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Abstract: The diclofenac is the NSAID compound. It is developing poison in nature. The fundamental wellspring of diclofenac in
the earth is pharmaceutical wastewater and local wastewater. It can't be evacuated by ordinary treatment strategies, so it requires an
exceptional treatment technique to expel from water bodies. Advance oxidation process is most recent water treatment strategy
which use free extreme response to straightforwardly debase natural contaminations utilizing impetus. In this examination, the
Mn/Ni based impetus was integrated by compound decrease strategy in which the proportion of Manganese and Nickel was 3:1. The
Characterization of photograph impetus, for example, molecule size and SEM was done to analyze shape and size of impetus. The
zeta molecular size demonstrated that the normal molecule size was 524 nm and SEM results showed that the particles were round fit
as a fiddle. The group explore was done in which different parameters, for example, impact of photo catalyst dose and concentration
of diclofenac were studied. During this research the improved parameters were observed that optimum photo catalytic dose was 25
mg and concentration of diclofenac 20 ppm. The maximum degradation of 90+0.5 % were achieved during this research. After
debasement the lingering diclofenac focus was resolved utilizing UV-Visible spectrophotometer (UV-1800 SHIMADZU
CORPORATION Kyoto Japan).
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I. INTRODUCTION

Now a days the personal care product and pharmaceutical and personal care product in the environment are emerging pollutant
in water and soil and it has potential impact on human life as well as environment [1, 2]. Likewise, this significant rising natural
contamination by PPCPs and their metabolites in the oceanic condition has raised expanding concern [3]. Pharmaceutical
contamination is expanding in the oceanic condition since numerous pharmaceuticals are not entirely evacuated during their
entry through wastewater treatment plants. PPCPs comprise of a wide scope of intensifies whose conduct is hard to anticipate on
the grounds that it is regularly constrained by collaborations with explicit utilitarian gatherings or confused pH subordinate
speciation, etc [4]. The persistent contribution of such mixes may prompt incessant low level introduction and gathering,
bringing about negative impacts on life and the earth [5], plus undesired collateral generation of microbial resistances [6]. One
of the most expended meds compares to the order of the non-steroidal calming drugs (NSAIDs). NSAIDs have been recognized
in effluents from emergency clinics [7] effluent of WWTP [7-11], in rivers, lakes, and surface water [12, 13], as well as in sea
water [14]. Diclofenac is a non-steroidal anti-inflammatory drug use to pain relief medication with different non-rheumatic
diseases and rheumatic [15]. These days, the hurtful impacts of Diclofenac on various life forms in reasonable oceanic
conditions have been illustrated [16]. For instance, diclofenac can cause renal disappointment in the Indian vulture and changes
of the gills of rainbow trout. It additionally can impact the biochemical elements of fish and lead to tissue harm [17]. The
potential risk on environment and on human society demonstrated at trace level. The studied conducted on decline in Vultures
population also in Pakistan was mainly due to Diclofenac residues. When Vultures eat dead bodies of animals, the residue in
meat and blood of dead animals damage the renal systems such as Kidneys of Vultures. This is major cause in decline. [18].
Because of the polar no-unstable nature, diclofenac appropriation in the earth occurred basically through the oceanic medium
movement and evolved way of life collection [19]. Through conventional treatment techniques such as aerobic, anaerobic
process and activated carbon and other methods used were not so effective in the removal of this environmental concern [20]. In
this manner, propelled systems are important, and ought to critically be investigated to manage this natural issue.
Notwithstanding, as far as anyone is concerned, PC expulsion degradation of diclofenac by fluid TiO2 suspensions [21]. To
protect the water resources the new methods for the elimination of diclofenac in water were developed. For that reason different
non-classical and chemicals oxidation method such as irradiation or sonolysis with UV- light or microwave are present. Under
UV-light irradiation such as Fenton reaction in the presence of H202 or 0zone methods were describe recently [22, 23, and 24].
The degradation of organic pollutant from water and wastewater such as dyes or pesticides and the removal of biological
contaminant through ultrasound irradiation method a number of publication have published in recent years [25, 26, 27, 28, 29,
30 and 31]. Without additional oxidizing chemicals in water appears practicable in technical scales of ultrasonic irradiation
[32].From the published research on the water and wastewater treatment , advance oxidation process are well known technology
for the removal of organic compound in the water such as pharmaceutical compounds. Along with the Advance oxidation
process the photo catalyst also use then removal efficiency will also be increased [32]. Through activation of catalyst surfaces
Ultrasound can also modified in catalytic oxidation processes. Synergetic effects can be used for water treatment in advanced
oxidation process (AOP) [33]. In sonolysis use of catalyst is another quite new aspect in this field of investigations [34, 35, 36,
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37 and 38]. In literature the commonly described catalyst are Fenton (Fe2+/ H202) and titanium dioxide (P25) [39]. Keeping in
account the above studies were concluded that the occurrence of Diclofenac drugs in water bodies is an issue of emerging
environmental concern. Therefore we propose this study for the degradation of Diclofenac in water to develop cost effective and
simple treatment method for remediation one of most widely used Diclofenac drug.

Il. MATERIALS & METHODS

A. Chemicals 1

Sodium Diclofenac use as a standard and also as a pollutant in spiked water was purchased from the GSK pharmaceutical Pvt.
Ltd company Karachi. Methanol employed to make stock solution of diclofenac purchased from DAE JUNG Chemicals and
metals co. Ltd. Nickel sulfate and manganese sulfate to synthesize the photo catalyst was purchased from the DAE JUNG
Chemicals and metals co. Ltd. Sodium borohyderad used as a reducing agent in the synthesize of photo catalyst also purchased
from the DAE JUNG Chemicals and metals co. Ltd. Sodium hydroxide and Hydrochloric acid also used form the pH study was
purchased from DAE JUNG Chemicals and metals co. Ltd. All the chemicals used in this study are employed any further
purification, Deionized water used through this study.

B. Fabrication of Photo Catalyst 2

The bimetallic photo catalyst were prepared by using Sodium borohyderad (NaBH4) reduction method with some modification
[40]. Briefly, 0.1775 M of MnS04.H20 was mixed with nickel sulfate 0.06M having ratio of 3:1 and were dissolved in
deionized water. Mixture was then stirred mechanically and 0.2 % of NaBH4 was added drop wise while stirring the solution,
finally brownish black precipitate were formed which were washed several times with deionized water, filtered and dried
overnight in to oven at 50 -C.

C. Photo Catalyst degradation experiment 3
In each experiment 50 ml of diclofenac solution with known concentration was added to 0.02 g of perlite in 100 ml of glass
beaker at 34+0.5 °C and put the beaker into the digital ultrasonic cleaner (WINCOM company Ltd china) under the 100 watt

tungsten bulb, whose emitting spectrum was similar to sunlight was used as light source [41]. The sample were taken at present
time interval and photo catalyst was separated from the solution by filtration assembly. The concentration of supernatant
solution was analyze to determine the residual concentration of diclofenac and was measured before and after treatment with
double bean UV-Visible spectrophotometer (UV-1800 SHIMADZU CORPORATION Kyoto Japan). All experiment carried
out twice and average value of concentration are taken. Two parameters like pH and photo catalyst dose in visible light will be
performed. Photo catalyst dose optimization will be carried out using 10 mg, 15 mg, 20 mg and 25 mg, 30 mg and 35 mg doses,
similarly concentration study of diclofenac also be done.

D. Kinetics Models

The methods for adsorption reaction can be analysis through the equation of adsorption Kinetics. Pseudo first order and Pseudo
second order are widely use, which were also analyzed in this study.
Pseudo First Order
The equation for Pseudo first order is (Eq.04)

Log (Qe—Qt) =Log Qe-K1*t.......... (04)
Where,
Qe = ration of equilibrium uptake of diclofenac on the absorbent surface as mg/g
Qt = adsorption on the adsorbent on the time t
K1 = Pseudo first order constant basis on g/ (mg. mint)
The graph is plot Log (Qe-Qt) versus t is linear so the reaction follow this model [42].
Pseudo Second order model
This is empirical model which is define as the rate of adsorption used with proportional to the square of the number of sites
involved. Eq. (05) is the linear form of this model.

t/Qt = /K, *Qe? +t/Qe  ........... (05)

Where,

Kz (g9/(mg. mint))is the pseudo second order constant. A linear graph is plot t/Qt verses t and slop of 1/K;*Qe?and 1/Qe
respectively [43].
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E. Analytical procedures

The sample were filtered with 0.45 micro meter filter paper through filtration assembly to remove the catalyst particles. The
filtered sample than run on UV-spectrophotometer to check the remaining concentration of diclofenac from the water samples at
the absorbance of 276 nm [44 and 45].

F. Characterization of Photo Catalyst

The morphology and structure of the Nano-particle of Mn/Ni is done through the different techniques such as Particle size
analysis using master sizer 3000 of Malvern instruments Ltd, X-ray diffraction (XRD) by using D8 ADVANCE X-ray diffract
meter from Bruker AXS, Scanning electronic microscope (SEM) by using scanning electronic microscope model JSM 7500 F
Geol Ltd company Tokyo Japan working at 10KV and Fourier trans formation infra-red radiation (FTIR) using Fourier
transform infrared spectroscope having model iS10 USA and spectrum range 600 to 4000 cm-1.

I1l. RESULTS

A. Scanning electronic microscope (SEM) and Particle size analysis

The top view of Mn/Ni photo catalyst crystals are shown in fig.1. The Mn/Ni crystals are spherical and spherical like structures,
which has the spherical diameters about 525 nm.

Fig. 1: SEM image of Mn/Ni (a) at 1 pm zoom (b) at 5 pm zoom

B. Effect of photo catalyst dosage on diclofenac:

Photo catalytic loading rate is the primary option in the bimetallic photo catalytic. In this experiment the concentration of 20
ppm of sodium diclofenac is taken and the dose of photocatalystic was varied from 10mg — 35 mg to check the effect t of
catalytic amount. The diclofenace was irradiated for 3 hrs at the pH of 3. The maximum removal efficiency achieved at 25 mg
with 75% of diclofenac removal as shown in fig 02.

—&— Effect of photocatalyst Dose
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Figure.02: Influence of catalytic dose on the removal of diclofenac from water

C. Effect of Diclofenac concentration:

The effect of diclofenac was examine on the degradation of bimetallic photo catalyst. The experiment were carried out in a
range of diclofenac initial concentration (1, 2.5, 5, 7.5, 10, and15) with removal efficiency of 90, 89, 79, 76, 63 and 55%
respectively. The diclofenac decreases as the initial concentration increases as shown in fig 03. From this results it is clear that
the diclofenac and the catalyst adsorption of present photon has good competition leading to the degradation of diclofenac. On
the one hand diclofenac has cross relaxations between the photolysis regimes and excited state of diclofenac. On the other hand
due to the high absorbance of light through the diclofenac the photon available for the activation of catalyst are not good to
maintain an efficient process. Similar results achieved from the different literature for the degradation of diclofenac and other
organic compounds [46].
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Figure.03: The concentration removal of diclofenac from water at optimum dose, pH and contact time.

D. Kinetic study of diclofenac

The adsorption dynamics of adsorbent can be better understand through the kinetic adsorption. In the modelling and design of
any adsorption process the kinetic parameters play an important role. This knowledge give path to design a large system. The
kinetic adsorption of diclofenac on photo catalyst was calculated using Eq. O1. In this work two kinetic models were used
(Pseudo first order and pseudo second order). The pseudo Fist order is plot in figure 7 (a) and Pseudo second order is plot in
figure 4 (b). It was observed during the study that diclofenac adsorption on Mn/Ni photocatalyst followed pseudo second order
kinetic rather than pseudo first order with R2 value is 0.9997 as indicate in figure.04 (b). The pseudo second order constant
value can be calculated by using Eq. 05.
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Figure. 04- Adsorption kinetic study of diclofenac on adsorbent (a) Pseudo First Order (b) Pseudo second order model

IV. CONCLUSIONS

During this study the Manganese and Nickel bimetallic photocatalyst were prepared through the sodium borohydrat method
which were used for the treatment of diclofenac through the advance oxidation method. It was observed that the removal
efficiency of functionalized Mn/Ni was 90+0.5 % at the adsorption capacity of 33.412 mg/g at optimum conditions. The
adsorption kinetics followed Pseudo second order model.
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