
If the dimples on the gels form complete contact with the glass substrate and are not deformed with
gels macroscopic deformation, water in the dimples is considered to be able to sustain the normal load
due to its incompressibility. The expected effect (1) is consistent with the previous study®8. However,
if effect (2) is true, the work of adhesion of hydrogels with surface dimples should be lowered
compared with that of the hydrogel with a flat surface, unlike the previous study. Besides, it is
predicted that the surface dimple structure makes it difficult to drain the water in dimples differently
from the grooves, so strong adhesion is hindered, but it is unclear how surface dimples influence the

gel/glass contact or adhesion properties.

In this chapter, poly(vinyl alcohol) gel was selected as a gel that has high mechanical properties to
withstand some tribological tests. We prepared a gel with a flat surface and gels with hemispherical
surface dimples. Herein, we present a method for imparting dimple patterns on hydrogel surfaces
applying the technique used for PDMS?%30, Then, we evaluate the normal contact between the gels
with flat or dimpled surfaces and the glass substrate when the normal load is applied to the gel. In
addition, the adhesion test is performed to investigate the work of adhesion between them and

examined the effects of surface dimples on PVA gels.



1-2 Materials and Methods

1-2-1 Materials

Poly(vinyl alcohol) (PVA) (degree of polymerization: 2000; degree of saponification: >98.5 mol%)
was purchased from Nacalai Tesque, Inc. Dimethyl sulfoxide (DMSO), hexamethyldisilazane
(HMDS), and 1H, 1H, 2H, 2H-perfluorodecyltrichlorosilane (FDTS) were purchased from Wako Pure
Chemical Industries, Ltd. Polydimethylsiloxane (PDMS) (SILPOT 184) was purchased from Dow

Corning Toray Co. All chemicals were used without further purification.

1-2-2 Droplet Replication

To impart the hemispherical surface dimples on the PVA gel, PDMS template were prepared by
replicating the condensed droplets on a HMDS-treated hydrophobic glass surface?®<°. To obtain
hemispherical water droplets, float glasses were modified with HMDS. To clean the glass surface, the
glass was soaked in a solution of 10 wt% NaOH in ethanol for 2 hours and then 10 wt% HCI aqueous
solution for at least 1 day. For further cleaning, vacuum ultraviolet (UV) light with wavelength of 172
nm was irradiated to the glass surface for 3 minutes using an Excimer irradiation unit (UER 20-172,
USHIO Inc.). The cleaned float glass pieces were exposed to HMDS vapor under 20 kPa for 16 hours
in a desiccator.

The contact angle to water 8 of the glass substrate and hydrogels were measured with a Drop Master
300 (Kyowa Interface Science Co., Ltd) in air at room temperature. The volume of the water droplet
(2 ul) was maintained constant for all the measurement in order to prevent changes in the droplet due
to the gravity effect. Each data was the average over 36 points; 4 samples were used and 9 places of
each sample were measured. The 6 of the HMDS-coated glass was 71.8+1.5°.

Water evaporated from a water bath heated to 70°C was condensed on an HMDS-treated hydrophobic
glass kept at room temperature (~25°C), resulting in numerous droplets on the surface. The size of the
water droplets could be changed by varying the time of exposure of the glass to the vapor from water
bath, the exposure time was ranged from 20 to 600 seconds in this work. Then, a degassed mixture of
cross-linkable liquid silicone, polydimethylsiloxane (PDMS, SILPOT 184, Dow Corning Toray Co.)
was poured to the glass surface with droplets and cured at 70°C for 2 hours. When the crosslinked
PDMS was peeled off from the HMDS-treated glass, concave depressions, a negative image of
condensed water droplets, appeared on its surface. To achieve positive replication of droplets, liquid
PDMS was poured onto the negative replicated PDMS template and crosslinked. These templates were

used to make gels with surface dimples as molds for the hydrogel preparation process (Fig. 1-3).
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Fig. 1-3 Schematic of the preparation of PDMS templates by droplet replication method and PVA gel

with surface dimples.

1-2-3 Hydrogel Preparation

Physically crosslinked PVA hydrogels were prepared from 10 wt% PVA solution of mixture solvent
(DMSO : H,0 = 3:1, w/w) by quenching. Polymer solutions were prepared by heating a mixture of
PVA and the solvent for 2 hours at 100°C. Then, the degassed PVA solution was poured into a
homemade reaction cell consisting of two glass plates separated with a 3.0-mm-thick silicone rubber
spacer to form a hydrogel sheet with 100 mm square. To impart dimples on the hydrogel surface, one
of the glass plate surfaces of the reaction cell was covered by a PDMS template with surface
hemispherical bumps. The solution was quenched at —40°C for 16 hours. The hydrogel sheets were
then allowed to warm to room temperature and subsequently immersed in a large amount of deionized
water for at least one week to extract DMSO and replace the internal liquid with water“2. Using a
mixed solvent lowers the solvent's melting point, which prevents the solvent from freezing and
growing of ice crystals in the gelation process, resulting in a homogeneous network structure or an
ability to obtain a smooth surface. In addition, while water and DMSO are good solvents for PVA,
they are poor solvents when used in a mixed solvent*. As a result, PVA gel with high mechanical
properties that can withstand friction tests such as this study is obtained. The water content of the gels
was approximately 86% regardless of the surface structure. As a control sample, a flat surface gel was
also prepared on a flat PDMS template. The thickness of the gel sample was measured using the
calliper with a minimum scale of 50 um, and it was confirmed that there was no difference in thickness
of 0.05 mm in a 100 mm square.

Herein, PVA hydrogel with a flat surface is referred to as “Flat”, and that with surface dimples is

referred to as “Dimpled X (X = 90, 190, 470 and 820), where X indicates the mean diameter in um

11



of surface dimples on each hydrogel (Table 1-1).

Table 1-1 Sample names and mean pattern size on each sample’s surface. The “Ratio of flat region”

is the ratio of the flat surface area to the whole surface area on hydrogels with surface dimple patterns.

Exp. Time [s] Sample Diameter [um]  Depth [um]  Ratio of flat region[-]

20 Dimpled 90 93+16 219 0.580
60 Dimpled 190 190+40 79421 0.574
180 Dimpled 470 470+90 220+50 0.479
600 Dimpled 820 820+80 390+50 0.502

1-2-3-1 Surface morphology of hydrogels

The surface morphology of hydrogel samples was observed using a geometry measurement laser
microscope (KS-1100, Keyence Corp.). In this observation, the diameter and depth of each dimple
shape on the surface of Dimpled series were evaluated. The X—Y range was set to 1000 x 1000 um
for Dimpled 90 and Dimpled 190, 3000 x 3000 um for Dimpled 470, and 5000 x 5000 um for Dimpled
820. The mean values of the diameter and depth were averaged over 30 dimples for each sample.

F T T T T A
(a) 500 Diameter @
s %
| | .~. @
400+ \__/ \ /”;Pepth ‘, g ° —
0o 9 o
o,
E 300 ee ° T
= R gole o”_
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@ 200 ", e -
(=) o.
e '.-"' -
% @ Dimpled 90
100+ © Dimpled 190 |-
® Dimpled 470
@ Dimpled 820
0 ke l I | I H

0 200 400 600 800 1000
Diameter [pm]
Fig. 1-4 Surface morphology of gels with surface dimples. (a) Depth and diameter of hemispherical
dimples on gels surface. The dashed line is the ideal line derived from the contact angle to water of
the glass, 72°, for droplet replication. (b) Typical surface image observed by the optical microscope
(Dimpled 470). Scale bar: 2 mm.
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The hydrogel surface was also observed using an optical microscope (SZX-12, OLYMPUS). This
method could observe a wider area compared with the observation by a laser microscope. The obtained
two-dimensional image was analyzed using an image processing software, ImageJ*4, to calculate the
Ratio of flat region, which is defined as the ratio of the flat surface area (Ap,,) to the whole surface
area (Awnote = Afiat + Adimple) ON the surface of Dimpled series. That is, Ratio of flat region is Ag,¢/
Anole- In case of the Flat, the Ratio of flat region was defined as 1.

The surface morphology of gels with surface dimples is shown in Fig. 1-4 and Table 1-1. Distributed
surface hemispherical dimples were obtained, which varied in size depending on the exposure time.
The diameter and depth of the dimples have a linear relationship, indicating that the shape of the

dimples is similar regardless of the exposure time for all four samples.

1-2-3-2 Elasticity of hydrogels

The Young’s modulus E of the gel was measured using a commercially available strain-controlled
rheometer (ARES, TA Instruments Ltd.). A disc-shaped sample of smooth surface, 15.70 mm in
diameter and 2.70 mm in thickness, was compressed with a velocity of 0.0167 mm/s (= 1 mm/min).
In this measurement, silicone oil was dropped to the gel to prevent it from drying and to allow it to
deform freely in the compression process. From the strain and normal stress, Young’s modulus was
calculated for the strain of 10% to 20%. A typical strain-stress curve is presented in Fig. 1-5. This
compression test was performed 6 times for each sample, and Young’s modulus is the average of the

results for all the tests. The E of PVA gel was 94.0 + 1.4 kPa.

12 x10°[F

10~

slope = 91.0><103

Stress [Pa]
(2]

| | |
0.00 0.05 0.10 0.15 0.20
Strain [-]

Fig. 1-5 Typical Strain-Stress curve of the PVA gel with a flat surface.
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1-2-4 Substrate Preparation

To investigate the influence of the wettability of the counter substrate on the surface property of the
gel, three kinds of the glass substrates were prepared. The contact angle to water of the substrate was
changed by treatment with silane-coupling agent, FDTS and HMDS. Cover glasses (micro cover glass,
C050701, Matsunami Glass Ind. Ltd) were soaked in 10 wt% HCI aqueous solution for 3 days to
remove some special coating agent from the surface and washed with water. Then, vacuum UV light
with a wavelength of 172 nm was irradiated to the glass surface for extra surface cleaning. The cleaned
glasses were exposed to FDTS or HMDS vapor in a vacuum desiccator at room temperature and the
pressure of 20 kPa for 8 hours for silane-coupling in a vacuum desiccator at room temperature. The
contact angle to water 6 of the FDTS-coated glass substrate was 110 + 1°, and that of the HMDS-
coated glass substrate was 71.8 + 1.5°.

The chemical structures of the silane-coupling agents, FDTS and HMDS, and the photograph of the
water droplet on the glasses after the surface modification are presented in Fig. 1-6.

(@) (b)
R F R F R F R F T'
Si—_
F \ Cl
Cl
F F F F F F F F
d
© ., (d)
L
Me— g7 g —Me
Me/ \Me Me/ \Me

Fig. 1-6 Chemical structure of silane-coupling agent and the photograph of the water droplets on the
surface modified glass substrate. (a) Chemical structure of FDTS, (b) the photograph of the water
droplet on the FDTS-treated glass surface, (c) chemical structure of HMDS, and (d) the photograph of
the water droplet on the HMDS-treated glass surface.

In addition, the glass cleaned by soaking in HCI aqueous solution over three days was used as a
hydrophilic substrate. The same amount of water droplets (2 uL) were placed on this substrate,
however, the contact angle was quite low and the water spread so thinly, making it difficult to
accurately evaluate the contact angle by taking a water droplet photograph and analysing the image.
Therefore, in this study, the contact angle of the substrate cleaned by HCI solution was set to <10° for

convenience.
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1-2-5 In situ Observation

The contact of the hydrogel and the glass surface was observed during sliding friction using a
homemade system based on the principle of critical refraction®, as shown in Fig. 1-7. Owing to the
higher refractive index of the glass than that of the gel, the light from the gel side refracts at angles
less than the critical refraction angle Ogei® determined by the relation sinfgei® = Nger / Ngiass. ON the other
hand, when there is a water layer at the hydrogel/glass-substrate interface, the critical refraction angle
Owater® 1S determined by SinGwater® = Nwater / Nglass. Here, Ngiass, Ngel, and Nwater are the refractive indices of
the glass, gel, and water, respectively.

Because of the slightly larger refractive index of hydrogel than that of water, the critical refraction
angle is in the relation of Ogei® > Owater®, When one observes from an angle 6 between these two critical
angles, that is, Gwater® < 0 < Ggei®, a bright image of the gel is observed when it is in contact with the
substrate (Fig. 1-7a). However, a dark image was observed when a water layer was present at the
interface (Fig. 1-7b).

Fig. 1-7 Schematic of the in situ observation. The dashed lines represent the critical angle of the gel
(blue) and water (red). The camera was located between the critical angle of the gel and that of water.
The image of the gel could be observed only when the gel was in contact with the substrate (a) and
the image could not be observed when the gel was not in contact with the substrate (b). This figure

was drawn by modifying from Fig. 1 of Yamamoto et al., Soft Matter, 20143,

In this study, the trapezoidal prism and a digital video camera (Handycam FDR-AX100, Sony. Co.
Ltd) were used. The distance between the sample and the camera is about 1.2 m for the digital video
camera for observing the entire sample. The camera was located at the angle 6, that satisfies the
condition 6§ ater < 6y < Oge). The friction interface was irradiated with white LED light to obtain
clear images. The zoom function of the cameras was used to get close images. The focus and exposure
were manually adjusted. When the camera is located at a short distance, the difference of the
observable depth range in front and back side is larger due to the difference in observation angle. It is

desirable to observe the gel as far away from the sample as possible, to evaluate the contact of gel/glass
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on the entire surface of samples. Therefore, when using the digital video camera, the contact of the
entire gel sample can be evaluated, however, only relatively large dimples can be captured due to the
low magnification. The contact state between the hydrogel and the glass substrate was observed in situ
under loading. By capturing an image in the video, the contact state was evaluated at some sliding
velocity. We could determine the contact position because the contact part could be observed as a
bright image and the non-contact part as a dark image. The disc-shaped sample was observed as an
ellipse shape in the raw images due to the observation at about 60° from the vertical axis to the sample
normal surface. The aspect ratio of the images was corrected so that the hydrogel could be observed
as a precise circle from ellipse, and image binarization was performed with the contact part as 1 and

the non-contact part as 0 to calculate the contact area.

1-2-6 Compression Test

The compression test was performed using the rheometer and the gel/glass contact images were
acquired. Disc-shaped samples with 15.70 mm in diameter and 2.70 mm in thickness were used. The
sample was fixed to the stage with a cyanoacrylate instant adhesive agent (Toa Gosei Co., Ltd) and
the test was performed in water. The normal strain was applied to the PVA gel at a constant strain rate
of 10 um/s until the prescribed normal load was reached, fixed for about 2 seconds to record the normal
strain and the gel/glass contact image, and then normal strain was applied to the next prescribed normal
load, repeatedly. This test takes about 120 seconds, and although stress relaxation is expected to occur,
it is very small and can be negligible, especially for comparing Flat and Dimpled. The characteristic
time of stress relaxation due to the flow of water in the gel was calculated to be on the order of a%D.
according to the work by Hui et al*®, and based on this calculation, it was on the order of 103-10*s. In
this calculation, the radius of the indenter compressing the gel, a, in the reference paper, was set to
1.35 mm, which is half the thickness of the gel as a characteristic length, in this paper, and D¢ is the
cooperative diffusion coefficient, which was calculated as D, = kzT/6mné,, and was in the order of
10%to 101t m/s?. kg, T, 7, &, are the Boltzmann constant, temperature, viscosity, and hydrodynamic
shielding length respectively. Since the temperature is 25 °C and the solvent is water, kgT =
411 x 10721 Nm, n = 0.894 x 10~3 Ns/m?. & was assumed to be the order of 10-° t010® m. The
calculated time (10° -10* s) is longer than our measurement time scale (10%-10° s), and the stress
relaxation due to solvent flow during the measurement is considered to be negligible.

The contact area was evaluated using the above-mentioned in situ observation method and analyzed
by ImageJ. The normal force dependence of the normal strain and contact area was investigated. Also,
the contact pressure was calculated (denoted as Cal. Contact Pressure in Fig. 1-14), assuming only the
contact part sustains the normal load. Cal. Contact Pressure is defined as (normal force / contact area),

where contact area is the value obtained by the image analysis, and the dimple area shown in a dark
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in the image was treated as a non-contact area.
1-2-7 Adhesion Test
To measure the adhesion between the gel and the glass substrate, a rheometer (ARES, TA Instruments

Ltd.) was used. The schematic of the measurement system is displayed in Fig. 1-8 Schematic of the

adhesion test setup.

Wadn

P

lﬁ prism
cover glass

gel

water

Fig. 1-8 Schematic of the adhesion test setup.

PVA gel, cut into the disc-shape of 15.30 mm in diameter and 2.70 mm in thickness, was fixed on the
stage with a cyanoacrylate instant adhesive agent (Toa Gosei Co., Ltd). For in situ observation, a
trapezoidal prism with the glass substrate on the bottom surface was fixed to the upper jig. Note that,
a drop of silicone oil that has the same refractive index as the glass was lodged between the prism and
the glass substrate so that the prism and the glass substrate can be treated as one medium and the light
not be reflected at the interface to observe the gel/glass contact image.

The normal load was applied to the gel until it reaches the normal stress o=11 kPa as the primary
pressure, after 10 minutes of pre-loading, the adhesion test was started. In the test, the jig with the
glass substrate was pulled up at a constant velocity of 0.167 mm/s for 3.5 seconds from the state where
the gel and the substrate were in contact (Fig. 1-9a). The displacement and the normal force data at

the time were acquired at the rate of 100 points/s.
Displacement-normal force curve was drawn using the obtained data, and the area where the normal

force is smaller than O gf is defined as the work of adhesion, Wagh, and calculated (Fig. 1-9b). The tests

were conducted in water and in air.
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Fig. 1-9 Adhesion test. (a) Schematic of the adhesion test. (b) Displacement-Normal Force curve of

the adhesion test. The shaded area was defined as the Wagn in this study.

1-3 Results and Discussion

1-3-1 Normal contact between the glass substrate and the PVA gel

Results of compression tests in which gels were compressed against the glass substrates with three
kinds of wettability are discussed. Because of the limitation of the observation magnification, the
dimple size was too small to be observed by the digital video camera for Dimpled series, except for
Dimpled 820, image analysis could be performed for only Dimpled 820, the gel with the largest mean
diameter or depth of dimples, so the comparison of Flat and Dimpled 820 is shown here.

First, the relation of the normal force applied to the gel and the contact area between the gel and the
substrate calculated by the image analysis is presented in Fig. 1-11, and the contact images are shown
in Fig. 1-10. In the image analysis, only the area where looked in white is treated as the contact area,
and the area where looked in black colour and water exist is treated as the non-contact area. The
“contact area” was calculated by observing the interface between the gel and the counter glass

substrate in water, and the “whole area” is the actual area of the top surface of the gel calculated from

18



the diameter measured by calliper, in Fig. 1-11.
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Fig. 1-10 Contact image of the gel/glass interface in compression tests. The contact angle to water of
the glass substrate was (a, b) ~110°, (c, d) ~70°, and (e, f) <10°. The images (a, c, €) are the
binarized contact images of Flat gel and the images (b, d, f) are that of Dimpled 820 gel.
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Fig. 1-11 Relation of normal force and contact area. The contact angle of the substrate is (a) < 10°,

(b) ~70° and (c) ~110°.

From Fig. 1-11, the shape of dimples on Dimpled surface was maintained in the process of

compression against three kinds of the glass substrates, and it was obvious from the design of the

surface shape, the contact area of Dimpled 820 was smaller than that of Flat due to the dimples,

indicating the reduction in contact area for all of the substrates, which is the effect (1) shown in the

introduction section.

Next, the relation of the normal force and the normal strain applied to the gels are presented in Fig.

1-12.
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Fig. 1-12 Relation between normal strain and normal force. The contact angle of the substrate is (a)
< 10° (b) ~70° and (c) ~110°.

The relationship between the normal force and strain applied to the gel sample is shown in Fig. 1-12.
The normal strain required to reach the same load was higher for Dimpled gel than for Flat gel on any
substrates, regardless of the wettability, indicating that the water trapped in the dimples makes a less
or negligible contribution in sustaining the normal load. If the water in dimples is sustaining the load,
the relationship between the normal strain and the contact pressure for Flat and Dimpled 820 calculated
from the contact area should not coincide in Fig. 1-14 (strain vs contact pressure). This is because the
contact pressure is calculated by dividing the normal load by the observed contact area, so if the load
is sustained by water at the same strain, the contact pressure of Dimpled will be higher than that of
Flat in the calculation.

From the results shown in Fig. 1-11 and Fig. 1-12, we state the difference in the normal contact

depending on the surface wettability of the glass substrates.
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Fig. 1-13 Comparison of the relation between the normal force applied to the Flat gel and (2) the ratio

of contact area, (b) the normal strain, on three kinds of glass substrates with differnt wettability.
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Among three kinds of substrates with different hydrophobicity, the ratio of the contact area or the
normal strain were almost the same for the substrates with the contact angle of 8 ~70° and 6 ~110°,
however those values for the substrates with the contact angle of 8 < 10° were higher compared with
other substrates, as shown in Fig. 1-13. This result shows that the surface of the gel slid to the planar
direction and be well extended against the substrate with 6 < 10° under compression. On the other
hand, it is reasonable to consider that the deformation to the planar direction was limited when the
normal load was applied to the gel and the gel was compressed against the substrates with 6 ~70°
and 6 ~110°. For this, water trapped in surface dimples was confined and the force for the
compression direction was applied to the water, so it is predicted that the water in dimples is likely to
sustain the normal load than the substrate with 8 < 10°. Also, it is expected that the adhesion strength
between the gel and the substrate with 6 < 10° is lower compared with other substrates, we discuss
this in the later section 1-3-2.

The pressure applied to the contact area was calculated by dividing the load applied to the gel by the
actual contact area between the gel and the glass substrate obtained in Fig. 1-11 and expressed as Cal.
Contact Pressure in Fig. 1-14.
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Fig. 1-14 Relation of normal strain and contact pressure. The contact angle of the substrate is (a) <
10°, (b) ~70° and (c) ~110°.

In real, the relationship between the normal strain and the calculated contact pressure for both Flat and
Dimpled 820 (Fig. 1-14) is almost the same on any substrates, which confirms that the water in the

dimples does not sustain the load.

We consider that whether the water in the dimples sustains the normal load depends on whether the
gel is in contact with the substrate slides and elongates in the planar direction or not. When the gel
contacts the substrate and the gel deforms smoothly in the planar direction with compression, we

believe that the contacting part of the gel will sustain the normal load dominantly. This is because as
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long as the gel deforms in the planar direction upon compression, the dimples will also deform, and
water in dimples will not be compressed. As a result of the image analysis, the contact part of the
gel/substrate was elongated in the planar direction, and the deformation was similar to the case where
the gel was assumed to deform into a flat plate with constant volume (Diameter: 15.30 mm to 15.64
mm).

Based on the above results and the relationship between normal load and strain, the pressure at the
contact part of Dimpled is higher than that of Flat under the same normal load. Also, the effect (2) was
disproved, indicating that water trapped in the dimples did not sustain the normal load. This means
that the pressure at the contact part of Dimpled 820 was higher than that of Flat in friction measurement

under the same nominal normal load (corresponds to normal pressure of o= 11 kPa).

To sum up, the normal strain of Dimpled 820 was larger than Flat and water in the surface dimples
could not sustain the normal load under the same loading condition. Therefore, it can be said that
Oiocal, the pressure applied to the local flat part on the Dimpled gel surface where contacts to the glass

substrate, is higher than o, the pressure applied to the contact part on the Flat gel surface (0ypca >

GFlat)-

OFlat Olocal Ohole water

‘4“4!“‘4‘ /

Fig. 1-15 Schematic of the contact of the glass substrate and Flat gel or Dimpled gel.

In the friction measurement discussed in Chapter 2, the loading time was 10 minutes, but the
relationship between the contact and the strain was similar. From Persson’s work*, the relationship
between the thickness of the water layer h between two parallel plates of radius R under the normal
pressure o and squeezing time t is expressed as t = 3yR?/ 4ch?. According to this equation for a
squeezing time, assuming that the contact is formed at the distance of 100 nm, it takes about 370
seconds, so the loading time for the friction measurement was set to 600 seconds. Considering the
squeezing time, the results shown in Fig. 1-11, Fig. 1-12 and Fig. 1-14 are less reliable for the low
load region, but for the relatively high load region, both the time and the load are enough to squeeze,
and it can be assumed that we are observing the contact between the gel and the glass after the

squeezing is completed. This time dependence is also considered to be a small difference for
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comparing Flat and Dimpled.
1-3-2 Work of adhesion of the PVA gel

In this chapter, the adhesion test was conducted in water and in air. We should consider the contact of
three bodies, that is the gel, water, and the glass substrate for the test in water and two bodies, that is
the gel and the glass substrate for the test in air. Commonly, the work of adhesion is stated by Dupré’s
equation, Eq. 1-1. Factors that affect the Wagn (or adhesion force) of the gel include (i) the ease of
contact between the gel and the substrate and (ii) the adhesion strength between the gel and the
substrate. The factor (i) is whether water is easily drained from the interface, and is determined by the
contact angle of the substrate with water. Further, factor (ii) is determined by the interfacial energy
between the gel and the substrate. The test in water is affected by both factors, but the test in air is
affected only by factor (ii). The adhesion of the gel is discussed in more detail using the surface energy

below.

Generally, the surface (interface) energy y acting between two different substances A and B is
described by the following formula.

1
YaB =Ya+7Ve—20a ve)? = (\Jya- \/ﬁ)z (Eq.1-4)

From Eq. 1-4, when y, = yg, the interface energy takes the minimum value with y,5 = 0, so it can
be said that the contact is most stable when the surface energies of the two substances are the same.
Applying this argument to the system in this study, substances A and B are PVA gels and glass
substrates. The contact angle of PVA gel is about 60°, and among the glass substrates used in this
study, the surface energy is the closest to the substrate with contact angle 6~70°, so it is theoretically
predicted that it is possible to make it relatively strong contact. Note that, we can also make similar
discussion using the spreading coefficient determined by the interfacial energy. In addition, the
previous studies showed that the slip length depends on the surface hydrophobicity in micro/nanometre
scale fluid channel by some experiments or MD simulations*’~*°. Therefore, without having to
consider the interfacial energy of gels, there is a possibility that the rate of water drainage at the
interface is varied depending on the wettability of the substrate surface and this influences the easiness
to the contact of the gel and the substrate, however, it is unclear at present that there can be seen the
effect similar with the previous studies in this macroscopic system. Fig. 1-16 shows the relationship

between the adhesion force Wagn measured in water and in air and the substrate contact angle.
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Fig. 1-16 Relation of Contact Angle of the glass substrate and Work of Adhesion.

First, when we focused on the wettability of the substrates, Wagn against the substrate with 6~70°
showed the largest value. In addition, the values measured in air were larger than the values measured

in water.

We consider the factor (i) and (ii) that may have influences on Wadn Stated earlier. Regarding the factor
(i), it is expected that water drainage is the easiest for the most hydrophobic substrate with 6~110°
and is the most difficult for the most hydrophilic substrate with 8 < 10°. For the factor (ii), it is
predicted that the contact between the gel and the glass substrate is the most stable for the substrate
with 6~70°, and the stability of the substrates with 8~110° or 6 < 10° are inferior to that with
6~70°.

The tests, conducted in air, did not need to drain water, so the gel and the glass substrate should contact
firmly, and the results that the Wagh measured in air were higher compared with the Wagh measured in
water are reasonable. Also, because only the contact stability is reflected in the Wadn for the tests
performed in air, the result that the Wagn had the highest value against the substrate with 6~70° can
be said that it is consistent with the initial theoretical prediction.

Next, when we focused on the effect of surface dimples, the relation, Wyan, pimpled < Wadn, Fiat
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came into existence for the tests conducted both in water and in air against any substrates. This might
be attributed to the reduction in the contact area between the gel and the glass substrate due to the
surface dimple structure of Dimpled and the promotion of the detachment because water trapped in
dimples was provided to the interface. In addition, comparing for Dimpled 190 and Dimpled 820, both
gels have similar surface dimples, the relation, Wagn, pimpled 820 < Wadh,Dimpled 190 Was confirmed.
It is considered that this is because the larger the volume of the dimple, the larger the amount of water

that can be trapped, and the easier it is to provide water through the interface.

1-4 Conclusion

We prepared PVA gels with hemispherical surface dimples, then investigated the normal contact and

adhesive properties against glass substrates with different wettability.

The droplet replication technique, which was developed to change the surface geometry of PDMS2230,
was applied to the hydrogel template to impart the dimples on the surface of the hydrogel. The diameter

or depth of dimples was distributed but all the dimples were almost similar shapes.

The normal contact of gels to three kinds of the glass substrate was evaluated by in situ observation3!
when the normal load was applied to the gel using the rheometer. Effect (1), as predicted from the
surface design, was confirmed: the reduction in contact area due to the surface dimples was observed.
The dimple shape on the surface was remained intact under compression and the contact area was
reduced by approximately 50% compared to the hydrogel with a flat surface. Regarding effect (2), we
initially predicted that the contact pressure of the contact part of Dimpled does not increase because
trapped water in dimples would sustains the normal load. However, it was clear that this prediction
was not accurate. The water in dimples contributed minimally load support compared to the other flat

contact region, resulting in a higher local contact pressure for the Dimpled gel than for the Flat gel.

In addition, the adhesion test of the gels against the glass substrates was performed. As a result, the
work of adhesion of the gel against the substrate with the contact angle of 6~70°, which shows
intermediate wettability among the substrates used in this test, was the largest. The surface energy of
this substrate was the most similar to that of the PVA gel, so the reason for the largest work of adhesion
on this substrate was that the interfacial energy got most stable by the contact. Dimpled gels, in
comparison to Flat gel, tended to show smaller work of adhesion on any substrates, this may be
attributed to the reduction in the contact area for Dimpled gel compared with the Flat gel up to about
50% and also the promotion of the detachment by being provided water, trapped in the surface dimples,

to the interface due to the surface deformation. In addition, though the local contact pressure of
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Dimpled gel was higher than Flat gel, there were no pathways to drain the water on the Dimpled gel
surface. Therefore it was considered that the strong adhesion between the gel and the glass was
hindered.

To summarize, the reduction in gel/glass contact area, increase in the local contact pressure, and the
smaller work of adhesion were confirmed for Dimpled gel compared with Flat gel, in this chapter.
While higher contact pressure would generally lead the higher friction, the reduced contact area and
the small work of adhesion suggest the lower friction of Dimpled gel. Therefore, this surface design
would be suitable to make the sliding friction of hydrogels lower. The friction behavior of Dimpled

gel is discussed in detail in Chapter 2.
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Chapter 2 Friction behavior of PVA gels with hemispherical surface dimples on
their surfaces

2-1 Introduction

Articular joints show quite low sliding friction and can move smoothly without feeling any physical
resistance. Living cartilages on the sliding surface of bones are soft tissues containing a large amount
of water and are in the form of a hydrogel. A hydrogel is a substance in which a three-dimensional
network polymer structure is swollen with water. Hydrogels have unique features, such as permeability
and stimuli responsiveness. Hydrogels and living tissues are similar in that they are soft and contain a
large amount of water. Therefore, hydrogels can be used as a cell culture scaffold and biomaterial in
biomedical fields %5, They are also suitable for bio-models of soft tissues.

In this study, our purpose was to reduce the sliding friction of the hydrogel surface while maintaining
its bulk properties, such as the elastic modulus, water content, and permeability. In practical
applications, reducing friction can lead to a longer service life and energy saving, making a slippery
surface advantageous.

Several studies have already explored methods to lower the friction of hydrogels. For instance,
preparing the hydrogels using electrolyte monomers or polymers are available3352, Preparing the gels
with polymer brush structure on the gel surface is also useful'’*3, These methods can reduce the
surface friction of gels by lowering the polymer concentration in gels or polymer density on the gel
surface due to high swelling and maintaining a hydrated lubrication layer on the surface. However,
a disadvantage is that these methods often results in poor mechanical strength of gels or its surface. In
addition, the friction strongly depends on the charge of the counter surface, ionic strength of lubricant
and the charge density of the hydrogel surface for the electrolyte gel, so it is difficult to use as a
universal method to reduce friction under all conditions. On the other hand, adding linear polymers
like hyaluronic acid (HA) or surfactant to the lubricant®*%5 and incorporating phospholipids to gels®-5’
are helpful to reduce the surface friction. However, these methods cannot reduce the friction of gel

itself, but they can be combined with other methods to reduce the friction of gel itself.

Observations of the cartilage surface, which is predicted to be responsible for the low friction between
joints, has revealed micrometer-order dimples®?, but the role of such structures is still unclear. The
frictional behavior of articular cartilage has been extensively studied using models such as the biphasic
lubrication theory®® and poroelastic models®®-52. The biphasic lubrication model explains the superior

friction mechanism of articular cartilage, which shows quite low friction. In this model, cartilage is
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considered to be composed of two phases: a solid phase and a liquid phase. The former is made of
polymers such as collagen and proteoglycan, and the latter is the interstitial water. The friction is
considered to occur mainly in the solid phase at the sliding interface, but even in areas where the solid
phases are in contact, the liquid phase supports the applied load, lowering the contact pressure in the
solid phase and providing lubrication. Hydrogels are substances in which the three-dimensional
network structure of polymers is swollen with water and are biphasic substances like cartilage, so the
friction mechanism is expeted to resemble the articular cartilage. Additionally, recent studies highlight
the role of synovial fluid components, such as hyaluronic acid and lubricin, in boundary lubrication
mechanisms®364, However, the model which takes into consideration the surface structure of cartilage
has not been proposed. These models take into account the bulk structure of the substance, but not the
surface geometry of the substance; therefore, the effect of the surface geometry is considered to appear

as an additive effect to these models.

It is generally known that surface geometry affects its surface properties. For instance, geckos have
fine seta on their hands, and the spatula structure at the tip of the seta creates efficient adhesive
strength?. Also, in artificial objects, grooves carved on the surface of car tires promote water drainage,

hindering lubrication and forming quick contact with the ground.

The moduli of hydrogels and metals are significantly different, but the dimple structures on metal
surfaces are good examples of cases where sliding friction is changed by surface shape. When a metal
surface is textured to obtain dimple shapes, friction is reduced compared to that on a flat surface?+2565-
88, 1t was reported that the surface dimples of metals have roles as a lubricant reservoir or trap for wear
particles and promote lubrication. However, there are few reports on sliding friction of hydrogels with
dimple shapes, but several reports on the friction of hydrogels with modified surface geometry. For
example, it has been found that hydrogels with macroscopic roughness on the surface have more stable
contact and increased friction than flat hydrogels, due to the faster squeezing between the gel and the
glass substrate resulting from the higher contact pressure owing to the surface roughness:®. Also, the
effects of surface roughness on the sliding friction of hydrogels are limited to relatively low loading
conditions and are affected by Young’s moduli, roughness size, and/or distribution®. Thus, surface
geometry has been indicated to be a key factor for the friction of not only solid materials but also

hydrogels.

Therefore, we expected friction reduction by imparting hemispherical dimples on the smooth flat
surface of hydrogels. This research, which changes the surface geometry, is different from similar past
research in that it achieves low friction for the gel itself without changing its bulk properties such as

mechanical strength. Furthermore, if it is possible to reduce friction by varying the gel surface
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geometry it is expected that this will be possible to coexist with the friction reduction methods used
in these previous studies. In addition, further research on the friction mechanism of hydrogels, which
mimic cartilages and have dimples on their surface, will lead to clarifying the friction mechanism of

joints.

In this chapter, we examined the effect of hemispherical dimples on hydrogel surfaces on sliding
friction. Poly (vinyl alcohol) (PVA) hydrogel was selected as the target hydrogel. PVA hydrogel has
high mechanical strength and can withstand friction tests. The measurement and observation system
we used in this study was the same as the previous studies®>*. However, we prepared PVA hydrogel,
which is neutral and shows adsorptive properties to the glass, so the chemical species which compose
the hydrogel were different from those studies. Also, the hydrogel used in the previous studies had a
flat surface, but we prepared PVA gels with dimples on their surfaces and investigated the effects of
surface geometry on friction property. The swelling degree of the gel may differ between the surface
and the bulk, but PVA gel shrinks to about 90% in thickness in the process of solvent displacement,
that is, the size change occurs, but the dimple shape imparted on the surface is likely to be maintained.
Therefore, it is suitable for investigating the effect of surface geometry.

The “adsorption model”” is one of the models to explain the friction of PVA gel, and we considered
the effect of surface geometry based on this model. In this model, the friction is expressed by the sum
of the elastic resistance, which arises between the hydrogel and the substrate, and the viscous

resistance by lubricant (water in this study) at the interface.
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Fig. 2-1 Schematic explanation of adsorption model. The left image is quoted from the reference’.

Elastic resistance is induced when polymers adsorbed to the substrate are extended, and resistance has
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a maximum at a certain velocity. Viscous resistance obeys Newton’s law of viscosity and has a great
contribution, particularly at a high-velocity region because it increases linearly with velocity.

The following four effects are expected by imparting hemispherical dimples on the hydrogel surface:
(1) The contact area between the hydrogel and the substrate is reduced due to the dimples on the
surface.

(2) Water trapped in the dimples is supplied to the interface, which serves as a lubricant.

(3) Since water in dimples behaves like a thick water layer, a uniformly thin lubricating layer cannot
be formed at the interface. Water in dimples do not contribute significantly to friction as a viscous
resistance, even at high-velocity, lubrication regions.

(4) Water in dimples cannot sustain the normal load and the local contact pressure of the flat part of
Dimpled surface is higher compared with that of Flat gel. This makes flat contact part of the gel surface
firm contact.

Considering these effects in light of the adsorption model, the contribution of elastic resistance
decreases from (1) and (2), and the contribution of viscous resistance decreases from (3). Also, from
the effect (4), the elastic resistance gets larger and the interface is difficult to transfer to the lubrication
state. However, it has been already reported that the normal pressure (o) dependence of friction stress
() for PVA gel is small’, that is, t~c% for 0 < a < 1. This means that the reduction in contact area
actually leads the increase in the contact pressure, but it is expected to decrease the friction stress by
imparting the dimple structure on the hydrogel surface.

To investigate these effects, the dynamics of contact at the gel/glass interface was observed using an
in situ observation system studied before3.:33, Especially a high-speed camera, not only a home digital
video camera which used in the previous studies, would be helpful for us to confirm the lubrication in

the high-velocity regions, the expected effect (2).

In this chapter, we prepared PVA gels with hemispherical dimples on the surface, aiming to reduce
the sliding friction of PVA gels. The velocity dependence of friction was measured using a flat glass
as a counter substrate. The effect of surface dimples on the friction of the hydrogel and its interface
dynamics is presented. The friction behavior of hydrogel with surface dimples is discussed considering
the contact state of the hydrogel/glass substrate during sliding friction.

2-2 Materials and Methods

2-2-1 Materials

All the chemicals for the hydrogel and the substrate preparation are the same with what we have

already shown in Chapter 1, Section 1-2-1.
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2-2-2 Hydrogel Preparation

Physically crosslinked PVA hydrogels with hemispherical surface dimples were prepared using the
same method mentioned in Chapter 1, Section 1-2-3. PVA gel was prepared by the same conditions
regarding concentration, temperature, reaction time and PDMS template for imparting the surface
dimples on the gel surface, and the surface morphology of the gel was the same with that shown in
Table 1-1 and Fig. 1-4. Also, the modulus of the gel was 94.0 + 1.4 kPa, and the equilibrium water
content was about 86 wt%.

2-2-3 Friction Measurement

Friction was measured using the rheometer operated in a constant compressive strain mode. Disc-
shaped hydrogels, which were cut into 15.30 mm in diameter, were glued on the stage of the rheometer
using a cyanoacrylate instant adhesive agent. The thickness of hydrogels was 2.70 mm. The any of
three kinds of counter substrate, FDTS-coated cover glass, HMDS-coated cover glass, or the cover
glass treated by HCI aqueous solution was glued onto the upper jig of the rheometer. Fig. 2-2 shows a

schematic of the measurement system.

T : torque

/‘

Sliding
Interface

prism

glass
substrate

pe—

Fig. 2-2 The schematic illustration of the system for the friction measurement. The disc-shaped

gel

hydrogel was glued on the stage, and the counter glass substrate was attached to the upper jig with the
prism for the in situ observation. This figure was drawn by modifying from Fig. 2 of Yamamoto et al.,
Soft Matter, 20143,

The normal pressure ¢ was set as an experimental parameter. Before the friction measurement, the

normal strain was applied until the normal stress reached a prescribed value (¢ = 11 kPa) with a
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constant normal strain rate (10 um/s). After 10 minutes of preloading, friction was measured in the
steady rate sweep test (SRST) mode. During the 10 minutes of preloading, the normal strain hardly
changed and was about 0.2% of the sample thickness. From the Persson’s work?*, the relationship
between the thickness of the water layer h between two parallel plates of radius R under the normal
pressure ¢ and time t is expressed as t = 3yR?/ 4oh?. According to this equation for a squeezing time,
assuming that the contact is formed at the distance of 100 nm, it takes about 370 seconds, so the
loading time was set to 600 seconds. An angular displacement was applied to the lower plate at a
constant angular velocity . The angular velocity w was increased stepwise from 1.3x102 to 1.3x10*
rad/s without separating the two rotating surfaces. For each w, the measurement lasted for 40 seconds,
and the average torque T in the last 20 seconds was adopted.

To calculate the friction force F, we denoted the friction force per unit area as = The total friction
force F obtained from the whole surface area of the gel is expressed by Eq. 2-1,

R
F= f T 2nr dr = wTR? (Eq.2-1)
0

where R (=7.65 mm) is the radius of the gel sample3352, Then, the total friction torque T is
calculated in Eq. 2-2, similarly.

R

2

T = j Tor-2nrdr = §7TTR3 (Eq.2-2)
0

From Eq. 2-1 and Eq. 2-2, the friction force F can be calculated as Eq. 2-3.

3T

F=—
2R

(Eq.2-3)

The average friction stress z generated at the interface is defined as the friction force per nominal area
of the gel sample, = = F/zR2. The sliding velocity varies along the radial direction in parallel plate
geometry, the velocity changes with the distance from the rotational center, r, following the formula
VvV = wr, S0 the velocity range should be from 0 (at the rotational center) to wR (at the perimeter). We
hereafter adopted the sliding velocity v at the perimeter of disc-shaped samples, v = wR, when
indicating the sliding velocity.

After the 1st run, the normal strain was released, and the gel sample was separated from the substrate.
Thereafter, the normal strain was applied again for 10 minutes, and the 2nd run of measurement was
performed. In a similar way, the 3rd to 5th runs were performed. Friction behavior for the 1st run tends
to have poor reproducibility compared to the 2nd to 5th run. Therefore, friction stress for the 2nd to
5th run were averaged and the standard deviations were adopted as the error bars. The measurement

of the rotational sliding friction has some advantages; (1) the lubrication is not easily affected by the
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edge shape of the gel sample, and (2) the water present at the normal contact of gel/glass interface

tends to determine the friction®., it is suitable for evaluating the influence of the surface dimples.

2-2-4 |In situ observation

In situ observation of the gel/glass interface under sliding! was also performed in the same way as
mentioned in Chapter 1, section 1-2-5. The principle and the system were the same, but a high-speed
camera (FASTCAM Mini AX100, Photron. Co. Ltd) was also used to capture the sliding interface
where the gel slid at a high velocity. This camera was located about 0.3 m for the high-speed camera
for capturing with higher magnification. When the camera is located at a short distance, the difference
of the observable depth range in front and back side is larger due to the difference in observation angle.
Therefore, high magnification observation with the high-speed camera cannot be used to estimate the
contact area.

2-3 Results and Discussion

The results of the friction tests in which gels slid against the glass substrates with different wettability
are presented in Fig. 2-3.
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Fig. 2-3 Results of the friction test. The contact angles to water, @ of each glass substrate were (a) <
10°, (b) ~ 70°, and (c) ~110°.

Regardless of the surface dimple structure, friction behavior varied with the wettability of the
substrates.

The fact that the friction behavior changes depending on the wettability of the substrate is consistent

with the results of previous studies®?. This is explained in connection with the adsorption model. The
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adsorption model is expressed by the sum of the elastic resistance of the polymer adsorbed at the
interface and the viscous resistance derived from the water layer existing between the gel and the
substrate, and the magnitude of their contribution is expected to change depending on the wettability

of the substrate. The friction behavior of Flat gel is explained in the previous study?? as below.

On the most hydrophilic substrate with a contact angle of 6 < 10°, water has a higher affinity for the
substrate than gel, so the contact between water and substrate is more stable than the contact between
gel and substrate. Therefore, it is considered that the contribution of elastic resistance is small, and the
contribution of viscous resistance is large. For this reason, it is considered that the friction is low in
the low velocity range which tends to be affected by the elastic resistance, and the friction increases

as the viscous resistance increase with the velocity.

As shown in the section of adhesion test, the substrate witha 8~70° is the substrate in which the gel
and the substrate are in relatively stable contact. Therefore, it is expected that the contribution of elastic
resistance will be large. Also, since it is predicted that the lubricating area is small, the contribution of
viscous resistance by the water layer between the gel and the substrate is small. Elastic resistance
increases with the velocity but changes to decrease at a certain velocity, and viscous resistance does
not increase even if the velocity increases. Therefore, it is considered that the velocity dependence of

friction drew an upwardly convex curve.

It has been pointed out in the previous study®?, the friction behavior on the substrate of 6~110°
cannot be explained by the adsorption model anymore. Since the substrate is the most hydrophobic
among the substrates used in this study and the substrate contacts the gel more stable than water, it is
stable even with ununiform contact, and the surrounding water is lodged between the gel and the
substrate like a coin shape to make the wetting and dewetting domain. When shear was applied during
the rotational friction test, the water lodged between the interfaces caused forced wetting, and the
water spread on the interface to shift to lubrication, so it is conceived that the friction decreased as the
sliding velocity increased.

In this study, the friction behavior of Dimpled gel was also changed depend on the wettability of the
counter substrate and Dimpled series tended to show lower friction compared with Flat. Hereafter, we

consider the effects of surface dimples for each substrate.
First, we consider the friction behavior of Dimpled gel against the substrate with the contact angle to

water 6~110°.

Fig. 2-4 shows the velocity dependence of the friction stress of the gel. The friction stress of Flat, a
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flat-surface gel demolded from flat PDMS, decreased with increasing velocity, which is consistent
with the tendency reported in previous studies®?. Dimpled series showed lower friction stress over the
entire velocity range than Flat. In the velocity region of 10™* to 10=3 m/s, the friction stress was
about half of that of Flat, independent of the surface dimple size. In the higher-velocity region, above
102 m/s, the friction stress reduced with an increase in the dimple size. Dimpled 90 demonstrated

lower friction than the other Dimpled series in the low-velocity region (< 1073 m/s).
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Fig. 2-4 Sliding velocity dependency of friction stress in gels with different surface geometries. The
contact angle of the counter substrate was 8~110°. Dimpled series showed lower friction than Flat

over a wide range of sliding velocities.

The low friction for Dimpled series could be attributed to their reduced contact area to the counter
substrate (effect (1)). The reduction in contact area could also lead to an increase in the contact pressure,
but it was reported that the normal pressure dependence of friction stress for PVA gels was small’,
and we have experimentally confirmed the dependence too, and the results are shown in Fig. 2-5 for

Flat gel.
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Fig. 2-5 Representative examples of normal pressure dependence of friction stress for Flat samples.
The friction stress, z, was expressed using the normal pressure, o, in the formula = ko* The constant
k and exponent « were determined from the load dependence of friction stress at different sliding

velocities.

As shown in Fig. 2-5, the exponent was less than 1 (0.5 < « < 0.8), so the friction reduction effect
would be larger when the gel/glass contact area was decreased. Therefore, to confirm the effect (1),
we normalized the friction stress by dividing it with the Ratio of flat region shown in Table 1-1 in
Chapter 1, and the result is shown in Fig. 2-6. This normalization was simply calculated from the
perspective of the surface design of hydrogels, and the normalized friction stress can be considered as
the friction force per contact area, assuming that all dimples are not in contact, and all flat parts are in

contact.
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Fig. 2-6 Sliding velocity dependency of friction stress divided by the Ratio of flat region (shown in
Table 1-1). The contact angle of the counter substrate was 8~110°. In the region with 10 to 10
m/s, the normalized values of Dimpled series were almost the same as that of Flat.

Following the previous work™, considering that the gel and substrate make partial macroscopic contact,
the friction stress t is expressed by the sum of the elastic resistance ., from the contact part and

the viscous resistance t;s, from the non-contact, lubrication part,

T = Tepa® + Tyis(1 — @) (Eq.2-4)
where ¢ is the macroscopic contact area ratio. Here, we assume that ¢ corresponds to the Ratio of
flat region.

Considering Newton’s law of viscosity, the friction stress derived from the viscous resistance Ty;g
can be estimated. Regarding the minimum dimple on the Dimpled surface, we assumed that the dimple
as the disc-like circular dimple with 10 um in depth for simplicity though the mean depth of the
minimum dimple shown in Table 1-1 is about 20 um and the dimple is hemispherical shape. The
viscous resistance is roughly t,;s = nv/h ~8.9 Pa, where 7 is the viscosity of water (0.89 mPa s at
25°C), v isthe sliding velocity at the perimeter (0.1 m/s) and h is the depth of the dimple (10 um).
At the sliding velocity v = 1 x 10~ m/s, the friction stress T was on the order of 10° Pa, and the
contribution of the viscous resistance t,;5~8.9 Pa is quite small. In lower sliding velocity region, ;s
is even smaller. Therefore, the contribution of the viscous resistance is negligible, and the elastic

resistance is dominant to determine the total friction stress 7. Also, the normalization of the friction
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stress by the Ratio of flat region (Fig. 2-6) is appropriate in that the viscous resistance can be ignored.

In the region with velocities below 1072 m/s, Flat and Dimpled series were almost identical, except
for Dimpled 90. This would indicate that the friction reduction of Dimpled series at a low-velocity
region is mainly due to reduced contact area.

Currently we do not have a clear explanation for the very low friction of Dimpled 90 at low velocity
region. The sum of the perimeter lengths of surface dimples were 2.41, 1.17, 0.843, and 0.237 m for
Dimpled 90, 190, 470, and 820, respectively. The perimeter, which is the origin of water invasion that
serves as a lubricant, was the largest for Dimpled 90. Therefore, the low friction stress of Dimpled 90
at a low-velocity region (Fig. 2-4 and Fig. 2-6) can be attributed to the micro-lubrication. Another
possible explanation is related to the initial contact process. When the gel is compressed during loading,
its surface undergoes lateral expansion, causing it to slide slightly along the counter body. Since
Dimpled 90 has the shortest pattern spacing, the relative displacement during this initial contact is the
largest among the samples. This may lead to the flat regions being wetted by water from the dimples,
which could contribute to the observed lower friction at low velocities.

The results of the friction reduction for all sizes of Dimpled in a wide range of sliding velocities
including low velocity (10 m/s) indicate that even small dimples did not become completely flat
under the normal pressure (11 kPa) and reduced the contact area. Therefore, the friction reduction
effect due to the reduction of contact area (effect (1)) is considered to have occurred for all the Dimpled

series.

In the high-velocity region, above 10~2 m/s, the normalized friction stress of the Dimpled series was
larger than that of Flat, except for Dimpled 820. This result suggests that the friction force of Flat is
reduced by lubrication, and if macroscopic lubrication is taken into consideration to determine the
friction force per contact area, the Ratio of flat region of Flat should not be calculated as unity. That
is, friction stress normalized by the Ratio of flat region for Flat is underestimated.

Therefore, we observed the sliding friction interface and calculated the Torque fraction ¢, which is
reduced by detaching from the glass substrate, as shown in Eq. 2-5. A part of the observation images
is shown in Fig. 2-7. It was observed that the perimeter of the Flat partially separated from the substrate
and was lubricated. In addition, water lubrication from dimples by effect (2) was expected to be
observed in Dimpled 470 and Dimpled 820, but all the flat region was in contact, indicating that no

observable thick lubrication layer was formed.
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Fig. 2-7 Contact images of the hydrogel with various surface concavities. The contact angle of the
counter substrate was @~110°. The surface pattern could be recognized for hydrogels only Dimpled
470 and Dimpled 820 due to the limitations of the resolution. The colored images in the upper row
were converted to the binary images in the lower row. Scale bar: 5 mm. The dashed line represents the

perimeter of the gel.

The density of the dimples in each image shown in Fig. 2-7 was almost the same in the upper and the
lower half, but the binary images in the lower row showed a lower density than the colored images in
the upper row. This might be because applying the same threshold to a single image in the image
binarization process, some dimples could not be recognized well as dimple due to the in-plane
brightness non-uniformity of the gel. Therefore, it is probable that the dimple density at the bottom of

the gel was reduced in the binary image.
The Torque fraction ¢ was calculated as follows, considering the contact position because the value

of the torque originating from near the rotating centre of the hydrogel is smaller than that from near

the perimeter.
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T,
_ Lcontact (Eq.2-5)
Ttheory

2m rR
Teontact = f f T 78,4 7drdf (Eq.2-6)
0 0

{ 8,=1 (in contact)
0,o=0 (not in contact)

In EQ. 2-5, Tineory IS the theoretical value of torque in the case where the hydrogel completely
contacts with the glass substrate, and T,,neace 1S the value calculated from Eq. 2-6, where 7 is the
friction force per unit area, shown in Eq. 2-1 and Eq. 2-2, using the picture under sliding. In Eq. 2-6,
(r,«) is the spherical coordinate in the picture, and the rotational center is the origin of the spherical
coordinate. Furthermore, d,, is 1 when the hydrogel is in contact with the substrate at the coordinate
(r, a), and J,, is 0 when it is not in contact. Due to the resolution limitations of the optical system
used herein, the surface geometry could only be observed for Dimpled 470 and 820.

As shown in Fig. 2-8, the Ratio of flat region of Flat was set to unity in Fig. 2-6, but the ¢ of Flat
measured from images of the contact at the friction interface was less than unity. Moreover, the ¢ of
Flat was almost constant with velocity and slightly decreased at 101 m/s. On the other hand, for the
Dimpled series, ¢ was approximately 0.6, almost the same value as the Ratio of flat region, and was
nearly constant with sliding velocity.
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Fig. 2-8 Sliding velocity dependency of Torque fraction, ¢, taking in account to considering the
distance between the contact position and the rotation center. The contact angle of the counter substrate
was 6~110°. For hydrogels, Dimpled 90 and Dimpled 190, the surface patterns could not be
observed because of the resolution limitations of the optical system.
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Here, we consider the friction stress of gels by two factors; the elastic resistance at the contact part
and the viscous resistance of the lubricants as shown in Eq. 2-4. Fig. 2-9 shows the result that Dimpled
820 and Dimpled 470 have smaller 7 /¢ compared with Flat, using the Torque fraction ¢ considering
the observable lubricating region and dimples.
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Fig. 2-9 Sliding velocity dependency of friction stress divided by the Torque fraction ¢. The contact
angle of the counter substrate was @~110°. The normalized value for Dimpled series was lower than
that of Flat, indicating micro-lubrication by the water trapped in dimples on the surface of Dimpled

series.

Since the viscous resistance t,;; has small contribution to sliding friction in particularly lower
velocity region, the difference of t/¢ between Flat and Dimpled mainly depends on the difference
of the true contact area where generate the elastic resistance.

In this study, we tried the normalization by two means; one was the Ratio of flat region obtained from
the surface observation by an optical microscope (Fig. 2-6), and the other was Torque fraction, which
took into consideration the distance between the contact position and the rotational center obtained
from in situ interface observation under sliding motion (Fig. 2-9). There was a conflict between the
two normalizations; the former could normalize the friction stress of Dimpled gel in the low to medium
velocity regions, on the other hand, the latter could not normalize it even in the low to medium velocity
regions, and the value for Dimpled gel was lower than that of Flat gel in all the velocity.

Although both normalizations took into account the factor of "decreased friction due to reduced

gel/glass contact area”, they cannot take into account the factor of “increase in friction due to higher
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in local contact pressure due to decrease in contact area”. Neither can be normalized accurately, as
there was no second factor. The effect of reducing the friction was considered to be large when the
contact area was reduced since the pressure dependence of friction (z ~o*) was small (0<1), as shown
in Fig. 2-5. The first normalization, by "Ratio of flat region," is determined by the surface design as
stated earlier and is useful for verifying the effect of simple friction reduction from the surface design.
However, it is assumed that the gel surface was in full contact with the substrate, and in particular, the
value for Flat gel was assumed to be 1, without taking into account the true contact state at all.
Therefore, the normalized values for Dimpled were almost the same with that for Flat in Fig. 2-6, but
the result would have been a coincidence and the friction reduction was caused not only by the contact
area reduction. In contrast, the second normalization using "Torque fraction" reflects the actual contact
state during friction unless there is a thin water layer that cannot be captured by the camera. It does
not require the assumption of full contact and is a normalization that can be used regardless of the
presence or absence of dimples on the surface. Because it reflects the actual contact state and measures
friction in a rotating system, it is thought to allow for more accurate verification in that it takes into
account the distance from the center of the contact position. We therefore tried to see if we could
actually capture the frictional behavior using in situ observation images, but it did not work very well
at now.

To consider the effect of the increase in the contact pressure on the friction of Dimpled gel, we
developed a model incorporating the pressure dependence of friction based on the friction of Flat gel.
As shown in Fig. 2-5, the friction stress, 7, follows a power-law relationship with contact pressure, o,
which can be expressed as T = kg%, so we experimentally obtained the coefficient £ and the exponent
o at each sliding velocity. The inclusion of this pressure dependence allows us to account for the
altered load distribution caused by surface structure.

By incorporating the effects, the friction stress for dimpled hydrogels is formulated as Eq. 2-7.

compie = (Z22) ¢ (Eq.2-7)

where ¢ represents the Ratio of flat region, and op,; denote the normal pressure for Flat sample,
respectively. The predictions of the model are shown in Fig. 2-10, where the experimental friction

data for Dimpled and Flat are compared with the calculated values in Eq. 2-7.
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Fig. 2-10 Sliding velocity dependence of friction stress; a comparison of the experimental data (round
marker) and the model (line), which considers the reduction in contact area and the increase in contact

pressure.

Although the model in Fig. 2-10 successfully captures key trends in the friction behavior of Dimpled
hydrogels, there remain discrepancies between the predicted and experimental values. One possible
explanation for the lower experimental values than the predicted values may be the presence of
unobservable water layer supplied from the surface dimples. The elastic resistance per true contact
area T, should be equal for Flat and Dimpled, therefore, the thin lubricating layer that exceeds the
observation limit that might occur in Dimpled 820 and Dimpled 470 has a wider in lubrication area
than that for Flat in Fig. 2-7. The wider the lubricating layer, the smaller the true contact area, so the
elastic resistance is smaller. Flat should also have an unobservable thin lubrication layer partially, but
it should be smaller and/or thinner than that of Dimpled. If we could capture this unobservable
lubrication layer by camera with higher magnification or shallower depth of field, the normalization

and the modeling by Eq. 2-7 would go well.

In the higher velocity region, it gets more complicated because the viscous resistance of the lubricant
Tyis INCreases in proportion to the velocity, however, since Dimpled is considered to have a wider
lubrication layer in the low-velocity region and 7/¢ of Dimpled is still lower than that of Flat in
higher velocity region in Fig. 2-9, it is reasonable to assume that Dimpled has a wider and/or thicker
unobservable lubricating layer even at higher velocity. These results are not direct evidence but
suggest the lubrication by the water supplied from the dimples (effect (2)).

To confirm the lubrication due to water in surface dimples (effect (2)) supported by the above results,
we observed the interface dynamics of Dimpled series using a high-speed camera in 1000 frames per

second and a higher magnification lens with a shallow depth of field. A part of the obtained images is
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shown in Fig. 2-11, and the movies are available in the Supporting Information (Videos S1 and S2).
The observation system was the same, except for the camera and lens, and the dark part is the area

where the gel and glass were not in contact, and a water film existed.

Fig. 2-11 Image of the interface between Dimpled 820 and the glass substrate at sliding velocity (a) v
=1x102m/s, and (b) (c) v = 1x10"t m/s. The image, (c) was taken 1.2 seconds later of (b). The contact
angle of the counter substrate was 8~110°. The white area is where the gel and the glass substrate
are in contact and the black area is where the gel and the glass substrate are not in contact and water
exists. In (a), the blue arrow indicates the sliding direction, and water was trapped in the dimples at
the surface. When sliding velocity was changed from v = 1x102 m/s, (a), to v = 1x10"* m/s, (b), trapped
water started to be provided to the interface, leaving a trajectory of rotational motion, and in (c), more

water existed and covered the interface. Scale bar: 2 mm.

At 1072 m/s, no water invasion from the dimples to the flat area could be observed, the dark area
showed round shape, which means that water was completely trapped in the dimples. Whereasat 10~1
m/s, water invaded the interface of the flat area, leaving a trajectory of rotational motion. Water filled
the contact regions between dimples within a few seconds, forming a thin lubricating layer, except for
the area near the center of the gel where the rotating velocity was low (Video S2). Therefore, we
confirmed that the water in the dimples was supplied to the contact interface, and the lubrication of
the flat part was promoted, confirming the effect (2) in high-velocity region. At present, it is not clear
that the effect (2) works for the Dimpled series which have smaller dimples on their surface because
the observation could not be performed for them due to the low magnification. Besides, to reiterate, it
might be possible to observe the micro-lubrication behavior in the low-velocity region if we could use
an optical system with higher magnification and shallower depth of field and explain the exact reason
why the values of 7/¢ for Dimpled were lower than that for Flat, but this is future topics of discussion.
However, it can be easily predicted that an unobservable lubrication layer is formed by water invasion
from the dimples even under more harsh conditions, such as a lower velocity and a higher load than
those of this study. Therefore, a very thin lubrication layer, which could not be observed in this system,
is produced, which may contribute to the fact that the 7/¢ of Dimpled is lower than that of Flat in a

low-velocity region (<1072 m/s).
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Though we developed a model incorporating the pressure dependence of friction in Eq. 2-7, the friction
stress could not be explained by two factors: the reduction in gel/glass contact area and the increase in
the contact pressure. To further analyze the friction behavior of Dimpled hydrogels, we modified a
model adding the effect, the reduction in contact area due to water release from dimples, as confirmed
by in situ observation by high-speed camera in Fig. 2-11.

The first effect, pressure dependence, is the same with the model in Eq. 2-7. The second effect

considers the influence of water released from dimples, as observed in Fig. 2-11, which contributes

to a further reduction in the contact area, AAgynamic- This effect is modeled as

AAdynamic =k’ Vdimple (Eq. 2-8)

By incorporating these two effects, the friction stress for dimpled hydrogels is formulated as

OFla @ k/ Vim e
TDimple=k< l:;)t) <¢_%> (Eq-z'g)

where Viimple means the total volume of all dimples on the hydrogel surface, which was calculated
from the relation of diameter and depth obtained from the surface observation by optical and laser
microscopes, and the values were 5.3 X 10°, 3.0 x 10°, 3.5 x 101°, 4.7 x 10'° pum? for Dimpled
90, 190, 470 and 820, respectively.

We estimated k” based on the high-speed camera observations in Fig. 2-11, where water release from
dimples was analyzed. Based on these observations, we determined that setting ” = 10° results ina 10
pm-thick lubricating layer for Dimpled 820, covering approximately 75% of the interface. This
estimation corresponds to approximately 10% of the dimple volume of Dimpled 820 being supplied
to the contact interface, which appears to be a reasonable assumption.

The predictions of the model are shown in Fig. 2-12, where the experimental friction data for Dimpled

and Flat are compared with the calculated values.
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Fig. 2-12 Sliding velocity dependence of friction stress; a comparison of the experimental data (round
marker) and the model (line), which takes into account the increase in contact pressure due to the

reduction in contact area, and the water supply from dimples.

Although the model in Eq. 2-7 successfully has been captured key trends in the friction behavior of
Dimpled hydrogels, the modified model in Eq. 2-9 has better captured, in particular, the friction for
Dimpled gel with larger dimples, Dimpled 470 and 820.

There remain discrepancies between the predicted and experimental values. The overestimation of
friction for Dimpled gel with smaller dimples suggests that additional effects, which are not explicitly
included in the model, play a role in determining the frictional response. One possible explanation is
geometric parameters such as dimple perimeter and pattern spacing. Future refinements should

consider these effects to improve the accuracy of the model.

The relationship between the average volume of dimples per unit area of Dimpled series and the
friction stress is shown in Fig. 2-13. V/A on the horizontal axis was calculated from the optical
microscope observation. The total volume of dimples in the entire observed area V was divided by
the entire observed area A. V/A was calculated as the average V /A for each of the four Dimpled

series.
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Fig. 2-13 Relationship between friction stress and the mean volume of dimple per unit area on the
surface of Dimpled series. The contact angle of the counter substrate was @~110°. The friction stress
decreases as the sliding velocity and mean volume of dimple increase.

The friction stress decreased with an increase in the volume of the dimples at higher velocities. Since
the dimple volume could be treated as the water volume retained in dimples, lubrication by water
invasion from the dimples is more likely to occur at higher velocities with larger dimples. The larger
the volume of the dimple per unit area, the less friction, but it is unclear what kind of function can be
fitted for their relations. Dimpled 820 with the largest dimple volume showed the lowest friction, but
we could not investigate whether gels with even larger dimples would have lower friction. Though we
cannot evaluate the contact state at the gel/glass interface with the present system, there are
possibilities that the effects of the reduction in the contact area (effect (1)) and microscopic lubrication
(effect (2)) have occurred. This is an issue that we should verify in the future.

The effect (3), which shows that water in dimples behaves like a thick lubricating layer and prevents
an increase in viscous resistance, is considered to occur reliably because the dimple’s shape does not
become flat even when a load is applied. However, since a hydrophobic glass substrate was used as
the counter substrate, the gel and glass easily formed a contact, and lubrication was relatively
difficult®>. PVA has relatively strong adhesion to the hydrophobic substrate, and the elastic resistance
is so high that the viscous resistance by the water in the dimples is negligible. Therefore, even if the
effect (3) occurs, it is not reflected in the friction force.

Next, we discuss the results of friction on the substrate with the contact angle of 8~70° shown in

Fig. 2-3 (b). As mentioned in the section of the adhesion test in Chapter 1, this substrate shows a
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medium degree of easiness of contact or drainage of water but strongly adsorb with the gel because
the surface energy of the substrate is relatively similar to that of the gel. The work of adhesion, Wagn
was the highest on this substrate compared with the other substrates (Fig. 1-16). Therefore, it is
considered that the elastic resistance dominates the friction on this substrate. As shown in adsorption
model, the elastic resistance increases with the sliding velocity and shows the maximum value at a

certain velocity, then decreases with the velocity.

Dimpled series tended to show lower friction stress compared with Flat within the sliding velocity
range of low to medium (~10~2 m/s), however, their friction stress did not largely decrease and were
comparable with Flat at high-velocity region, though this velocity region was considered to the

lubrication regime.

For this substrate, the characteristic velocity at which the friction stress reaches its maximum peak
appears to be different between flat and dimpled. In Chapter 1, we have already shown that the work
of adhesion of the Dimpled gel is smaller than that of the Flat gel. In a previous paper®’ describing
this characteristic velocity vy, it was shown that this velocity varies depending on the lifetime of
adsorption m, time for a desurbed porymer to be re-adsorbed on the surface z, adsorption energy per
polymer chain Fgs, elastic energy due to stretching of the adsorbing chain Fe, absolute temperature in
energy unit T, and radius of the polymer blob of the gel surface Rt, and is expressed by the following

equations.

-1 -1

Fads - Fel]
Tp ———

exp [— T

ve = Re/Tf (Eq.2-11)
Regardless of the surface geometry, all the gels used here are made of PVA, so if we assume that m,
Fel, and Ry are the same and that the Fags varies depending on Wagh, We can estimate the characteristic
velocity v, which is lower for smaller Waan. In the case of the Dimpled gel, the local contact pressure
increases, which may result in more water being drained from the interface and stronger gel/glass
contact, and also in an apparent increase in =,. However, even if 7, increases, vs still decreases.
Therefore, it is considered that the friction behavior of the Dimpled gel cannot be discussed based on
the change in the peak position within the framework of the adsorption model which describes the
friction of hydrogels from a perspective considering the thermal agitation of molecule. Actually, it
was stated that the adsorption model might not be valid for the substrate which shows strong adhesion
with gels®. Considering the classical Stribeck curve!®%72 identifying boundary, mixed,

elastohydrodynamic, and hydrodynamic lubrication regimes, which was experimentally derived from
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the friction characteristics of plain bearings, the higher contact pressure means the friction property is
explained by the boundary lubrication. Therefore, on this adgesive substrate, the friction of PVA gel

was high and the macroscopic contact state should affect the friction.

As shown in Fig. 2-14, the friction stress normalized by Ratio of flat region that is the ratio of the flat
area except for the dimple area to the whole upper surface of Dimpled series was almost identical in
low to medium velocity region (~4 x 1073 m/s), but could not be normalized, and particularly the
values of Dimpled series were higher than that of Flat gel in high-velocity region. Since the contact
pressure between the flat part of Dimpled surface and the substrate is higher than that of Flat gel and
Dimpled contacts with the substrate strongly, it is considered that Dimpled surface is difficult to make
a transition to the lubrication state even in the high-velocity region. Therefore, among the four effects
shown in introduction section, the effect of friction reduction due to the reduction in contact area is
considered to be cancelled out and the friction stress of Dimpled series was almost the same with that
of Flat.
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Fig. 2-14 Sliding velocity dependence of friction stress normalized by Ratio of flat region. The contact

angle of the substrate is 6~70°.
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Fig. 2-15 Sliding velocity dependence of (a) Torque fraction ¢ and (b) friction stress divided by
Torque fraction ¢. (c) The in situ observation images of each gel and their binarized images at certain
sliding velocity. The red dashed line means the perimeter of the gel. Scale bar: 5 mm. The contact
angle of the counter substrate was ~70°.

As with the case of the substrate with the contact angle of 6~110°, Torque fraction ¢ was analyzed

but the small size surface dimples on Dimpled 90 and Dimpled 190 could not be recognized after all,
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so the results for Flat gel, Dimpled 470 and Dimpled 820 are displayed in Fig. 2-15. From Fig. 2-15
(@), Torque fraction ¢ of Flat gel was less than 1 under the sliding condition, therefore it is clear that
the whole surface did not contact the substrate and the value massively decreased in the high-velocity
region. While on the contrary, Torque fraction of Dimpled series was almost constant even when the
velocity changed, and this indicated the stable contact with the substrate. From this result, it can be
said that Flat reached the lubrication state at the high-velocity region, but Dimpled was difficult to
form a water layer at the gel/glass interface and reach the lubrication state due to high local contact
pressure. In Fig. 2-15(b), the friction stress was normalized by the Torque fraction in low to medium
velocity region, but the values for Dimpled were higher than those for Flat in high-velocity region. As
shown in Chapter 1, this substrate strongly adheres to the gel, so it is considered that the elastic
resistance dominates the friction, and the friction stress was apparently normalized by the dynamic
contact area in the sliding test for low to medium velocity region, though the effect of the increase in
the contact pressure was not considered. Compared with Fig. 2-9, the difference in the values of 7/¢
between Flat and Dimpled was small in Fig. 2-15(b). This might be because PVA gel contacts this
substrate most strongly and stably, so an unobservable water layer was difficult to form, unlike the
substrate with the contact angle &~ 110°, and the real contact state was reflected to the Torque fraction
@. Then, in the high-velocity region where the contribution of the viscous resistance increase, the
friction stress for Dimpled was not normalized by Torque fraction because Flat gel reached the
lubrication state. The decrease in friction stress of Flat gel was larger than Dimpled gel, and this
behavior might correspond to the mixed lubrication regime in Stribeck curve. Because of the higher
contact pressure for Dimpled gel than Flat gel, Dimpled gel was difficult to reach the same lubrication
state as Flat and still in the boundary lubrication regime. Therefore, the friction stress for Dimpled gel

was higher than Flat gel in the high-velocity region.

Finally, we discuss the results on the substrate with the contact angle of 8 < 10° shown in Fig. 2-3(a).
This substrate is the most hydrophilic among the substrates used in this study, so the contact of the
substrate and the gel tends to be hindered by water. Also, as shown in the section of adhesion test, the
work of adhesion, Wagh, between the substrate and the gel was the smallest among the substrates used
in this study, this can make the contribution of the elastic resistance to the friction small and the friction

stress low within the sliding velocity region of low to medium, for both Flat and Dimpled gels.

It is expected that the friction stress proportionally increases with the sliding velocity because
lubrication is likely to occur on this substrate and the contribution of the elastic resistance is difficult
to obtain, also the viscous resistance dominates the friction. Actually, it is confirmed that the friction
stress of Flat gel increased with the velocity but that of Dimpled series did not increase in high velocity

region that is considered to correspond to the lubrication regime. The velocity dependence of the
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friction stress for Flat gel was smaller than that predicted by Newton's law of viscosity, even in the
high-velocity region where viscous resistance was considered to be dominant. This might be because
the friction measurement was performed in a rotating system, so there was a velocity gradient from
the rotational center of the gel to the outer periphery, and the lubricating layer at the interface had an
uneven thickness. For Dimpled gel, since water in the dimples was predicted to behave as a thick water
layer (effect (3)), the formation of the uniformly thin and wide lubrication layer was hindered and the
contribution of the viscous resistance, t;s, to the friction hardly arose. In addition, the contribution
of the elastic resistance, t.,, though the contribution would be small, to the friction decreases with
the sliding velocity in the high-velocity region, so the total friction was considered to decrease.
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Fig. 2-16 Sliding velocity dependence of friction stress divided by Ratio of flat region. The contact

angle of the counter substrate was <10°.

As presented in Fig. 2-16, although the effect of the reduction in contact area was considered in high-
velocity region, the friction for Dimpled series was lower than that of Flat. Therefore, it is clear that
the decrease of the friction of Dimpled gels is attributed to the effect except for the contact area and it
is expected that there is the lubricating effect by water trapped in dimples. As seen in chapter 1, the
work of adhesion for this substrate was lower than other substrates, so it was considered that the
interface was easily transferred to the lubricating state. In particular, Dimpled gels, which can retain
water on their surface are considered to provide water as a lubricant into the interface in high-velocity
region and a thicker lubricating water layer was formed compared with Flat gel, so the friction of

Dimpled gels drastically decreased.
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Fig. 2-17 The contact images of the gel and the substrate with the contact angle of <10° under sliding
at certain velocity. The colored images in upper row were converted to the binarized images in the

lower row.

Although the image analysis of that obtained by in situ observation was tried even for the test with
this substrate with the contact angle of 8 < 10° similarly with other substrates with different contact
angle (shown in Fig. 2-17), the contrast of the contact area and non-contact area was unclear compared
with others, so the analysis was impossible. Intrinsically, the contact region should be seen as white
or bright, but the brightness of the area was low and this may be because a thin water layer was existed
between the gel and the substrate. In addition, there is a possibility that the difference in the brightness

could reflect the contact strength of the gel and the substrate, however, this is not clear at present.
2-4 Conclusion

The sliding friction of PVA gels with hemispherical surface dimples of 100-1000 um in diameter
against three kinds of glass substrates was measured in water. We evaluated the influence of the

surface wettability of the counter substrates used for the friction test of the gels. The friction behavior

of gels, both Flat and Dimpled gels, changed depending on the surface wettability of the counter
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substrate in the friction test, and especially the behavior of Flat gel was consistent with the previous
study®.

In this study, we confirmed that the friction behavior of the gels with surface dimples was also
changer depend on the substrate wettability. In particular, there were trends that Dimpled gel, which
has numerous dimples on their surface, showed the lower friction stress than Flat gel. The effects of

surface dimples on Dimpled gels were different against three kinds of the substrate.

First, on the substrate with the contact angle of 8~110° (FDTS-glass), in a wide range of sliding
velocity from 10~* to 10~ m/s, all the investigated Dimpled series exhibited friction reduction
effect, which was basically attributed to the contact area reduction due to the surface dimples denoted
as the effect (1). In the high velocity region, Dimpled 820 with the largest dimple exhibited lower
friction than the other Dimpled series, and the lubrication effect of the water from the dimples, denoted
as the effect (2), was directly observed by the high-speed camera.

Since water in surface dimples behaves like a thick lubricating layer, it was predicted that the viscous
resistance is lowered by preventing the formation of a thin lubricating layer. Although the simple
estimation showed that the viscous resistance is small, however, this effect, denoted as the effect (3)
was not investigated as a friction behavior. This is because the friction originated from the elastic

resistance in this system using PVA gel and hydrophobic glass is relatively high.

Next, on the substrate with the contact angle of 6~70° (HMDS-glass), the work of adhesion between
the substrate and the gel was the largest among the substrates used in this study as shown in Chapter
1, so the elastic contribution would be dominant to the friction of gels. Different from the FDTS-glass
substrate, the friction stress of Dimpled gel decreased mainly due to the reduction in gel/glass contact
area, but the friction reduction effect of Dimpled gels was not obtained on this substrate in high-
velocity region. This is considered to be attributed to cancelling out the effect of the reduction in
contact area by high elastic resistance due to strong work of adhesion at the gel/glass interface and

difficulty in transferring to the lubricating state because of the higher contact pressure than Flat gel.

Finally, regarding on the substrate with the contact angle of 6 < 10°, this substrate is the most
hydrophilic, so it is considered that water between the gel and the substrate is not fully drained and
the contribution of the viscous resistance to the friction was large. The friction of Flat increased with
the sliding velocity following the Newton’s law of viscosity, however, the friction of Dimpled
drastically decreased in high velocity region. It is considered to be caused because the contribution of
the elastic resistance derived from the elongation of the polymers on the surface of the gel was almost
not obtained and also the contribution of the viscous resistance was small because the thin water

lubricating layer could not be formed at the interface and also water trapped in surface dimples
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behaved like as a thick lubricating layer.

In this study, hemispherical dimples of various sizes were imparted on the surface of gels using the
droplet replication method?%3 without any special equipment. While dimples in metals are primarily
used to enhance lubrication by supplying lubricants?*%8 in hydrogels, our study confirmed an
additional friction reduction effect due to the decrease in true contact area. This phenomenon arises
because the true contact area of the hydrogel does not scale directly with the applied load, resulting in
a nonlinear relationship between friction force and load. Due to the effect of surface dimples, the
friction of the gel could be lowered while maintaining the bulk properties, such as water content,
elastic modulus, and biocompatibility. This method can be combined with other friction-reduction
techniques, such as adding a highly viscous polymer to the lubricant®, lowering the surface polymer

concentration®74, or introducing graft chains to the surface'”1°,

We believe that the results shown in this study are useful for understanding the friction mechanism of
biological joints. Since the hydrogel used in this study exhibits key mechanical and lubrication
characteristics similar to cartilage, it is reasonable to consider its frictional behavior within the
framework of cartilage friction models. Like cartilage, hydrogels are water-swollen, deformable
polymer networks that redistribute fluid under load, making them a relevant analog for studying
lubrication mechanisms in soft biological tissues.

Additionally, our sliding velocity range (10 to 101 m/s) encompasses the range observed in cartilage
lubrication (10 to 102 m/s)%%.75, Although the elastic modulus (100 kPa) of the hydrogel is lower than
that of cartilage (1 to 10 MPa), the ratio of applied pressure to elastic modulus (¢/E) is comparable,
suggesting similar surface shear deformation behavior.

While traditional cartilage friction models primarily focus on the biphasic nature of cartilage and
fluid pressurization effects, they do not explicitly consider the role of surface geometry. In this study,
we investigated the effect of surface dimples on hydrogel friction and found that the presence of
dimples reduces friction through contact area reduction and water retention mechanisms. These
findings suggest that surface topography can play an essential role in soft tissue lubrication and may
complement existing cartilage friction models.

To further evaluate the relevance of these findings in biological cartilage lubrication, future studies
should employ hydrogel-hydrogel friction systems instead of glass, as compliant contacts more closely
mimic the tribological environment of articular cartilage. Additionally, incorporating synovial fluid
components, such as hyaluronic acid and lubricin, would allow for a more physiologically relevant
comparison with recent cartilage lubrication models. These steps will help establish whether surface
dimples contribute to friction reduction in biological joints and improve our understanding of the role

of cartilage surface morphology in lubrication.

57



However, ther remains some issues to consider, so we would like to study on the following as
prospects for this research.

In this study, a roughly controlled hemispherical dimple shape was imparted to the gel surface by
transferring the shape of a water droplet, and this changed the surface properties such as contact,
adhesion, friction, and wear, and a particularly low-friction surface was obtained, but it has not been
clarified what parameters of the dimple shape contribute to low friction. If this could be clarified,
important knowledge would be gained in the surface design of low-friction gels. Possible parameters
include the diameter, depth, perimeter, density, and distribution of the dimple shape. Therefore, in the
future study, we would like to create gels using a mold in which these parameters are more controlled
and conduct friction tests to understand the role they play.

In addition, by imparting the gel a dimpled shape, we expected that "the water trapped in the dimples
would behave as a thick lubricating layer, preventing the formation of a thin and/or wide lubricating
layer at the gel/glass interface," but we have not yet been able to verify the authenticity of this effect.
We concluded that the decrease in friction of the Dimpled gel compared to the friction of the Flat was
due to the reduction in contact area and interfacial lubrication. However, the effect of the dimples on
the interfacial lubricating layer has not been clarified. To verify this effect, for example, by observing
the interface using an observation system with a higher magnification and a shallower depth of field,
or by changing the viscosity of the lubricant, we should be able to obtain more information about the

lubricating layer and verify the effect of the dimpled shape.
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Chapter 3 Effect of elasticity of hydrogel on the surface property

3-1 Introduction

Hydrogels are already being used as soft contact lenses, cell culture scaffolds, wound dressings,
etc.517677 and are expected to be applied to biomaterials such as artificial joint cartilage. In the
examples where they are already being used, high mechanical strength of the gel is not required, but
knee joints and hip joints are subjected to loads several times the body weight and are subject to
repeated friction, so a high elastic modulus on the order of MPa®* and mechanical strength are required.
If the elastic modulus of the gel changes, it is thought that the polymer density of the surface and the
shear deformation rate will change, and therefore it is predicted that the surface properties will be

affected by the elastic modulus.

In this chapter, the influence of the elastic modulus of PVA gel with surface dimples on its adhesion
or friction property was investigated. As shown in Chapter 1 and Chapter 2, it was obvious that the
dimple structure on the gel surface has influences on adhesion and friction behaviour, and especially
it showed a friction reduction effect. The effect of the reduction in the contact area is considered to be
maintained even when the elastic modulus of the gel is changed. Particularly in the high velocity region,
it was confirmed that water trapped in dimples was provided to the gel/glass interface and the friction
of the gel decreased because water contributed as a lubricant. Regarding this effect, because the lower
the elastic modulus, the larger the shear deformation, the surface dimple structure easily deforms and
water in dimples is expelled into the interface, then it is predicted that the predominant friction

reduction effect is achieved.

As methods to change the elastic modulus of the PVA gel, the variation of the solution concentration
or the solvent mixture composition’®7, the introduction of the chemical crosslinking point, the
preparation of the interpenetrating network (IPN) gel composed of PVA and the other polymer6:8,

the repeating Freeze-Thawing (FT) method®38182 and the dry-anneal method** are considered.

For performing the measurement of the surface property after the gel preparation, there are some issues
when changing the modulus of gels; for example, to maintain the planarity of the gel, not to be
disappeared the surface dimple structure of the gel, to be able to obtain the uniform properties in the

whole gel, and to be able to control the water content or elastic modulus in a reproducible manner.

The moduli of the gels used in Chapter 1 and Chapter 2 were estimated at about 100 kPa from the
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compression test. In our previous study, the elastic modulus of the gel could be raised up to about 200
kPa by using the repeating FT method, however, water froze on the gel surface and the trace was
formed, so this method is inadequate to prepare the samples for the investigation of the effects of the
surface dimple structure. Also, the elastic modulus was changed by varying the composition of the
solvent, but especially in the case where only deionized water or dimethyl Isulfoxide was used, the
prepared gel was quite soft and brittle, it was difficult to handle. Therefore, the gel with the low
modulus was prepared by changing the solution concentration and that with the high modulus was

prepared by applying the dry-anneal method, respectively in this study.

In the dry-anneal method, the polymers in the gel are brought close to each other in the process of
drying, and the polymers move flexibly by the annealing treatment to form new physical cross-linking
points, thereby increasing the elastic modulus. It has been reported that a gel having the fracture energy
and elastic modulus comparable to that of living cartilage was produced by using this method. From
the viewpoint of understanding the friction mechanism of living joints, it is desirable to verify the
effect of the surface structure using a gel with mechanical properties equivalent to those of living

cartilage.

3-2 Materials and Methods

3-2-1 Materials

2-propanol was purchased from Wako Chem. Ind., and was used without any purification. Other

chemicals for gel preparation are the same with the ones stated in Chapter 1.

3-2-2 Preparation of Poly(vinyl alcohol) gels with different elasticities

Three kinds of PVA gel with different elastic modulus were prepared in this work.

Two types of PVA solutions with 5 or 10 wt% concentration using DMSO/H>O(= 3:1 w/w) mixed
solvent were prepared. The preparation method was the same shown in Chapter 1, section 1-2-3. These
solutions were poured into the home-made reaction cell, then were quenched at -40°C for 16 hours
for gelation. After producing the gel from the cell, it was soaked in a large amount of deionized water,

and the solvent in it was exchanged from the mixed solvent to deionized water.

The dry-anneal method was applied to one of the PVA gel made from the 10 wt% solution so as to
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prepare the gel with high elasticity. To prevent the gel from being curved in the drying process, the
gel was dried by exchanging the solvent®® as shown in Fig. 3-1. First, the gel was soaked in 60 wt%
2-propanol aqueous solution for 3 days, then 85 wt% 2-propanol aqueous solution for 3 days, 100%
2-propanol for 3 days at last. This process made the gel dehydrated and dried. The dried gel was put
onto the glass piece and annealed at 80°C for 3 hours then 120°C for 1 hour. After the treatment, the

gel was soaked in a large amount of water again and swelled.

~ > & > £ >

3 days 3 days 3 days
60 wt% 85 wt% 100 wt% annealing
2-propanol aq. 2-propanol aq. 2-propanol 80°C, 3h
—120°C, 1h

Fig. 3-1 Schematic of the dry-annealing process of the gel.

3-2-3 Measurement of Young’s modulus

Strain-controlled rheometer was used to determine the Young’s modulus E by measuring the shear
modulus G’. The gel cut into 15.70 mm in diameter and 2.70 mm in thickness was set onto the stage
of the rheometer after drying it with a laboratory wipe. The jig was contacted to the gel and the test
was started soon after the normal load (~3 N) was applied to the gel. The dynamic frequency sweep
test mode was conducted. As test conditions, the shear strain was fixed at 1.0% and the frequency was
swept from 1 to 100 s

The measured value is displayed in Table 3-1.

3-2-4 Measurement of Swelling ratio

The swelling ratio Q, equilibrium water content (EWC), and equilibrium polymer content (EPC) of

the gel was calculated by measuring the wight of the gel before and after drying it absolutely.
After weighting Wy, the weight of the gel in swollen state, the gel was put on the

polytetrafluoroethylene-plate and was dried by heating in the oven at 120°C for 2 hours. Then, Wy,
the weight of the gel in absolute dry, was weighted. Q, EWC and EPC were calculated by using the
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formula as shown below respectively (Eq. 3-1, Eq. 3-2, and Eq. 3-3).

Wsw

Q= (Eq. 3-1)
Wdry
W, — W,
EWC = —¥ ¥ (Eq.3-2)
Wsw
W,
EPC = —¥ = 1 — EWC (Eq.3-3)

sw

The measured values are displayed in Table 3-1. Here, only EPC is shown as a representative value in
Table 3-1.

Table 3-1 Preparation of PVA gels and its mechanical properties.

concepr:{téat?gr[;[wt%] Treatment MOYdCLLfSSg[fpa] EPC [%]
5 - 30 10.8
10 - 70 12.2
10 dry-anneal 230 221

3-2-5 Friction measurement

The friction of the gels with different elastic modulus was measured in the same way shown in chapter

2, section 2-2-3. The glass substrate with the contact angle of 8 < 10° was used as a counter substrate.

3-2-6 Adhesion test

The work of adhesion Wqgnh for the gels with different elasticity was measured in the same way as
shown in chapter 1, section 1-2-7.

3-3 Results and Discussion

3-3-1 Friction behavior
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The results for the friction measurement of PVA gels with different elasticity are shown below in Fig.
3-2.
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Fig. 3-3 Sliding velocity dependency of friction stress of PVA gels with different Young's moduli.

As shown in Fig. 3-3, in case that the gel which shows relatively low elastic modulus and is soft was
used, the friction stress of Dimpled was lower than that of Flat, and in case that the gel which shows
relatively high elastic modulus and is hard was used, the difference in the friction stress of Flat and
Dimpled was little.

First, the gels with low elastic modulus were featured. To investigate whether the friction stress is
normalized by the apparent contact area, the values, the friction stress was divided by the Ratio of flat

region, are displayed in Fig. 3-4.
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Fig. 3-4 Sliding velocity dependency of friction stress of PVA gels normalized by the Ratio of flat
region.

In Fig. 3-4, the friction stress of Flat and Dimpled was almost consistent with each other within the

sliding velocity up to about 1 x 1072 m/s. Therefore, the friction stress of Dimpled decreased
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reflecting the macroscopic reduction in contact area. However, the decrease of the friction stress of

Dimpled in high velocity region could not be explained even though excluding the effect of the contact

area by normalization.
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Fig. 3-5 Relation of friction stress and mean volume of dimple per unit area, V/A.

As shown in Fig. 3-5, it is clear that the high-velocity region showed almost the same friction stress
for each sample, regardless of the contact angle of the counter substrate. This indicates that the
hydrodynamic lubrication determined the friction in this velocity region. In addition, the larger the
average volume of the dimple shape per unit area, the lower the friction, suggesting that the water
trapped in the dimples was supplied to the interface and behaved as a lubricant. In particular, in the
case of the Dimpled used in this study, in interface observation using a high-speed camera, it was
confirmed that the water that was trapped in the dimples up to the medium-velocity region came out
to the interface when it moved to the high-velocity region (Chapter 2). Therefore, it is predicted that
the high-velocity region was also a lubricating region in Fig. 3-4, and it is considered that the

lubrication of the interface was promoted by the water trapped in the dimples, which reduced friction.

On the other hand, focusing on the gel with high elasticity, the friction stress of Dimpled did not
decrease compared with Flat gel and this trend was not consistent with others. As shown in chapter 1,
the local contact pressure of Dimpled gel was higher than that of Flat gel, so the friction reduction
effect due to the reduction in contact area by the surface dimples could not be appeared and showed
the higher friction stress. In addition, the surface dimple geometry was difficult to deform because of
high elasticity, which did not lead water supply to the interface, then lubrication in high-velocity region
was not promoted. In this study, the most hydrophilic substrate was used and the same normal load

was applied to the gel regardless the elasticity of the gel, it is considered that the gel was difficult to
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be sheared compared with the gel with low elasticity. For that, the difference of friction between Flat
and Dimpled gel might be clear even in the gel with high elasticity when we use the hydrophobic
substrate or apply a higher normal load. These measurements have not been conducted yet, and we

would like to clarify in the future.

3-3-2 Adhesion property

(a) T T (b) T T T
[} l‘.-l o
6 <10 [ m Flat E <10 [ M Flat
= Dimpled 820 3 K3 Dimpled 820
0.15 - J - c 015 - J
o
— -]
".:0 10 - S 010 -
2 5
= T 2 T
0.05 [ . 2005 I .
. < N
I 3 NN NN
|_=_| > NN NN
0.00 | L | == 0.00 | | NNNNT
30 70 230 30 70 230
Youngq' s Modulus [kPa] Young' s Modulus [kPa]

Fig. 3-6 Work of adhesion of PVA gels with different Young's modulus.

In Fig. 3-6, the gel with Young’s modulus E = 70 kPa showed the largest Waan. Regardless of the
elastic moduli of the gels, a prescribed value was loaded to the gels, and the jig was drawn up at
a steady rate in this measurement. This might have led the gel with the high modulus (230 kPa)
to incomplete contact with the substrate glass when the prescribed load was applied and a part
of the gel surface to be not in contact because of the geometrical distortion when the load was
removed to O N, then to show a low Wgnh. On the other hand, the gel with the low modulus (30
kPa) showed quite low Wagn. The normal strain due to the compression was the largest among
the three samples, so it took a long time to completely peel off from the counter substrate. Water
penetrated the interface during that time and weakened the adhesion, and the polymer chains
on the gel surface were detached from the substrate due to their thermal motion, so it is

considered not to contribute to adhesion.
In addition, the Dimpled showed a low Wian compared to the Flat. One reason for this is

considered to be the reduction in the contact area due to the surface dimples, but another factor

is thought to exist because the Waqh value is still small even when normalized by the Ratio of flat
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region. For example, water trapped in the dimples promotes interfacial peeling. For gels with
low elasticity, no significant difference was observed between Flat and Dimpled; in fact, when
normalized, Dimpled showed a higher value. It is possible that because the gel was soft, the
shape of the dimples on the surface was deformed by compression, increasing the contact area.

In addition, the deformation of the dimples may have had an effect like a suction cup.

3-4 Conclusions

This study investigated the friction and adhesion properties of three kinds of PVA gels with different
elastic moduli.

The elastic modulus could be varied from about 30 to 230 kPa by changing the concentration of PVA
solution for gelation and applying the dry-anneal method.

Flat, the gel with the flat surface, and Dimpled 820, the gel with the dimple structure on its surface,
were prepared and their surface properties were researched. As a result of the friction measurement,
the friction reduction effect of the surface dimples was obvious for especially the gel with low elastic
modulus but not for the gel with high modulus.

This might be because the surface of the gel with low elastic modulus easily deforms and the gel/glass
interface is lubricated with water trapped in dimples expelled due to the surface deformation under
shear motion. Note that, the most hydrophilic glass substrate, which the gel is relatively difficult to
contact strongly, was used and the measurement was conducted by applying low normal pressure to
the gel compared with the elastic modulus of the gel in this system, so there is a possibility that the
shear was inadequate for the surface of the gel with high elastic modulus and the effect of the surface
dimples was not obtained. For this reason, we should re-evaluate the friction property using the
hydrophobic substrate with a high contact angle to water or applying high normal pressure to the gel
in the future study.

Also, the work of adhesion of the gels with different elasticities to the hydrophilic glass substrate were
evaluated. The gel with elastic modulus E = 70 kPa showed the highest work of adhesion among the
three gel samples with different moduli. Furthermore, the effect of the surface dimple was seen
especially in gels with a high elastic modulus, and the Wqgn of the gel with surface dimple was lower
than that of the Flat gel. One possible reason for this is that with low elastic modulus gels, the contact
area increased by compression due to their softness, but with high elastic modulus gels, the small

contact area was maintained. However, in this test, the same load was applied regardless of the elastic
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modulus of the gel, and the jig was pulled up at the same rate, but it is possible that different results
would be obtained by uniforming the normal strain of the gel or the time until unloading. Therefore,
we would like to conduct another examination, including the measurement conditions, and

systematically discuss the effects of the gel's elastic modulus and surface geometry.
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Chapter 4 Wear Evaluation of Poly(vinyl alcohol) Hydrogel by UV Spectrometry
and Total Organic Carbon Measurement of Lubricant

4-1 Introduction

Hydrogel is a substance that has a three-dimensional polymer network structure swollen with water.
It has many features, such as high-water content, wide range of elastic modulus, permeability, and
stimuli-responsiveness. Therefore, hydrogels are applicable in biomaterials, and there are many
studies on the application of hydrogels as artificial joint cartilages?1316848  Biocompatibility,
mechanical properties, and durability are issues and evaluation points that must be considered in order
to apply hydrogels as biomaterials?5%’. For artificial cartilage, hydrogels must have the same level of

low friction and wear resistance as biological joints.

In the tribological studies of hydrogels, although there are many reports on the friction of gels, there
are few reports on the wear of gels. One of the reasons for this is that the evaluation methods used for
other solids, such as metals, are difficult to apply to hydrogels. The gel, which is in the equilibrium
swollen state, is worn by rubbing interaction, then it reaches a new equilibrium state by swelling when
it is stored in water, or drying when it is stored in air. Therefore, it is hard to maintain the worn state
of the gel. The measurement of weight change of the sample before and after the test, observation by
microscope, and surface roughness meter are used as the evaluation methods for the wear of gels®>%7,

however, each method cannot avoid the influences of swelling and drying.

As stated earlier, wear is often evaluated by observing its surface morphology; however, this method
cannot distinguish whether the wear scars on the gel are generated by releasing the wear particles into
the lubricant or by changing its surface shape. The wear particles in the lubricant obviously reflects
the loss amount of the materials, and they are the effective target for the wear evaluation particularly
in low wear conditions. The term "wear particle” is not precise for materials with networks such as
hydrogels. However, in this paper, regardless of the size of the particles released from the gel surface
due to wear, even if they are single strand, they will be referred to simply as “wear particles” for the
sake of simplicity. The wear amount can be estimated regardless of the size of the wear particles and

this will be described in detail in a later section.
To the best of our knowledge, research on the evaluation of gel wear using lubricants has not been

reported, and a new method for evaluating the concentration of wear particles in lubricants is required.

Herein, we attempt to evaluate the wear of gels using a lubricant that may contain wear particles
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instead of a worn gel sample. As the evaluation methods for the lubricant, spectrometric oil analysis
program (SOAP) method, ferrography and particle counter method are known to detect the metal
wear®-%, In addition, spectroanalysis such as UV-vis spectrometry and total organic carbon (TOC)
measurement are useful. The advantages of the latter two methods are the following: the relatively
short measurement time, recoverability, and the ability to measure with a small amount of lubricant
make it possible to detect even a small amount of the gel wear. It has been reported that inflammation
seems unlikely to occur with wear particles of PVA gel®, but with ultra-high molecular weight
polyethylene, which is commonly used in artificial articular cartilage, wear particle is the main source
of inflammation. In this study, we simply measured the wear of the PVA gel, but it would be beneficial
to measure the concentration of worn polymers from the gel in view of the medical application of other

gels.

In this study, we evaluated the wear of poly(vinyl alcohol) (PVA) gels. Because PVA gel is
biocompatible and has superior mechanical properties, it has been widely studied as a candidate for
artificial cartilage!®1%%2, PVA is fabricated industrially by saponification of poly(vinyl acetate);
however, the saponification process is not perfect, and hence, un-saponified parts remain®® (Scheme
1). It has been reported that the carbonyl group contained in these un-saponified parts has an
absorbance band around the wavelength of 280 nm®*%, Therefore, it is possible to detect PVA and
quantitatively evaluate its concentration or wear amount. Moreover, TOC measurement may be a key
method because the PVA polymer itself is composed of organic carbons. Here, we adopted two

methods to evaluate the wear of PVA gels, UV-vis spectrometry and TOC measurement.
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Scheme 1. Poly(vinyl alcohol) is obtained by saponification of poly(vinyl acetate). Poly(vinyl acetate)
remains partially in poly(vinyl alcohol) due to incomplete saponification. Degree of saponification:
>98.5 mol%.

We confirmed that the friction property of the PVA gel is drastically changed by its surface geometry°.
In particular, the gel with hemispherical surface dimples, showed lower friction compared with the gel
with a flat surface. The relationship between the friction of the gel and wear, however, is still unclear,

and the effects of the gel surface geometry on the wear properties are not well known.
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In this work, PVA gels were prepared and sliding tests were performed. Then, we studied whether it
was possible to evaluate the wear of gels by evaluating the lubricant that was obtained after the sliding
tests using UV-vis spectrometry and TOC measurement. First, the glass substrates with surface
roughness were used as a counter substrate for the sliding test of the gel to examine whether these
methods could evaluate the wear of gels. The rough substrate is considered to be suitable for the first
try because it is predicted that the hard glass surface asperity will cause abrasive wear that cuts the
soft gel surface and the wear particle will be surely generated and released into the lubricant.

Then, the hydrophobically treated flat glass was also used as a counter substrate and it is examined
these wear evaluation methods are appropriate even in the system that adhesive wear is predicted to
predominantly occur. In addition, the relationship between the surface geometry of gels and friction
or wear properties was studied using PVA gels that were given hemispherical dimples on their surfaces.
Furthermore, in bio-system such as our articular joints, soft tissues which resemble gel slide against
the other soft tissue, so the sliding test was conducted in the configuration of gel-on-gel and performed

its wear evaluation.

4-2 Materials and Methods

4-2-1 Materials

All the chemicals for the hydrogel and the substrate preparation are the same with what we have
already shown in Chapter 1, Section 1-2-1.

4-2-2 Hydrogel preparation

Physically crosslinked PVA hydrogels with hemispherical surface dimples were prepared using the
same method mentioned in Chapter 1, Section 1-2-3. PVA gel was prepared by the same conditions
regarding concentration, temperature, reaction time and PDMS template for imparting the surface
dimples on the gel surface. In this chapter, we used the gels, Flat and Dimpled 820 that the mean
dimple size was 820 £ 80 um in diameter and 390 £ 50 um in depth. The mean distance between the
dimples was 210 + 20 um and the area ratio of dimples was approximately 0.50. Comparatively, no
surface pattern shape was observed for Flat. Also, the modulus of the gel was 94.0 + 1.4 kPa, and the
equilibrium water content was about 86 wt%.

Only in this chapter, we abbreviate Dimpled 820 as Dimpled for simplicity.
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4-2-3 Sliding test

Friction and wear measurements were performed using a strain-controlled rheometer (ARES, TA
Instruments, Co.). The disc-shaped hydrogel, which was 15.70 mm in diameter and 2.70 mm in
thickness, was glued onto the stage of the rheometer using a cyanoacrylate instant adhesive agent (Toa
Gosei Co., Ltd.). To prevent the adhesive from seeping into the lubricating solution, the sample gels
were washed under running water for at least 5 minutes after gluing and immersed in large volumes
of water for at least 10 hours. The normal pressure, o, was set as an experimental parameter. Prior to
the friction and wear measurements, the normal strain was applied and gradually increased until the
normal stress reached a prescribed value. Although the normal load changes during the tests, the
primary normal stress g, was set to 28 kPa. After 10 minutes of preloading, the test was started in
step rate test (SRT) mode. For the first 5 seconds, the stage was rotated with angular velocity w=0.13
rad/s, then o was increased to w= 1.3 or 5.2 rad/s. The friction force, F, was calculated as F =
3T /2r, where T is the friction torque recorded during the measurement and r (= 7.85 mm) is the radius
of the apparent contact area®. The data acquisition rate was set to 350 points per measurement time,
600, 1800, 3600, 7200 seconds. The average friction stress, t, generated at the interface is qualified
as the friction force per unit area, T = F/mr?. Although the sliding velocity varies along the radial
direction in the parallel-plate geometry from 0 at the rotational centre to wr at the perimeter, we
adopted the sliding velocity v at the perimeter of the disc-shaped samples, v = wr, when indicating
the sliding velocity as a representative value. When »=0.13, 1.3, and 5.2 rad/s, v=0.001, 0.01, and
0.04 m/s respectively.

In this study, we conducted three types of friction and wear measurements: (1) Flat gel sliding against
glass substrates with different surface roughness (Fig. 4-1(a)), (2) Flat and Dimpled gels sliding
against the FDTS-treated flat glass substrate (Fig. 4-1(b)), and (3) gel sliding against gel (Fig. 4-1(c)).
A schematic of the measurement system is shown in Fig. 4-1.
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Fig. 4-1 Schematic of the system for the three types of sliding tests. (a) Flat gel sliding against the

rough glass substrates. (b) Flat or Dimpled gel sliding against the FDTS-treated flat glass substrate.

(c) Gel sliding against gel. All three types of measurements were performed in water.
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In measurement (1), Flat gel was slid against five kinds of glasses with different roughness. The
substrates were prepared by sandblasting soda glass plates (thickness, t = 3 mm) with different particle
sizes (Niki Token. Co. Itd), the ten-point average roughness, R; values were 53, 31, 18, 12, and 7.9

um, respectively. The surface images of the glass substrates are presented in Fig. 4-2. All rough glass

Fig. 4-2 Surface images of the glass substrates with different surface roughness, R,. The glasses were
treated by sandblasting. The R, values are (a) 53, (b) 31, (c) 18, (d) 12, (e) 7.9 um, respectively. Scale
bar: 200 um.

In measurement (2), two kinds of gels, Flat and Dimpled, were slid against the FDTS-treated glass
substrate. The preparation method of the substrate is the same as that mentioned in Chapter 1, section
1-2-4.

Measurement (3) was performed for three configurations: Flat-on-Flat, Dimpled-on-Flat, and
Dimpled-on-Dimpled. Both gels were cut into disc shapes, and each sample was glued onto the lower
stage or upper jig of the rheometer. The size of the lower gel was 24.80 mm in diameter and 2.70 mm

in thickness, and that of the upper gel was the same with the one in measurements (1) and (2).
4-2-4 Wear evaluation

4-2-4-1 Observation by optical microscope
An optical microscope (SZX-12, OLYMPUS) was used for the observation. To avoid the influence of
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swelling and drying of the gel, the sample surface was observed in air within approximately 10 minutes
after the sliding test.

4-2-4-2 UV spectrometry

After the sliding test, the lubricant (water in this work) was syringed, and the UV spectrum of the
lubricant was acquired using a UV-vis spectrometer (V-660 Spectrophotometer, JASCO), and PVA
was detected in the lubricant. Deionized water was used as the baseline. Prior to the measurement, the
lubricant was heated in a water bath at 80°C for 30 minutes to unlink the crosslinks of the wear
particles of the PVA gel, resulting in a uniform linear polymer solution of PVA (Fig. 4-3). This
procedure allows the determination of the amount of PVA in the lubricant independent of the size of
all wear particles released from the gel surface, regardless of whether they are micrometer-order gel

particles or single strands.

wear particle
lubricant

No

o O

gel syringe

Fig. 4-3 Lubricant that contains the wear particles of the PVA gel was syringed, then heated at 80°C
in a water bath to form the homogeneous solution of the linear polymer of PVA by unlinking the

crosslinks of the wear particles of the PVA gel.

To prepare a calibration curve, PVA powder was dissolved in deionized water to prepare solutions
with concentrations of 0.01, 0.025, 0.05, 0.1, 0.25, 0.5, and 1 wt%. It has been reported that the un-
saponified part of the PVA polymer have an absorption band near the wavelength of 280 nm?®+%,
Actually, the absorption band was confirmed in Fig. 4-4(a) for each PVA aqueous solution with
various concentrations. A calibration curve (Fig. 4-4(b)) was prepared using the value of absorbance
at the wavelength of 280 nm for each solution shown in Fig. 4-4(a). The linear proportional relation

between the absorbance and the PVA concentration was confirmed.
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Fig. 4-4 UV spectrometry results. (a) UV spectra of the PVA aqueous solutions with different PVA
concentrations. (b) Calibration curve of the PVA concentration and UV absorbance obtained from UV
spectra at a wavelength of 280 nm. The range with the coloured background approximately indicates
the concentration used for the measurement. Error bars indicate maximum and minimum values of 3

tests.

The amount of linear polymer of PVA contained in the lubricant was defined as the wear amount. In

addition, the specific wear rate was calculated by dividing the wear amount by the sliding distance.
4-2-4-3 TOC measurement

The amount of TOC contained in the lubricant was quantitatively evaluated as non-purgeable organic
carbon (NPOC) using a total organic carbon meter (TOC-V CSH, Shimadzu Corp.). Because the
detection sensitivity is very high compared with UV spectrometry, the TOC of solutions of 0.0001,
0.0005, and 0.001 wt% prepared by dissolving PVA powder in deionized water was measured. In
addition, the TOC of deionized water was also measured. Though the TOC of deionized water showed
a negative value close to zero, due to the calibration of the equipment, but this time, the calibration

curve in the low concentration region was prepared by adopting that value (Fig. 4-5).
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Fig. 4-5 Calibration curve of the PVA concentration and the TOC obtained from the TOC
measurement. The range with the coloured background approximately indicates the concentration used

for the measurement. Error bars indicate maximum and minimum values of 3 tests.

After acquiring the UV spectrum, the solution was used as the measurement sample for TOC. The
lubricant samples were diluted as needed for TOC measurement. The calculation of the wear amount
and specific wear rate is the same as that described in the UV spectrometry section.

Note that for a more exact measurement of the wear amount, wear particles that remain on the gel
surface and have not been released into the lubricant should be included in the wear amount. After
sampling the lubricant solution, the surface was further washed with water, and this was sampled to
measure the TOC, which was found to be less than 1% of the previous solution. It is possible that wear
particles are still present on the surface after washing, however, no method has been found to measure
this.

In addition, the lubricant was also measured under the same conditions except that the gel was not slid,
i.e., the gel was simply placed in water without sliding, however, PVA was not detected in TOC
measurement, therefore PVA that dissolves from the gel into the lubricant during the measurement
time can be negligible.

The wear amount lost from the gel surface can be divided into two categories: (1) wear particles
released into the lubricant, and (2) worn polymers (gels and/or linear polymers) transferred to the gel
or the substrate. Of these, only (1) is quantified in this work. Therefore, if the transfer of (2) is very
large, the wear amount measurement does not match the actual wear situation, and it would be difficult
to use the method in this work. In the observation of wear scars, in addition to the above two factors,

“deformation of the gel without release of wear particles” will be added.
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4-3 Results and Discussion

4-3-1 UV spectraand TOC

The UV-vis spectra of the three types of PVA solutions are presented in Fig. 4-6. One was prepared
by dissolving the PVA polymer powder in water. The second was prepared by heating the PVA gel in
water. The last was prepared by heating the lubricant, which is considered to contain the wear particles
of the PVA gels. All the aqueous solutions had absorbance bands around 280 nm, and the shapes of
the spectra were similar. Therefore, it can be said that quantitative evaluation of PVA concentration
in the lubricant is possible using the calibration curve, which is obtained from the absorbance of PVA

solutions prepared from PVA powder.
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Fig. 4-6 Representative examples of UV-vis spectra of PVA aqueous solutions obtained by dissolving
the predefined amount of PVA polymer powder, PVA hydrogel, and by heating the lubricant that

contains wear particles of the PVA gel.

It is possible to distinguish the contaminants that have absorbance at a different wavelength from PVA,
if the solution is contaminated. In addition, TOC measurements were performed for the solution
prepared by heating the PVA gel in water, similar to UV spectrometry, and a peak of carbon was
detected (data not shown). The PVA concentration calculated by using the calibration curve was
almost consistent with the predicted value from the weight of PVA gel considering the polymer
fraction of the gel. Therefore, the PVA concentration in the lubricant can also be quantitated using the
calibration curve for TOC. Wear scars reflect the result of complex wear derived from surface
deformation, the transfer of wear particles to the counter surface, and the loss of gel as wear particles
to the lubricant. On the contrary, the concentration of wear particles in the lubricant can only reflect
the loss of gel, making it possible to analyse wear by combining the results of the optical observation

of wear scars.
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Hereafter, the results of each measurement system for evaluating friction, wear scars, and wear particle

concentration in the lubricant are discussed.

4-3-2 Wear of PVA gels

4-3-2-1 Gel vs. rough glass

Wear measurement of hydrogels should be conducted in water for the stability because the gels easily
change their volume due to drying. However, when lubrication occurs, the viscous resistance of
lubricant also donates to the friction force, and wear is reduced because the contact of gel/substrate is
hindered. That makes it difficult to understand the relationship between friction and wear and to judge
whether this evaluation method is appropriate. Therefore, we first performed the sliding test in the gel
vs rough glass system, in which the gel and the counter substrate are expected to surely form contact
due to very fast drainage.

To our best knowledge, the equation for wear of gels has not been developed, we use the wear model
of rubber and polymer. From the classical wear model developed by Archard, Schallamach and Tabor,
the abrasive wear of the gels was assumed to be described by the friction force F (Eq. 4-1), or the

normal load N for more simple expression (Eq. 4-2)%-%,

W = kFl (Eq.4-1)

W = k'Nl (Eq.4-2)

These are based on the premise that the real contact area A is proportional to the normal load N. In
the classical wear model, the wear amount W is proportional to the friction force F or normal load N,
and the sliding distance |, as in Eq. 4-1 and Eq. 4-2, regardless of the material. If it is described by
Ratner's wear model for polymer materials®®, k = k,/Hse, and k' = k,u/Hse. H is the hardness, s
is the tensile strength, ¢ is the breaking elongation, g is the friction coefficient, and k; is the constant.
For soft matters such as rubber and gels, the real contact area quickly approaches the apparent contact
area'®, When the gel is in contact with the bottom surface of the rough glass substrate, Eq. 4-1 is
expected to describe the result well rather than Eq. 4-2 because the real contact area A is not
proportional to the load N anymore.

In Fig. 4-7(a), the relationship between friction stress and sliding time, which was measured under the
condition that Flat, the gel with a flat surface, slid against the glass substrate with surface roughness, R;
=53 um, is presented. The friction stress tended to decrease with time, which perfectly follows the
decrease in normal force (Fig. 4-7(b)).
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Fig. 4-7 Representative examples of the relationship between the sliding time and (a) friction stress
and (b) normal force for test where Flat was slid against the glass substrate with surface roughness, R;
= 53 um for 600, 1800, 3600, and 7200 seconds.

Also, the decrease in normal force depends on the volume change caused by the wear loss of gels and

not the stress relaxation due to the solvent flow in the gel (Fig. 4-8).
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Fig. 4-8 Relation of the sliding time and the normal force at the end of the sliding test that Flat gel slid

against the rough glass substrate. The dashed line indicates the primary normal force, Ny~ 4.9 N.

Fig. 4-8 shows the normal force calculated from the loss volume of the gel estimated from the TOC
and the actual normal force at the end of the sliding test measured by the rheometer. The two results
are in pretty good agreement, indicating that the decrease in normal force is dominated by volume

change due to wear, not stress relaxation due to water flow.
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When the normal force at the end of the sliding test indicated the vertical axis in Fig. 4-8 described as

Ny — AN, and AN calculated from wear volume is,

AV,
. Attest - v;lear

Atiose — At
AN = pr—&t_—Wweal g _ A (Eq.4-3)
to to
Wroc d
AViyear = Eg((:: (Eq 4-4)

where E* is apparent Young’s modulus, At is the displacement for the sliding test, At iSthe
change of thickness due to wear, t, is the thickness of gel, AV,.., is the volume change of gel due
to wear, A is the surface area of gel sample, Wroc is the wear amount evaluated by TOC, d is the
density of gel, and EPC is the polymer fraction of gel, respectively. The density d was set to 1 for
simplicity, and the polymer fraction EPC was 0.14.

The results of the wear amount measured by UV spectrometry and TOC are shown in Fig. 4-9. In Fig.
4-9(a), the wear amount on the left axis means the amount of linear polymer of PVA released into the
lubricant as wear particles. The loss of PVA gel, wear amount divided by the polymer fraction (~14%)
in PVA gel, is also shown on the right axis and it refers to the weight of PVA gel. If the polymer
fraction of the gel is known, it can be described in both formats, but we discuss wear behavior hereafter
using the value of wear amount.

Since the UV spectrometry only measures 1.5 mol% of PVA, which is the un-saponified fraction
(Degree of Saponification: min. 98.5 mol%), and is easily affected by the contamination, TOC is
expected to be more reliable. An approximate line estimated by the least squares method was drawn
for the PVA concentration obtained from the UV spectrometry, and the modified values, denoted as
“modified-UV” in Fig. 4-9, were calculated by setting the intercept to 0. The modified values were
similar to those obtained from the TOC measurements. In UV spectrometry, the absorbance at 280 nm
was considered to be affected by contamination, such as the adhesive agent or others. The contaminant
had the absorbance at the wavelength of 280 nm and molar absorptivity was relatively higher than
PVA.
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Fig. 4-9 Results of wear amount evaluated by two methods, UV spectrometry and TOC. (a) Sliding
time dependence of wear amount and loss of PVA gel. Wear amount on the left axis indicates the
weight of PVA polymer contained in the lubricant. Loss of PVA gel on the right axis was calculated
by considering the polymer fraction in PVA gel. (b) Relation of wear amount and the product of
friction force and the sliding distance. Straight-line fitting is performed and the coefficient of

determination R? values are shown. Error bars indicate maximum and minimum values of 3 tests.

It was confirmed that the wear amount increased with the sliding time in both UV and TOC. Especially
in TOC, the wear amount changes more moderately as the sliding time is longer. The wear amount
was approximately 400-1100 times the volume derived from the surface roughness of the glass; hence,
it can be said that abrasive wear occurred when the gel was ground by the rough glass. In this
measurement, the indentation depth of the gel was more than approximately 300 pum; hence, the gel
was compressed sufficiently compared with the surface roughness of the glass substrate.

In the microscopic image of the sample surface taken after the wear measurement (Fig. 4-10), it was
confirmed that there were obviously more severe annular wear scars with longer test time. This
corresponds to the wear amount obtained from the UV spectrum and the TOC measurement. Because
rotational sliding friction and wear tests were performed in this work, annular wear scars were
generated concentrically from the center of rotation. The non-uniformity of the wear marks in the
radial direction suggests that the wear is velocity dependent, but this has not yet been investigated in
detail.
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Fig. 4-10 Surface images of the PVA gels after sliding tests, where they were slid against the glass
substrate with surface roughness, R, = 53 um. The sliding time were (a) 600 and (b) 3600 seconds,
respectively.

To examine the relation of wear amount and friction or normal load in detail, the plot in which the
wear amount is on the vertical axis and the product of friction force F and sliding distance I, calculated
as F-1=Y%;fi(t)-At-v, is on the horizontal axis is presented in Fig. 4-9(b). The f(t;) is the
friction force at the sliding time t = t;, At isthe data acquisitiontime, and v is the sliding velocity.
In the system where the gel slid against the rough glass, the result was consistent with the classical
wear model in which the wear amount is proportional to the product of friction and sliding distance
(Eq. 4-1). The fact that the results of Flat on rough glass fit well with Eq. 4-1 means that the friction
and wear behavior of this system is as follows:

1. The asperity of the glass substrate makes firm contact with the gel, also the gel is in contact with
almost the entire glass surface until it reaches the bottom of the asperity because the gel is sufficiently
compressed. Then, the contact area of the gel and the glass substrate with the asperity becomes smaller
as the load decreases with the volume loss of gels due to wear.

2. Friction is dominated by the resistance of gel/glass, and the viscous resistance of lubricant is small
because the system is not lubricated, due to the firm contact of gels and glass asperity.

3. Wear particles are easily released into the lubricant, and the rate of transfer to the glass or the gel
itself is small.

Also, the results of the wear amount follow Eq. 4-2 well, and the plot is presented in Fig. 4-11.
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Fig. 4-11 Relation of wear amount and the product of normal force and the sliding distance for the test
Flat slid against the glass substrate with surface roughness, R, = 53 um. Straight-line fitting is
performed and the coefficient of determination R? values are shown. Error bars indicate maximum and

minimum values of 3 tests.

The product of normal force N and sliding distance |, calculated as Y;n;(t;) - At - v, is on the
horizontal axis, where the n;(t;) is the normal force at the sliding time t = t;. The measured wear
amount is approximately consistent with Eq. 4-2, which is derived from the classical wear model.
We would like to claim that the results are consistent with the classical wear model because this
method accurately measures the wear particles in the lubricant. In particular, the TOC indicated a
remarkable linearity in Fig. 4-9(b), suggesting that the wear amount can be accurately quantified. In
addition, the linear approximation equation for TOC with a small intercept suggests that the effect of
contamination on TOC in this measurement system is very small.

The relationship between the surface roughness of the substrate and the specific wear rate is shown in
Fig. 4-12. The specific wear rate is defined as the value at which the weight of the PVA (polymer)
contained in the lubricant is divided by the total sliding distance. As shown in Fig. 4-12(a), the specific
wear rate increased as the surface roughness of the substrate increased, and the rate of change gradually
decreased. It is known that the wear rate is proportional to the surface roughness, and this trend is
observed for metals®?, polyethylene'®, and rubber in lubricant'®, The results shown in Fig. 4-12(a)
depend on the fact that the volume that can be ground is large because the contact area between the
gel and the glass is large as the surface roughness of the substrate increases. The larger the surface
roughness, the easier it is for the contact area to change with stress relaxation. Therefore, the specific

wear rate changes moderately as the surface roughness gets larger.
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Fig. 4-12 Results of the sliding tests slid against the glass substrate with various surface roughness.
(a) Surface roughness, R;, dependence of specific wear rate. Error bars indicate maximum and
minimum values of 3 tests. (b—f) Surface images of the PVA gels after the wear tests. Each gel slid
against the glass substrate with different surface roughness, R;, shown under each image. Scale bar: 1
mm.

The microscopic images taken after the tests (Fig. 4-12(b)-(f)) also show that the sample slid against
the substrate with a larger surface roughness was more severely worn. However, the friction stress did
not show a clear correlation between the size of the surface roughness on the substrate and the specific
wear rate (Fig. 4-13).

a 5000 (= I I 1 1 ] b § 1 1 | I I
(a) ®) o ool }[ j
© 4000 } . E 53
e =)
m f E 15 31 % -
8 - i 5 18
& 3000 &
5 § 1or $ -
w & *
2 1000 - § 5r R,=7.9um -
< v=0.04 m/s ) v=0.04 m/s
for 3600 s for 3600 s
0h I 1 1 1 - 0b 1 I | ] O
0 10 20 30 40 50 0 1000 2000 3000 4000 5000
Rz [um] Avg. Friction Stress [Pa]

Fig. 4-13 Wear results for the tests Flat slid against the glass substrate with various surface roughness,
R:. (2) Relation of average friction stress and the surface roughness R; of the substrate. (b) Relation of
specific wear rate and average friction stress. The number in the figure means the R, value of the

substrate used in each measurement. Error bars indicate maximum and minimum values of 3 tests.
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4-3-2-2 Gel vs. flat hydrophobic glass

Next, the results for the hydrophobically treated glass substrate with a flat surface used as the counter
substrate of the gel will be described. The schematics of the system are shown in Fig. 4-14. In this
system, two kinds of gels, Flat and Dimpled, were used. It is predicted that mostly adhesive wear

occurs because the substrate with a flat surface was used, unlike the case the rough substrate was used.

@) (© ,
flat glass 20x10°fF T T T T
L
— Flat R
/ —_ = Dimpled 6~ 110
/ S 151 v=0.01m/s T
Flat gel o for 7200 s
(7]
g
b & 10 _
() flat glass s
/ S
8
/
Dimpled gel
0 . | . | . | .
0 2000 4000 6000

Time [s]
Fig. 4-14 Illustrations of gel/glass interfaces and the result of the sliding test. Schematic of (a) Flat

gel/flat glass and (b) Dimpled gel/flat glass. (c) Representative examples of sliding time variation of
friction stress. Gels, Flat and Dimpled, slid against FDTS-treated flat glass for 7200 seconds.

For almost all the measurement time, the friction stress of Flat was slightly lower than Dimpled (Fig.
4-14(c)). Also, for a very short time at the beginning of the movement, Dimpled shows higher friction,
and its effect on wear is unclear but expected to be small. The graphs for the ratio of the friction stress
of Flat to that of Dimpled over the entire measurement time and at the very beginning of the

measurement are shown in Fig. 4-15.
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Fig. 4-15 Representative examples of sliding time variation of friction stress. Gels, Flat and Dimpled,
slid against FDTS-treated flat glass for 7200 seconds. The vertical axis indicates the relative value of
friction stress between Flat and Dimpled. The horizontal axis shows (a) all of the measurement time

and (b) the initial measurement time of 10 seconds.

The graph shown in Fig. 4-14(c) has been modified to Fig. 4-15(a) to make the difference between
Flat and Dimpled clearer and Fig. 4-15(b) to show the time of first movement.

The stage initially moves at v = 0.001 m/s, reaching v = 0.01 m/s after 5 seconds. Dimpled shows
significantly higher friction force than Flat at the very beginning, but then does lower friction for about

3 seconds after that.

Dimpled is expected to exhibit lower friction than Flat due to the smaller contact area by the difference
in surface geometry, but the measurement results indicate that Flat has lower friction. The reasons for
this are considered as follows. When Flat contacts the FDTS-treated hydrophobic substrate, both
wetting and dewetting domains are formed by lodging the lubricant water between the gel and the
glass substrate®?. For Dimpled, it is difficult for a water film to exist between the gel and the glass
substrate due to higher pressure at the flat region than that of Flat, this makes firm contact with gel
and glass, and the water inside the dimples may be relatively difficult to contribute to lubrication under
28 kPa of normal pressure; hence, it can be said that the effect of lubrication in the high-velocity region
is small. These effects are considered to be responsible for the slightly lower friction of Flat compared
to Dimpled under the present condition, however, detailed friction mechanism of Dimpled gel needs
to be systematically measured under various conditions, which is reported in Chapter 2.

The specific wear rate measured in the tests with Flat and Dimpled sliding against the FDTS-treated
glass substrate are displayed in Fig. 4-16. The results of the gel sliding against the other gel are also

shown, but they are described later. The specific wear rates adopted in Fig. 4-16 are the values
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calculated from the TOC.
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Fig. 4-16 Specific wear rate for the test with different conditions; gels sliding against the FDTS-treated
flat and gel sliding against the other gel in the gel-on-gel configuration. Error bars indicate maximum

and minimum values of 3 tests.

Although friction stress of Flat was slightly lower than that of Dimpled (Fig. 4-14(c)), the specific
wear rate of Flat was higher than that of Dimpled. Since the friction stress does not correspond to the
wear amount, it can be seen that the classic wear model cannot be applied to systems with different
geometries, Dimpled and Flat. Wear reduction of Dimpled is predicted considering its surface
geometry because the contact area of Dimpled is smaller than that of Flat. However, the real contact
area under sliding cannot be easily compared because there are both wetting and dewetting domains
for Flat, as mentioned earlier. The contact area or normal pressure may define the wear of the gels, but
there is no evidence that the difference in the wear amount of Flat and Dimpled is attributed to these
parameters.

Annular wear scars were observed concentrically for Flat, but almost no wear scars were observed for
Dimpled (Fig. 4-17). From the friction behavior, the microscopic images and the wear evaluation using
the lubricant, we predict that the effect of determining the degree of wear is not the contact area or
friction, but the ability of the dimples to trap the wear particles into them, as in the case of surface
textured metals?4%8, The small wear particles generated by the sliding motion are expected to be taken

into the dimples, which suppresses further wear of the surface due to the wear particles*®?.
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The test was performed using FDTS-
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treated flat glasses and lasted 7200 seconds. (a—b) Images of Dimpled surfaces. (c—d) Images of Flat
surfaces. Images in the right column were taken in higher magnification than those in the left column.
Scale bar: 1 mm.

4-3-2-3 Gel-on-gel

Finally, the results on friction and wear when a gel slides against the other gel are discussed. The
sliding tests were conducted under three configurations: Flat-on-Flat, Dimpled-on-Flat, and Dimpled-
on-Dimpled, using two types of gels, Flat and Dimpled, which had different surface geometries (Fig.
4-20(a)). The sliding velocity dependency of the friction stress is shown in Fig. 4-18. We evaluated

friction and wear of the gels at the sliding velocity of 0.01 m/s for 7200 seconds, in this work.
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Fig. 4-18 Sliding velocity dependency of friction stress of three types of gel-on-gel configurations,
Flat-on-Flat, Dimpled-on-Flat, and Dimpled-on-Dimpled.

We explain the friction of gel-on-gel by dividing the velocity into two regions, the low to medium
velocity region (< 3 x 1073 m/s) and medium to high velocity region (> 3 x 10=3 m/s). First, in
the relatively low velocity region, Dimpled showed higher friction than Flat. In this region, it is
considered that the gels on the upper and lower surfaces are sliding in a state of firm contact because
hydrodynamic lubrication at the whole interface is hard to occur. In addition, normal strain at the test
was 11, 14, and 13% for Flat-on-Flat, Dimpled-on-Flat, and Dimpled-on-Dimpled, respectively, so it
is expected that Dimpled more strongly contacts the opposite gel compared with Flat. Since the gel is
soft and can be easily deformed, it is predicted that the gel on the opposite surface was deformed so
as to enter to the dimples of Dimpled, and the gel slid while receiving the deformation resistance,
resulting in high friction. Next, the lubrication state was probably reached in the relatively high
velocity region. Since Dimpled can be expected to have the effect that the water trapped in the dimples
exudes to the interface and contributes as a lubricant, it is considered that Dimpled-on-Dimpled

showed the lowest friction.

As in the case of Gel versus flat hydrophobic glass, the very beginning friction behavior and relative

friction stress are shown in Fig. 4-19.
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Fig. 4-19 Representative examples of sliding time variation of friction stress for the tests of gel-on-gel

configurations. The vertical axis indicates (a) the friction stress, and (b, c) relative value of friction
stress with the friction stress of Flat-on-Flat as the denominator. The horizontal axis indicates (a, c)

the initial measurement time of 10seconds, and (b) all of the measurement time.

The similar graph as in Fig. 4-15 was applied to the Gel-on-Gel configuration (Fig. 4-20(a)) in Fig.
4-19. As in the Gel-on-Glass system, Dimpled shows higher friction only for a very short time after
the beginning of the sliding motion. As in Fig. 4-15, the friction stress in this 5 seconds accounts for

a very small proportion of the total friction stress.

Fig. 4-20(b) displays the sliding time dependence of the friction stress, and Fig. 4-16 shows the specific
wear rate. For these measurement conditions, both the upper and lower gels were worn, as shown in
Fig. 4-20(c)—(h); therefore, the specific wear rate shown in Fig. 4-16 is the sum of the wear of PVA
released from both gels. Comparing the sliding friction, the friction stress was higher in the order of
Flat-on-Flat, Dimpled-on-Flat, and Dimpled-on-Dimpled. However, the wear was larger in the reverse
order, that is, Dimpled-on-Dimpled, Dimpled-on-Flat, and Flat-on-Flat. In addition, the optical
microscope images revealed that there were more severe wear scars on the surface of Flat, but there

were few wear scars on the surface of Dimpled.

89



@ ryys77777777777277777777 Flat
T77777777777777777777777 Flat

UALUASLU S Dipled
’77777777>7777777>77777/, Dimpled K@

(b)  soof——T— T
v=0.01 m/s
‘= 6000 for 7200 s _
a,
n = F|at on Flat
g === Dimpled on Flat
% 4000 [ = Dimpled on Dimpled| |
c
0
L 2000 r\ -
oL . 1 . 1 . 1 o
0 2000 4000 6000
Time [s]

Fig. 4-20 lllustration and results for the sliding test performed in gel-on-gel configurations. (a)
Schematic of three types of gel-on-gel configurations. (b) Representing examples of sliding time
dependence of friction stress for the tests of three types of gel-on-gel configurations. (c—h) Optical
microscope surface images of the PVA gels taken after the sliding tests. The tests were performed for
the configurations of Flat-on-Flat (c, d), Dimpled-on-Flat (e, f), and Dimpled-on-Dimpled (g, h). The
images in the left column show the upper gels and the images in the right column show the lower gels.

Scale bar: 1 mm.

The results for Flat-on-Flat shown in Fig. 4-16 and Fig. 4-20 were counter-intuitive, showing higher
friction and more severe wear scars than Dimpled-on-Flat and Dimpled-on-Dimpled, but the wear
amount derived from PVA released from the gel surface in the lubricant (wear particles) was very low.
Friction for the configuration of gel-on-gel will be explained as below. The most influential effect for
the higher friction of Flat-on-Flat compared with Dimpled-on-Flat or Dimpled-on-Dimpled is
predicted to be the high contact ratio because the contact ratio is reduced for the latter two
configurations due to the surface dimples of Dimpled. From the presence of wear scars, it is clear that
friction occurs in the condition that the gel is in contact with each other, and the difference in contact
area affects the friction. Since they are sliding in a relatively high velocity region, partial lubrication
is also expected to occur, and the viscous resistance due to lubrication is also predicted to be higher in
Flat-on-Flat than in Dimpled-on-Flat or Dimpled-on-Dimpled, because the water in surface dimples
of Dimpled behaves like a thick lubricating layer, and the viscous resistance does not increase,

considering Newton’s law of viscosity.
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Regarding the wear, the wear amount of Flat-on-Flat was the smallest among all the combinations,
including Flat vs. flat glass, although the friction was highest in gel-on-gel  configuration and severe
wear scars were generated. This result indicates that, unlike the case of abrasive wear, most of the
wear particles are not released into the lubricant, but deform the surface and/or transfer to the upper
and lower gels as they grow larger (Fig. 4-21(a)). This effect is expected to occur because the gel is
flat and soft on both sides, making it easy to contact with each other firmly, and there is no pathway

for the particles to be released into the lubricant.
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Fig. 4-21 Schematic of (a) Flat/Flat and (b) Dimpled/Flat interfaces. (a) Most of the wear particles are
not released into the lubricant and deform the gel surfaces. (b) Generated wear particles are scraped

by the dimples on the counter surface.

Comparatively, Dimpled increased the wear amount when the counter substrate was gels, and the wear
amount was the highest for Dimpled-on-Dimpled. One of the reasons for this result is that the gel is
soft and easily deformed, the surface of the gel on one side probably enters the dimples of the gel on
the opposite side, and wear is likely to occur at the edges of the dimples. Furthermore, the more
effective and plausible reason is as follows: when wear particles are generated on the surface, they are
considered to be scraped by the dimple’s edges, and they are moved from the gel surface to the
lubricant (Fig. 4-21(b)). Scraping with dimples’ edges is expected to release the generated small
particles into the lubricant much more efficiently than the case of Flat, therefore, the evaluated wear

amount in the lubricant increased. We also predict that the observed wear scars were reduced because
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the wear particles are less likely to grow large on the gel surface. In particular, the configuration of
Dimpled-on-Dimpled has the largest number of dimples compared with other configurations, therefore,
it is considered to have the largest wear amount and the minimum wear scars due to the scraping effect.
The meaning of “scrape” in this paper is that the dimples on Dimpled merely take the wear particles
into them and make the counter surface planar; not that the dimples generate new wear scars on the
counter surface. In the case of Dimpled sliding against a flat glass substrate, fewer wear scars were
observed and the wear amount was small compared with the case of Flat gel sliding against the flat
glass substrate. In this system, scraping of the counter gel does not occur, and thus the result is
appropriate.

Fig. 4-22 shows the similar plot of wear amount versus the product of the friction force and the sliding

distance as shown in Fig. 4-9(b). Unlike the case of abrasive wear using rough glass, this figure shows

that it is impossible to predict the concentration of wear particles released into the lubricant from the

friction force when the gel has surface dimples or when the gel slides against the gel. Moreover, we

have already shown that these results are not predictable from the observed severity of wear scars. In

contrast to the classical model, which assumes simple adhesive or abrasive wear, the effects of trapping

and scraping of wear particles by surface dimples have a much larger effect on the particle

concentration than the magnitude of sliding friction between gel and substrate. Also, one possibility

is that the results suggest that the wear amount is inversely proportional to the frictional energy, Fl,

but further investigation is needed to clarify this.
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Fig. 4-22 Relation of wear amount and the product of the friction force and the sliding distance. Error
bars indicate maximum and minimum values of 3 tests.
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4-4 Conclusion

In this work, the wear of poly(vinyl alcohol) (PVA) gels could be evaluated quantitatively using two
methods, UV spectrometry and total organic carbon (TOC) measurement, with a polymer solution
derived from the lubricant containing the wear particles of the worn gels after the sliding test. For UV
spectrometry, the range limitation of the detectable concentration is higher than that of the TOC
measurement, but it has the advantage that the sample can be recovered and measured quickly. It
would be able to perform more precise measurements for PVA gels prepared using PVA polymers
with a lower degree of saponification. TOC measurement is also able to evaluate the wear with a lower
measurable concentration limit than UV spectrometry, down to approximately 2 x 10™* wt%.
Although sample solutions cannot be recovered, TOC is useful to measure the very low wear of gels.

The results of the wear amount measurements using PVA gels with dimpled surface (Dimpled) and
gels with flat surface (Flat) indicated that the wear amount was smaller for Dimpled when a flat glass
was used as the friction substrate, and that the wear amount was larger for Dimpled in the configuration

of gel-on-gel.

The traditional methods used for wear analysis, such as observation by optical microscope, can only
evaluate the degree of deformation on the worn gel surface. It is possible to evaluate the wear amount
quantitatively by measuring the lubricant, so we can distinguish the wear mode, which means that the

surface is deformed by wear or the surface is damaged by releasing wear particles.

UV spectrometry can be used to detect the wear particles of the gel composed of not only PVA but
also other polymers that have any specific absorbance within the measuring wavelength range, such
as polymers with aryl groups in their backbone. In addition, as TOC measurement is a method to
quantify the amount of carbon in the solution, almost all the polymers composed of organic carbon
can be detected as with PVA. However, in any measurement when the wear particles of the gel are not
homogeneously dispersed, the measurement accuracy may decrease. Therefore, just as the
measurements in this work, crosslinks of the gels made of other polymers may also need to be unlinked.
For instance, the addition of an acid or base that does not contain organic carbon or UV irradiation
can be considered. It may be easy for gels with reversible cross-linking points, such as cross-linking
by Schiff bases.

In this study, we could confirm the usefulness of the wear evaluation methods using UV spectrometry

or total organic carbon measurement in the lubricant which contains wear particles. However, the

relationship between friction and wear has still been unclear. When considering the application of gel
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to products, reducing wear leads to a longer life of the product. Therefore, it is necessary to achieve
low wear and adjust the surface friction required for the use of the product. Therefore, we would like
to utilize these methods to repeatedly perform friction tests and wear evaluations and conduct a
systematic investigation. In addition, among the few wear evaluations conducted in this study, high
wear was shown due to the edge part of the dimple. Therefore, if a smoother dimple shape can be
given to the edge shape, it may be possible to reduce wear, so we would like to verify the effect of this

edge shape as well.

94



Conclusions

The surface geometry affects the surface properties of solid materials like metal, but there were few
studies that systematically investigated the influence of the surface geometry of gels. For example, our
living cartilage, which is in the hydrogel state, has hemispherical surface dimples, but their role and
the friction mechanism of joints that show quite low friction are still unclear. In this study, we prepared
the hydrogel with some dimples on the surface, and then investigated the tribological properties, such
as friction, adhesion, and wear. Using the method that changes the surface shape by water droplets,
applied to the Polydimethylsiloxane (PDMS)?°%°, we could prepare some kinds of Poly(vinyl alcohol)
(PVA) hydrogels with various sizes of hemispherical dimples on their surface. Then, we evaluated the
effects of the surface shape on the tribological properties of gels against the glass substrate. As the

summary of this study, we state the conclusions as below.

In Chapter 1, we prepared PVA gel with hemispherical dimples on the surface (Dimpled gel) and
evaluated the contact state or adhesion property against the glass substrate, combining the in situ
observation of the interface®!. The diameter and the depth of the surface dimples were distributed but
in similar shapes.

For this surface geometry, two effects were confirmed: (i) the dimple shapes were maintained under
compression, so the contact area between the gel and the glass was reduced, and (ii) the water in
dimples did almost not sustain the load compared with the other flat contact region and the local

contact pressure of Dimpled gel was higher than that of the gel with flat surface (Flat gel).

In the adhesion tests of PVA gels against the glass substrates, the work of adhesion of the gel against
the substrate with the contact angle of 6~70°, which has similar surface energy to the gel and is
considered to make the most stable contact, was the highest. The work of adhesion for Dimpled tended
to be lower than that for Flat on any substrates with different wettability. This may be attributed to the
small contact area of Dimpled and the glass, and also the promotion of the detaching by invasion of

water trapped in dimples to the interface.

In Chapter 2, how the wettability of the counter substrate for the friction measurement influenced the
friction behavior of gels with surface dimples (Dimpled) was investigated. As a result of friction
measurement, the friction behavior of Flat gel was consistent with the previous study®?, and we
confirmed that the behavior of Dimpled gel was also varied with the surface wettability of the counter
glass substrate. Especially on the substrate with the contact angle to water 8~110°, the friction stress
of Dimpled tended to be lower than that of Flat in a wide range of sliding velocities.
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As predicted from the surface shape of the gels, the contact area at the gel/glass interface was reduced
and lubrication occurred by the water trapped in dimples supplied to the interface, so the friction stress
of Dimpled have decreased. The latter effect was confirmed by in situ observation using a high-speed
camera, where water invaded the interface of the flat area on Dimpled gel, leaving a trajectory of
rotational motion, which was the same motion as sliding. Though the surface of Dimpled gel with
relatively small dimples was also observed in situ, the pattern shape was too small to recognise and
analyse. It might be possible to observe the micro-lubrication behavior in the low-velocity region if
we could use an optical system with higher magnification and shallower depth of field and explain the
exact reason why Dimpled with small dimples showed lower friction stress, but this is the future topic
of discussion. Besides, we showed that Dimpled gel had the smaller friction stress than Flat gel, but it
has not been clear what parameters of the dimple shape contribute to low friction. If this could be
clarified, important knowledge would be gained in the surface design of low-friction and low-wear
gels. Possible parameters include the diameter, depth, perimeter, density, and distribution of the
dimple shape. Therefore, in the future study, we would like to create gels using a mold in which these

parameters are more controlled, and conduct similar friction and wear tests to understand the role they
play.

In Chapter 3, we investigated how the elastic moduli of gels with surface dimples affect their friction
behavior. We could prepare PVA gels with different elastic moduli by changing the PVA polymer
concentration for the solution for gelation or applying the dry-anneal method®*. Regarding the friction
behavior, the influence of the surface dimple clearly appeared for the gel with lower modulus, that the
friction stress was decreased. This might be because the surface was easy to deform under the shear
motion, and the water trapped in dimples was supplied as a lubricant to the interface. On the contrary,
the influence of the surface dimples on the work of adhesion did not appear well. However, it may
need to change the measurement condition depending on the moduli of the gel, we would like to
conduct another examination and systematically discuss the effects of the elastic moduli and the
surface geometry.

In Chapter 4, we reported the wear evaluation of PVA gels. The traditional methods used for wear
analysis, such as observation by optical microscope, were the qualitative evaluation, which can only
evaluate the degree of deformation on the worn gel surface®>=’. However, in this study, we
quantitatively evaluated the wear particles of the worn gel in lubricants by the measurements of the
UV spectrum and the total organic carbon (TOC). Combining the TOC measurement, which has a
comparatively low measurement limit, and the UV spectrum measurement, which has a comparatively

high measurement limit, we could evaluate low to high degrees of wear.
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The results of the wear amount measurements using PVA gels with dimpled surface (Dimpled) and
gels with flat surface (Flat) indicated that the wear amount was smaller for Dimpled when a flat glass
was used as the friction substrate, and that the wear amount was larger for Dimpled in the configuration

of gel-on-gel, where gel slid against the other gel.

The sample gel itself can be influenced by swelling or drying after the wear test, so it is difficult to
maintain and evaluate the worn state, but the methods we conducted could eliminate those influences
because the lubricant was used. In addition, the measurement can be conducted for a relatively short
time and repeatedly, so it can be said that these methods are superior to wear evaluations, which use

the sample gel.

In this study, we investigated the influence of the surface hemispherical dimples on the tribological
properties of PVA gels. Friction and wear of gels against the glass substrate were lower than the
gel with a flat surface. Hereafter, it is expected the applications of hydrogels in various cases, such
as the bio- or medical field. Therefore, it is very valuable to understand the relationship between

the surface geometry of gels and the tribological properties.

However, in this study, we only investigated the four kinds of PVA gels with different sizes of
surface dimples. In future studies, we would like to study whether the smaller or larger dimples,
than we have used, have similar effects on the tribological properties. Then, the relationship
between friction and wear is not clear. When considering the application of gel to products,
reducing wear leads to a longer life of the product. Therefore, it is necessary to achieve low wear
and adjust the surface friction required for the use of the product. In this study, we showed that UV
spectrometry and total organic carbon measurement of lubricant are effective for quantitative wear
evaluation of PVA gel. However, it cannot be said that sufficient friction and wear measurements
have been conducted. Therefore, we would like to utilize these methods to perform friction tests
and wear evaluations and conduct a systematic investigation. In addition, among the few wear
evaluations conducted in this study, high wear was shown due to the edge part of the dimple.
Therefore, if a smoother dimple shape can be given to the edge shape, it may be possible to reduce

wear, so we would like to verify the effect of this edge shape as well.

Besides, though we selected physically crosslinked PVA gel as a common and durable hydrogel
which can withstand some tribological tests, it is unclear whether similar results are obtained or
whether the same theoretical concept could be applied in various tribological measurements,

especially in the wear testing method, for gel composed from the other chemicals, so we would
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also like to confirm the generality for the tribological properties of gels with surface dimples.
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