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ABSTRACT: In this study, we successfully developed a solid-state reference electrode based on sodium polyanethol sulfonate (SPS) immobilised on a cellulose acetate membrane and coated on a layer of polypyrrole on top of a carbon screen-printed electrode (SPE). We varied the concentration of SPS salt from 1% to 5% (w/v) and achieved an optimal concentration of 4%. SPS optimisation test was performed by varying concentrations of KCl and pH buffer solution. The slope obtained for 4% SPS was 3.5 ± 0.3 with a residual standard deviation (RSD) of 9.3% of KCl solution, whereas the slope obtained for pH buffer solution was 3.4 ± 0.2 with 1.2% RSD. The stability test in pH 7 buffer and 10−3 M KCl yielded drift at <0.4 mV/h for 60 h of continuous monitoring. We also performed tests using standard NH4+, K+ and NO3− ion-selective electrode sensors, and the slopes measured were respectively 52.4 ± 0.4, 51.4 ± 0.4, and −52.3 ± 0.9 mV/dec with a dynamic range of 0.1–10−5 M.
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1.          INTRODUCTION

An analysis method based on potentiometric ion has been widely known since the 1970s. This method has been used in various types of ion measurement applications, such as medical, environmental, food, beverage industry, and many more. The measurement of potential value of the system is conducted on zero current condition.1,2 This method can measure very low ionic concentrations that is in 10−10 M or in parts per trillion (ppt).3 According to International Union of Pure and Applied Chemistry (IUPAC), potentiometric analysis measures the potential difference that occurs between the working and reference electrodes, which is directly proportional to the logarithm of the concentration of ions. The working electrode is an electrode that has an ion-selective membrane against the target, which is commonly referred as ion-selective electrode (ISE).4 Potentiometric measurement will follow the Nernst equation:
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where Eo is an intercept whose value is tied to the state of the membrane and ion interference; R, T, and F are a universal gas constant, temperature, and Faraday’s constant respectively; Z is the ionic charge of the analytes; and ai concentration of analytes.5–6

One critical component in potentiometric measurement technique is the reference electrode, which is as important as the working electrode. Till date, research on reference electrode has not been conducted as much as the research on the development of working electrode. Thus, there is an urgent need to conduct further research on reference electrodes.7,8

In potentiometric techniques, reference electrode is employed to determine the potential of working electrode. A major feature of reference electrode is the ability to maintain a steady potential over enormous range that should not be affected by sample size and its environment.9 Typical reference electrodes used are calomel and Ag/AgCl-based electrodes. Both of these are usually large, making them incompatible when coupled with micro-sized or planar working electrode. It is inseparable from the evolution of micro-sized working electrode rapidly.10–12

To reach the stated goal, research related to the maturation of the reference electrode is considered every bit of the potential areas to be built up. In recent years, several studies on small and planar reference electrodes have been recorded, such as research conducted by Kisiel et al. who utilised poly(n-butyl acrylate) membrane with lipophilic salts, such as potassium tetrakis (p-chlorophenyl) borate (KTpClPB).13 Meanwhile, Renata et al. used a PVC polymer containing ionic liquid.14 The use of two different types of lipophilic salts of similar concentration has also been reported for the miniaturisation of reference electrode. Both lipophilic salts such as KTpClPB and tridodecylmethylammonium chloride (TDMA-Cl) can be immobilised on poly(urethane) (PU) membrane.15,16

Even so, problems frequently arise from planar reference electrode due to leaching of components over time. In addition, the formation of a layer of air trapped between the surface of the electrode and the membrane seriously affects the stability of reference electrode.17

To overcome this problem, in this work, the authors used ionic polymers such as sodium polyanethol sulfonate (SPS) salt as an electrolyte in a solid-state reference electrode. Ionic polymer-based membrane contains a large number of charges that can be ionised in water and other aprotic solvents.18 The chemical structure of polymers can be seen in Figure 1. Referring to Nernst equation, if the charge value of the chemicals (z) is high then the potential value obtained will be low. Therefore, a large number of charge on the ionic polymers will induce the potential value of the planar electrode toward 0, whereas if the charge exceeds 60, then the predicted slope will be <1 mV. This corresponds to the ideal characteristics of the reference electrode potential unperturbed by environmental changes.19
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Figure 1:    Chemical structure of SPS salt.




2.          EXPERIMENTAL

2.1        Materials

The ionic polymer of sodium polyanethol sulfonate 98% and cellulose acetate were obtained from Sigma Aldrich. Tetrahydrofuran (THF), potassium chloride (KCl), nitric acid (KNO3), ammonium chloride (NH4Cl), and monomer pyrrole 98% were purchased from Merck, whereas the buffer solution with pH 4, 7 and 10 were purchased from Fisher Scientific. We purchased powder polisher Al2O3 from Metrohm.

3.          METHODS

3.1        Preparation of Electrode Transducers

The carbon screen printed electrode (SPE) (Scrint Print BHD, Malaysia) was scrubbed with Al2O3 powder for approximately 30 min and then washed with deionised water until clear. Next, the electrodes were rinsed and sonicated for 1 min to get rid of Al2O3 dirt and particle remnants that sticked to the surface of the electrode. After sonication, the electrode was again rinsed and cleaned with deionised water and dried with a tissue paper. After drying, the carbon SPE was soaked in a solution containing monomers of 0.5 M pyrrole and 1 M KCl as a dopant and connected to Autolab PGSTAT 128N MODEL potentiostat for electropolymerisation process. Carbon SPE acted as a working electrode, Pt electrode as counter electrode, and Ag/AgCl double junction electrode as a reference electrode. The process of polymerisation was started by supplying a current density of 2mA/cm2 for 90 sec. The completion of polypyrrole polymerisation process was marked by a dark purple layer formed on the surface of carbon SPE. After that, the carbon SPE was rinsed with deionised water and was dried using a tissue paper.

3.1.1      Preparation and characterisation of solid-state reference electrode

SPE coated with a layer of polypyrrole was deposited with a 50 μL cocktail of polymeric ions containing 5% cellulose acetate at varying concentrations (1%–5%, w/v) of ionic SPS polymer and THF as a solvent. After the surface of the electrode was coated with the cocktail, the electrode was left to dry overnight at room temperature. The completed reference electrode was further tested for the Nernstian number at various concentrations and for pH using KCl solution wherein the solid-state reference electrode acted as a working electrode. In addition, a stability test under continuous monitoring in KCl 10−3 M and pH 7 buffer solution was performed. In the final test, the response to NH4+, K+ and NO3− ISE electrode was measured, where the measurement outcomes were compared to ISE paired with a standard double junction reference electrode. All the tests were conducted using ion meter Orion 5 Star.

4.          RESULTS AND DISCUSSION

4.1        Characterisation of Electrode Transducers

Prior to testing the performance of the solid-state reference electrode, some headway toward the characterisation of a carbon SPE after coating polypyrrole-chloride (PPy/Cl), and also after placing the cellulose acetate membrane/SPS need to be attained. This aims to ensure that polypyrrole was polymerised and SPS salt is present in the system of the solid-state reference electrode. The characterisation was performed by visual inspection, scanning electron microscopy (SEM), cyclic voltammetry (CV), 0.1 M KCl solution, and potentiometric measurements.

With the aid of visual inspection and SEM analysis, differences were noticed between the bare carbon electrode, after coating with PPy/Cl, and after deposition of cellulose acetate membrane/SPS on top of PPy/Cl layer (Figure 2). In Figure 2(a), an electrode with scratches, black layer, and SEM image shows un-homogeneous thin layer spots. Furthermore, after polymerisation, pyrrole monomers converted to polypyrrole on the surface of the carbon electrode forming a new layer. As seen in Figure 2(b), the surface of the electrode becomes thicker and smoother. This is supported by a SEM image showing real change, whereby after polymerisation, a layer with smoother texture and shape like a stack of raisins was formed. This picture is in accordance with the data presented in the previous research.20,21 Figure 2(c) shows the presence of a shiny layer that is transparent and slippery like plastic, which is a layer of cellulose acetate membrane that contains SPS salt. SEM was conducted using cross section of the side edges, where the thickness of the layers was visible that the membrane is less about 436 mm.



[image: art]

Figure 2:    Visual and scanning electron microscopy (SEM) of electrode (a) carbon electrode, (b) after polymerisation of PPy, and (c) after deposition of cellulose acetate containing SPS salt.




Figure 3 and Table 1 show the presence of the PPy/Cl layer and cellulose acetate/SPS membranes. Figure 3 also shows the CV graph, a carbon electrode, and PPy/Cl layer that were performed with the use of three cells in a solution of 0.1 M KCl, where carbon electrodes and PPy/Cl also acted as the working electrode. The reference electrode was a double junction of standard Ag/AgCl electrode and the counter electrode was a Pt electrode. Figure 3(a) shows the CV image of the carbon electrode and this form is the specific pattern of the carbon electrode. As seen in Figure 3(a), carbon electrodes were not showing oxidation peak at −1 V to 1 V window, where the scan rate used was 100 mV/s, whereas we also found that the carbon electrode’s CV was very thin. This suggests that there is a surface on the carbon electrode that is not contaminated from other materials.22,23 Figure 3(b) shows the CV of PPy/Cl in a solution of 0.1 M KCl, wherein the window between −1 V and 0.4 V was seen as the peak oxidation on region 0 V and the peak reduction at −0.8 V. This indicates that PPy/Cl had formed above the surface layer of carbon electrodes. In addition, the presence of peaks of oxidation and reduction also indicates that the PPy/Cl formed will make electrode transducer having the ability to make charge transfer on the surface layer of carbon.24

To ascertain the presence of a PPy/Cl layer and also the presence of SPS salt on the cellulose acetate membrane, we tested the cellulose acetate membranes using the Nernstian number measurement in solution buffer at pH 4, 7 and 10. This was performed because PPy/Cl is highly prone to deprotonation, making it very sensitive to pH changes, which will lead to the occurrence of positive slope close to the Nernstian number.25 Meanwhile, the presence of SPS salt on the cellulose membrane and on the surface of PPy/Cl will cause the response slope to be dropped significantly (Table 1). It is inseparable from the SPS salt, which is a type of polyion that has a large charge, thus causing potential changes on the surface of the electrodes. The presence of H+ on the surface of the transducer is not enough to affect the change in the potential at the surface of the transducer.26 Different things are indicated if the cellulose acetate membranes used do not contain a salt of SPS (Table 1). This does not change the response of the electrode transducer. Transducer still retains the characteristics of the response of PPy/Cl, which is sensitive to alterations in pH. This is because the properties of cellulose acetate membrane, that is porosity with no charge,27,28 caused the samples to enter freely into the membrane toward the surface of the electrode without being influenced by changes of the charge on the membrane.
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Figure 3:    The cyclic voltammetry of (a–c) carbon electrode (d–f) after PPy deposited. Testing in 0.1 M KCl solution.




Table 1:     Slope comparison of PPy/Cl layer and after cellulose acetate/SPS deposited on top of PPy/Cl layer.



	Parameters
	PPy/Cl

	Cellulose acetate bare

	Cellulose acetate/SPS (top of PPy/Cl layer)




	Slope (mV/dec)
	55

	54.7

	3.4




	SD
	2.2

	1.9

	0.2




	RSD (%)
	4.0

	4.4

	1.2




	r2
	0.9991

	0.9986

	0.9884





Note: PPyCl:polypyrrole-chloride RSD: relative standard deviation; SD: standard deviation; SPS: sodium polyanethol sulfonate.

4.2        Effects of Sodium Salt of Poly(Anethol Sulfonic Acid)

The sodium salt of poly(anethol sulfonic acid) is a type of polymeric ion, which is also known as SPS. It is usually used as an anticoagulant in blood samples of the bacteria breeding in a bottle. In addition, SPS also serves as a barrier to reproductive cells that can intervene with the growth of bacteria in a sample of media.29 Moreover, SPS is also employed as an ionophore in the preparation of sodium ISE.30

In this work, SPS at varying concentrations was immobilised on cellulose acetate membrane and applied on a solid-state reference electrode matrix. The choice of the cellulose acetate membrane was based on its properties such as easy decomposability, thermoplastic in nature, easily soluble in various organic solvents, flexibility, and possesses good mechanical durability. In addition to these, cellulose acetate membrane has a porous physical structure, which helps in the movement of both ions and water molecules toward the sample or in the opposite direction.31–34

As seen in Table 2, the concentration of SPS salt immobilised onto the cellulose acetate membrane gives an impression of the response slope when tested at various concentrations of KCl solution and pH of the solution when the solid-state reference electrode was coupled with the standard Ag/AgCl reference electrode with double junction type. In this work, the solid-state reference electrode functioned as a working electrode.


Table 2:     Slope of various types of solid state reference electrode in the various concentrations of a KCl solution and pH of buffer solution.
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Note: RSD: relative standard deviation; SPS: sodium polyanethol sulfonate.

In this study, we have seen that the concentration of SPS salt will influence the value of the slope of the solid-state reference electrodes. This phenomenon is seen because of the amount of the charge contained in the polymeric ionic salts such as SPS. This great amount of charge if inserted into Equation 1 will make the Nernstian number or the slope to go down.19

In the manufacture of ionic sensors, lipophilic salts are added to increase the dynamic side of the membrane, allowing ions to move toward the layer to of the membrane.35–37 With a similar concept, the addition of SPS salts should also work as lipophilic salts in the solid-state reference electrode prepared in this work. If this is determined, the slope resulting from the measurements tends to sustain a positive response, which may be inseparable from the negative charge of the functional groups of sulfonate. Then, the lining of the membrane will tend to deliver a large negative active site thereby making the positively charged ions such as K+ and H+ to extract into the membrane and provide stimulus potential value (Figure 4).38,39

Studies on the variations of the concentration of SPS aim to determine the optimal composition of the ingredients in the making of solid-state reference electrodes. Table 2 shows that with increasing concentration of SPS salt, the average Nernstian number will go down from 7.5 to 3.5 for KCl solution and 7.9 changes to 2.1 for pH buffer solution (1%–4% w/v). This is due to the increase in the concentration of SPS salt used that will also cause a rise in total charge of the lining membrane of the surface electrodes contained in the solid-state reference electrode. This will have a reduction in the Nernstian number.19 In addition, it will also increase the negative side of the cellulose acetate membrane. This will also improve competition between ions that are present in the sample to allow movement into the membrane of solid-state reference electrode so that the resulting slope also decreased.40
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Figure 4:    The mechanism of charge transfer process in a solid reference electrode.



Meanwhile, at a concentration of 4%–5%, the number of Nernstian produced visible already a constant. This is because the total amount of charge on the film’s layer of cellulose acetate membrane was already saturated. This will result in a charge balance in the solid-state reference electrode as it approaches the balancing stage. In a state of saturation, the resulting potential difference tends to be incessant. In summation, the equilibrium will also change direction, that is, from the membrane towards the sample. It appears at a pH testing solution, which slope at a concentration of 5% is somewhat higher than the concentration of 4%.41,42

4.3        Drift Study

The reference electrode drift study was evaluated through the stability of the potential value.43 Stability was defined as the ability of the reference electrode to maintain at a constant potential within a certain time period.44 The reference electrodes were immersed in two types of solutions: 10−3 M potassium chloride (KCl) solution and buffer solution with pH 7 for a continuous measurement of 60 h. Figure 5 shows potential response measurement of reference electrodes versus time. Initially in the first 35 h of measurement period, there was a change in the potential value observed with a drift rate of 0.13 mV/h in KCl solution and 0.09 mV/h in the pH 7 buffer solution. Meanwhile, during the last 25 min, reference electrodes that were immersed in 10−3 M KCl solution showed fairly significant drift of 0.33 mV/h or 73.7% drift increment. However, electrodes studied in buffer solution pH 7 exhibits 0.26 mV/h drift rate or 188.9% drift increment. A good reference electrode drift rate is reported not exceeding 1 mV/h.11–14, 45–47
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Figure 5:    The stability of solid-state reference electrode potential value for 60 h in a solution of 10−3 M of KCl and buffer solution at pH 7.



The non-ideal effects existed in many sensors. The sensor drift can be influenced by many factors such as poor component entrapment in the polymer matrix. However, in this work, the drift was induced by the occurrence of leaching-off of SPS salt components from the polymer matrix of the cellulose acetate membrane. This leaching process was due to the apparent motion of ions from the membrane towards the sample or otherwise, as well as process water ingress into the cellulose acetate membrane.15,16,47 The porous form of cellulose acetate membrane also contributed to the onset of the process of leaching of SPS salts from the cellulose acetate matrix.29–34 From Figure 5, it can be observed that the stability of the solid-state reference electrode was initially low and started to degrade after 35 h.

4.4        Response vs. ISE

To demonstrate the merit of the functional reference electrode, the developed SPS-based solid-state electrodes were evaluated by measuring its potential shift in comparison to commercial ISE sensors such as NH4+, K+ and NO3−. A validation test of the selected ISE’s versus standard Ag/AgCl double junction reference electrode was also conducted with regard to Nerstian response.

Based on the result shown in Figure 6, it was observed that the commercial NH4+, K+ and NO3− ISE sensors paired with solid-state reference electrode exhibited linear logarithmic relationship that agree to Nerst response. NH4+ and K+ ISE sensors showed a positive slope response to positively charged ions, whereas NO3− ion yields a negative slope response to negatively charged ions.51

This suggests that the solid-state reference electrode has a potential value that is almost unchanged despite changes in the concentration of samples and environment. This is an important feature of a solid-state reference electrode.9 This data is also supported by the value of the Nernstian number as displayed in Table 2 which shows the value that approximates the value of the Nernstian number, where the ideal number of values at a temperature of 25°C Nernstian is 59.16 mV/dec. for monovalent ions.48
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Figure 6:    Response of commercial ion-selective electrode (ISE) sensors vs. (a) solid-state reference electrode, (b) commercial Ag/AgCl double junction reference electrode.




Based on the results tabulated in Table 3, comparable results were obtained for the SPS-based solid-state reference electrode’s performance with the standard Ag/AgCl double junction reference electrodes used. The Nerstian slope response generated by SPS solid-state reference was relatively low as compared to the standard Ag/AgCl reference electrode. This is governed by the type of electrolyte used.11 The standard Ag/AgCl reference electrodes are constructed with a liquid-type electrolyte inner filling solution. However, solid-type electrolyte was embedded on a solid-state reference electrode design. The solid-type electrolyte will affect the movement of ions, where the motion of the ions will be slightly stunted compared to the liquid-type electrolyte. This will cause a large increase in the value of the underground electrode which will decline the Nernstian number.52

Table 3:     Comparability of the performance of ISE sensors paired with solid-state reference electrode and standard of Ag/AgCl reference electrode with double junction type.
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Note: LR: linear range; LOD: limit of detection; ISE: ion-selective electrode RSD: relative standard deviation; SPS: sodium polyanethol sulfonate.

In the membranous layers of solid-type electrolytes, such as ours, the movement of the ions occurs through the mechanism of ion jumps or hopping.53 In this mechanism, the lipophilic salts, such as salt of SPS, will form pools that are spread evenly throughout the membrane solids such as sprinkles of raisins in the bread. Ions will move by jumping from one pond to another nearby pond until it reaches the surface of the transducer polypyrrole found on top of a layer of carbon on the surface of the SPE electrode.

The other factor that causes low solid-state reference electrode’s numerical Nernstian slope is the different size of electrode’s design. The miniaturised designed planar solid-state reference electrode has a small area compared to the bulky commercial standard reference electrodes. The small design of the electrode will affect the capacity of electrolytes contained in the reference electrode, which contributes to a low Nerstian slope value. Consequently, it constrains the ability of electrolyte to pull ions into the membrane that later affects low sensor signal performance. The same behaviour of reference electrode has also been reported by Simonis et al. in 2004.12

5.          CONCLUSION

In this work, a new solid-state reference electrode based on polymeric sodium salt of SPS ion has been successfully developed in a planar type formed. The solid-state electrode has been prepared via electropolymerisation of PPy/Cl and drop-casted SPS membrane film assembly. The fabricated electrode has shown comparable linear logarithmic response similar to the standard Ag/AgCl double junction electrode. Thus, the SPS-based solid-state reference electrode has demonstrated good stability with the achieved drift rate <0.4 mV/h within 60 h. Moreover, the developed solid-state reference electrode can be applied as an alternative reference electrode in the analysis using ISE method. In conclusion, the planar-type SPS-based solid-state reference electrode offers a free liquid maintenance, ease of handling, and high potential to be integrated into ion sensors array.
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Figure 2: X-ray diffraction of (a) OPF CNC and (b) raw OPF.





OEBPS/images/Art_P69.jpg
s of El

00
30
30
0
0
150
100

EY

Composites Code






OEBPS/images/Art_P113.jpg
200+ 5H0+ e

(7)





OEBPS/images/Art_P39.jpg
=(Exovo + Ernvo) (10)






OEBPS/images/Art_P26.jpg
1
S0 F.Fy B BEF, +.. )






OEBPS/images/Art_P30.jpg
(5)





OEBPS/images/Art_P109.jpg
] 8 &

(ahvy**10"? (eViem)*

3

0

©

Photon energy (eV)

[ P
10 12 14 16 18 20 22 24 26 28 30






OEBPS/images/Art_P73.jpg
Removal (%) @





OEBPS/images/Art_P60.jpg
Oil yield at

Mass transfer

Ultrasonic power (W) __equilibrium coeficient (min™) MRPD (%)
a [ k

190 36115 18208 3248 0235 0998 0439

210 33618 21379 4232 0304 0995 0686

230 34131 21333 4151 0316 0994 0742






OEBPS/images/Art_P127.jpg





OEBPS/images/Art_P14.jpg
II x ZWD

(5)





OEBPS/images/Art_P131.jpg
Groundwater

Evaporation line

Deuterium (90)





OEBPS/images/Art_P57.jpg
Ci(1—exp(—kt))+Co(1l —exp(—kit)) (2)





OEBPS/images/Art_P87.jpg
rate = — dC/ dt = KopsC (10)





OEBPS/images/Art_P125.jpg





OEBPS/images/Art_P1.jpg
Water absorption = )





OEBPS/images/Art_P138.jpg
omfjmv}

240 +

210

0.09mi/h

0.19m/h

2 E
hours
e el B

Y

—V pH

)

0.26mv/h

0.33mv/h

&

70





OEBPS/images/Art_P44.jpg
1





OEBPS/images/Art_P88.jpg
B

| & ol

(11)





OEBPS/images/Art_P10.jpg
m.=Am. | n.(z)dz ©





OEBPS/images/Art_P62.jpg
Extraction
temperature (°C)

Oil yield at

Mass transfer coefficient

35
40
45

equilibrium (% (mirr?) MRPD (&

a < K ko
32.840 18.286 4.091 0.297 0.982 1.205
32.051 21.755 4212 0334 0.992 0.907

35829 19.044

4.101 0272 0.986 0.961






OEBPS/images/Art_P28.jpg
B +pi+pl) (3)





OEBPS/images/Art_P53.jpg
In[-In(l — )] = 1{319; forn=1 a7






OEBPS/images/Art_P110.jpg





OEBPS/images/Art_P36.jpg
Vir)





OEBPS/images/Art_P19.jpg
—— PWV (NIGNET) PWY (Reanalysis 2) —=—=PWV (Butlers Equ)

%0 300 E






OEBPS/images/Art_P45.jpg
533 af
i

h s i
W
SCF GIAO Magnetic shielding
50 16H
2
£
2 124 1BH 24 104
510
-]
g
o
00
T T T T T
12 10 8 6 4 2

(i)





OEBPS/images/Art_P38.jpg
5 (IP—EA) ~ 5 (Eumo— Esowo) ©






OEBPS/images/Art_P12.jpg





OEBPS/images/Art_P136.jpg
sps KCl solution Buffer solutions

E::‘f\a:')xmc" (:‘1? 5:0 RSD (%) Fl (‘:‘1,"320 RSD (%) 2
1 7604 51 09847 79+04 48 0.9954
2 5605 82 09900 5502 39 0.9866
3 4601 27 09935 4702 45 0.9965
4 3503 93 09946 3402 12 0.9884
s 35502 48 09920 38%02 41 09930






OEBPS/images/Art_P72.jpg
(1)





OEBPS/images/Art_P128.jpg





OEBPS/images/Art_P55.jpg





OEBPS/images/Art_P102.jpg





OEBPS/images/Art_P4.jpg





OEBPS/images/Art_P119.jpg
2
B
H

g
3
H
H
1
£
H
g
£
g

45
40
35
20
25
20
15
1.0
05

214

040 055 rl
Soybesn  Sunflower  Rapeseed  OilPalm

cilseeds





OEBPS/images/Art_P81.jpg
(03)4. T — O

(4)





OEBPS/images/Art_P21.jpg
—— PWVQVGNET) " PWV(Reanalysis 2) — — PWV(Butler's Equ)

o 0 100 150 200 20 00 30
Time in Julian Day





OEBPS/images/Art_P77.jpg
o, [BAC

U
101
abejuasiod

PH





OEBPS/images/Art_P64.jpg
Oil yield at equilibrium

‘Mass transfer coefficient

[

3092
31123
33.952

(miz!) MRPD
k K
4248 0257 0.999 0326
4585 0271 0.991 1013
4616 0238 0974 1533






OEBPS/images/Art_P121.jpg
S iy

S jrowmupunorn

T

B[ iosusy wed

’ﬁ

g

Tj

{— S
] — R

- m—

e —

1295






OEBPS/images/Art_P51.jpg
1n| L=

(15)





OEBPS/images/Art_P17.jpg
10}

Latitude ("N)

e ake Chad
N

®Zaria(ABUZ)
/

46~/

p

Longitude (°E)





OEBPS/images/Art_P47.jpg
%A

00 &0 200 1000 200
Wavelength (nm)
@






OEBPS/images/Art_P34.jpg
(1)





OEBPS/images/Art_P49.jpg
. };‘GHA ‘Weight loss ZE:’\ DTA
& P P peak  DTAnamre Inference
No. mmge  (obs) (cale) fEEe (i
O] O]
1 20-273 575 578 160-273 2239 Endothermic - oxalic acid
273-360 3326 Endothermic ~ Melting
273-580 381 387
435480 4513 Endothermic - triaminomethane






OEBPS/images/Art_P098.jpg
Crl (%)

00 — Lam) / Iogo X 100

(1)





OEBPS/images/Art_P79.jpg
100

17 ¥ —=—S5ppm

—e—10ppm
4 15ppm
—v—20ppm
 25ppm

2

[Percentage removal
B

H

0 2 40 6 S w0 120 to 160 180 20

& i





OEBPS/images/Art_P66.jpg
(%) Mass Swell =

(1)





OEBPS/images/Art_P134.jpg
(@)

(b)

(c)





OEBPS/images/Art_P83.jpg
+H*—HO,

(6)





OEBPS/images/Art_P104.jpg
)





OEBPS/images/Art_P6.jpg





OEBPS/images/Art_P70.jpg
RREEE

2,

Composites Code

PAS SSE aFEIIg






OEBPS/images/Art_P117.jpg
Sanannty (7o)

ENﬁ?&ES%B

T
140 160 180 200 20 240 260
Operating temperature ('C)

T
20 300 320





OEBPS/images/Art_P15.jpg
(©)






OEBPS/images/Art_P132.jpg
(1)





OEBPS/images/Art_P92.jpg
X-Ray Mass Attenuation Coefficients /p

(Cm/g)

0

50

a0

&

o

0

B

L e

w0 10 120 130
Kup

el i e shickd
=81 mm Copper shield
el mm ron sild
el mm AL shicd






OEBPS/images/Art_P124.jpg
rean

-

R —





OEBPS/images/Art_P23.jpg





OEBPS/images/Art_P140.jpg
vs. Ag/AgCl double junction reference

e e vs. solid-state reference electrode

ISE  Slope 10D Slope LoD
(mV/ IRQMM) (<109 R: (“:f\p, e IROD (10 R
dec) M M
. 555k , 27% , S24x s
NHS o 01-105 - 09992 % 0.1-10% 49403 09994
. 545k L 49= 514% "
S 01-10% o 09988 ' 0.1-10% 47402 09990
Noy T39F  giios 40F o990 3E 01105 4905 09989

05 02 09






OEBPS/images/Art_P41.jpg
=
5]

(12)





OEBPS/images/Art_P9.jpg





OEBPS/images/Art_P58.jpg
MRPD (%) = +x-x 3 2

(3)





OEBPS/images/Art_P116.jpg





OEBPS/images/Art_P84.jpg
+0OH-+0,
2HOy + ecg— OH-





OEBPS/images/Art_P106.jpg
Intensity (@. u.)

r (002)

11y

(200)

a0

50

60

2 theta (degree)





OEBPS/images/Art_P33.jpg
P

o5

)

Ei=-9.1864 &V

005 spectrun —
Occupied rbitals —
Virtual rbitals —

E.=-42508 v

S

0
ronepgey






OEBPS/images/Art_P68.jpg
ion at Break

100

6088

Composites Code






OEBPS/images/Art_P76.jpg
2

Initial pH

Figure 3: PZC for BiFeO;.






OEBPS/images/Art_P25.jpg
geegee

we

ggages

26 (degree)





OEBPS/images/Art_P90.jpg
taren

5 ppm
10 ppm
15 ppm
20 ppm
25 ppm

Time, min





OEBPS/images/Art_P096.jpg
w8

8.5.00se (16y)

aw B G oE

p——

ot e






OEBPS/images/Art_P56.jpg
—%xloo% (1)





OEBPS/images/Art_P2.jpg
Li— T

Thickness swelling X 100% @)

-





OEBPS/images/Art_P126.jpg
‘Samples in

+

Autosampler

He
b -

0, puise
|Combustion

tube
(1000 °C)

SerConEA

‘Switchable
H20tD 30, yrap

fon
source

Reduction|
tube
(600 °C)

GE02020
IRMS

‘Magnet|

Data
processing

Resulls out

Control valve

To
Atmosphere





OEBPS/images/Art_P13.jpg
ZTD=ZWD + ZHD





OEBPS/images/Art_P80.jpg
(BiFeO;) +hv — e g + h™yp

(3)





OEBPS/images/Art_P86.jpg
1/k

&)

(9)





OEBPS/images/Art_P114.jpg
200, +3H,0+e

(8)





OEBPS/images/Art_P43.jpg





OEBPS/images/Art_P112.jpg





OEBPS/images/Art_P094.jpg
8.5 DOSE (Gy)

et o G

i Crossed Iron Grid

et Linear Iron Grig

= Crossed ALGiG

et

50 0 100
p.

10






OEBPS/images/Art_P27.jpg
2)





OEBPS/images/Art_P139.jpg
as0 A A 4
o |
i
T o= T
F W
§ om0 g T
20 |
150
100
s04—¢
o 8
LogiM]
oNHas mK ANO3
@
50
50 A k oa
a0 | &
0
0 L]
T ow L]
E oo
¥ s 4
w. O o ©
s0 : .
9 s & 5 4
LogiM)

ONHaS WK+ ANO3-

(b)






OEBPS/images/Art_P61.jpg
Oil yield (%)

10 1

it o Ty

35°C
ad0°C
es5°C





OEBPS/images/Art_P108.jpg
(ahv) = A(hv— E;)" (5)





OEBPS/images/Art_P74.jpg
Intensity [a.u.)

1400

10004

00

a0 |

200

m 3 4 45 @ s @ s

2 Theta (')





OEBPS/images/Art_P130.jpg
5°H-H:0 (%)

B50H,0 (%)






OEBPS/images/Art_P31.jpg
(6)





OEBPS/images/Art_P111.jpg
(6)





OEBPS/images/Art_P37.jpg
®)





OEBPS/images/Art_P137.jpg
———> signal
Carbon Layer

e

4H_

Ppy/kCl e

¥

M
Cellulose Acetate/SPS

E T

Sample






OEBPS/images/Art_P5.jpg
TicossSweling 4f

»

5

s

Average Percentage of Thickness Swelling
against Time

o resed Composte -~ Trasted Composte

ol | e
M‘_\\\.

Time el M)





OEBPS/images/Art_P54.jpg





OEBPS/images/Art_P099.jpg





OEBPS/images/Art_P71.jpg
(3) RHDPE/EVA.






OEBPS/images/Art_P129.jpg





OEBPS/images/Art_P103.jpg
(¢)





OEBPS/images/Art_P63.jpg
By .
i; o15mlg
é a5 A20mlg
*25mlg

40

35






OEBPS/images/Art_P101.jpg





OEBPS/images/Art_P3.jpg
Average Percentage of Water Absorption
against Time

o Non st compsta —a—Treatod composts

Tine el ()





OEBPS/images/Art_P20.jpg
— PWV (NIGNET)

= PAVY (Reanalysis 2)

PV Bulers Eqn)

bobers - Rk .o ik

[ £

200
Time in Julian Day





OEBPS/images/Art_P120.jpg
aitpsim

Rapeseed 53,
bt
Sunflower
S
Soybean
0%
otnrs
1029
Cononseed
a2

10 Major Oilseeds : Areain 2011
(Total =253.9 mil hectares)

@

Global Production of Oils and Fats in 2017
(Total =179.38 mil tonnes)

®





OEBPS/images/Art_P11.jpg
Mul ol
=T 2





OEBPS/images/Art_P29.jpg
(4)





OEBPS/images/Art_P89.jpg
(12)





OEBPS/images/Art_P46.jpg
—nm
i}
—wn

Degeneracy

B

o
S

)

SCF GIAO Magnetic shielding

©

1nc

Shift (ppm)

(i)






OEBPS/images/Art_P118.jpg
62
60.
58,

gae

< 54,

gsu

48
46
44
42

pog — (@)

\ e
| /
| /X
1 D //
\“\:\U\D_D//, (s
D M0 R 2 2 B






OEBPS/images/Art_P097.jpg
200
10
150
10
20
100

Percentage o dose reduction (%)

08588

Mobile X-ray unit
eLinear AL Grid

=Crossed ALGrid

—Siinear ron Grid

—_

\

5

n 0 10
p






OEBPS/images/Art_P135.jpg
ettt

=

()

(b)

IR

e

Petenir ppied 1
B

()

B
Pontassied 1

[G]





OEBPS/images/Art_P122.jpg
Lam, MK.,

Vigaghwanetal  Wactal  Zhnget  Wongetal  Wuetal . Chanetal
Parameters @07 @) al.2008) (009 (010) iy @)
ot 3501 G525005 a8 aseon arsoass a2 501
BOD 255454701 072320 25000+ 2150 25000(BOD) 30,100+
2607 26500 10391
con 557754889 090444 IS4 S50+ 4SS0 51000 0000+
7534 500 7612
Temperature (°C) sas 8
Turbidity (NTU) - EYCISE I - - - -
s - 17033252 - - - -
Totalsolids = - S wsise 000 E
767
Suspended solids 147901022 258041510 49300 19610+ 18000 2900+
2908 3065
Volaie suspended slids 35935
Ol and grease 80204174 Va0 3m2e L07-TSR 600 10580+
248 1000
Total stcogen nang - 35001 3543 500-300 750 950450
Ammoniscal nitogen 36450 8 84008 = 35 35101
Kieldab! nitogen - = 736 = .
Protein (@/1) - 1294297 35401 - N N 35401
Carbohydrate (/1) N 289+ 1.60 35401 - - - 35401
Volaile faty acid - = 2087 - = = 470420
Alkalinity 523






OEBPS/images/Art_P105.jpg
@3)





OEBPS/images/Art_P7.jpg







OEBPS/images/Art_P82.jpg
(H,O — H*"+OH") 4.+ hyg—H+ OH"






OEBPS/images/Art_P22.jpg
January 16" August 16"

e
November 15"

7500
L °5)

<






OEBPS/images/Art_P52.jpg
U= =)i-n]_, ZRTs _E_, EO
1K In G5~ BT T RTT

forn#1 (16)





OEBPS/images/Art_P65.jpg
PE-g-

f—— REDPE EVA TP TPMMA (i CL-MAH
(ph)  (phr)  (phr)  (phr) p (pbe)
(phr)
RHDPE/EVA 80 20 25 - - -
RHDPE/EVA/TP 80 20 25 - - -
RHDPE/EVA/TPMMA 80 20 - 25 - -
RHDPE/EVATP/PE-g-MAH 80 20 25 - 6 -
RHDPE/EVA/TP/CL-MAH 80 20 25 = - 6






OEBPS/images/Art_P78.jpg
B

Percentage removal %

ois
Catalyst dosage, g






OEBPS/images/Art_P48.jpg
ssm =
00 v
s A lao
Lsen 00
e
000, L P L .






OEBPS/images/Art_P35.jpg
)





OEBPS/images/Art_P18.jpg
A ey

Lacos






