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Photocatalytic degradation of 
oily waste and phenol from a local 
South Africa oil refinery wastewater 
using response methodology
E. K. Tetteh  ✉, S. Rathilal   & D. B. Naidoo

The photocatalytic degradation of a local South Africa oil refinery wastewater was conducted under UV 
radiation using an aqueous catalyst of titanium dioxide (TiO2), Degussa P25 (80% anatase, 20% rutile) 
in suspension. The experiment was carried out in a batch aerated photocatalytic reactor based on a 

central composite design (CCD) and analyzed using response surface methodology (RSM). The effects of 
three operational variables viz. TiO2 dosage (2–8 g/L), runtime (30–90 minutes), and airflow rate (0.768–
1.48 L/min) were examined for the removal of phenol and soap oil and grease (SOG). The data derived 
from the CCD, and the successive analysis of variance (ANOVA) showed the TiO2 dosage to be the most 

influential factor, while the other factors were also significant (P < 0.0001). Also, the ANOVA test 
revealed the second-order of TiO2 dosage and runtime as the main interaction factors on the removal 

efficiency. To maximize the pollutant removal, the optimum conditions were found at runtime of 
90 minutes, TiO2 dosage of 8 g/L, and an aeration flow rate of 1.225 L/min. Under the conditions stated, 
the percentage removal of phenol (300 ± 7) and SOG (4000 ± 23) were 76% and 88% respectively. At 
95% confidence level, the predicted models developed results were in reasonable agreement with 
that of the experimental data, which confirms the adaptability of the models. The first-order kinetic 
constants were estimated as 0.136 min−1 and 0.083 min−1 for SOG and phenol respectively.

Photocatalysis has attracted worldwide interest due to its potential to use solar energy not only to solve envi-
ronmental problems but also to provide renewable and sustainable energy1,2. However, the ever-increasing 
demand for good water quality and oil re�nery products have become expensive commodities with major chal-
lenges, which requires thoughtful attention3,4. Oily waste from petroleum re�nery has aliphatic and phenolic 
compounds, are considerably carcinogenic and toxic to the ecosystem and human health, and therefore their 
removal from wastewater is of global concern3,5,6. �e tox,icity and extreme instability of oily waste make them 
not degradable easily, this pose a signi�cant threat to the water bodies and soil5–7. Meanwhile, the processing of 
crude oil consumes large volumes of water and generates about 0.4–1.6 times the amount of crude oil processed 
as oil re�nery wastewater (ORW)8–10. �e discharge of ORW with adequate or no treatment, due to their inert-
ness, endocrine-disrupting abilities, and carcinogenic behaviour could also a�ect water bodies and soil pro�le 
negatively9–11. �erefore, there is the need to develop sustainable and eco-e�ective methods to mitigate the oily 
pollutants from the ORW, to produce clean water and a sustainable environment12. In this case, the photocatalysis 
technology was considered.

Unfortunately, the production of polluted wastewater (ORW) is based on the raw crude oil type, plant con�g-
uration, and operational procedure, which varies in physicochemical parameters as compared to urban waste-
water13,14. ORW may constitute a high range of hydrocarbons in free, dispersed and dissolved forms, like SOG 
(600–1500 mg/L), phenol (20–300 mg/L), chemical oxygen demand (200–950 mg/L) and other pollutants10–13. 
�e rapid increase of emerging contaminants (such as oily waste, pharmaceuticals, endocrine-disrupting drugs, 
antibiotics, and pesticides) in recent times has raised concern with respect to upsetting the general balance in the 
ecosystems and the wastewater settings12–14. Conventionally, these emerging contaminants cannot be completely 
degraded by a standalone chemical, mechanical, or biological treatment without advanced technology14,15. To 
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combat this crisis, the policy of stringent environmental protection has become an indubitable principle in var-
ious developing countries13–16. South Africa, which cannot be exempted from the ORW environmental threats, 
has admissible limits of 50 mg/L and 5 mg/L for carcinogenic contaminants like SOG and phenol respectively16,17.

To meet some of the aforementioned stringent bylaws16, physicochemical and mechanical techniques such as 
hydrocyclones, plate separators, and �otation is commonly used as a pre-treatment process of ORW18–20. Usually, 
these techniques work by gravity separation and are not e�ective without the application of coagulation which 
then increases the cost of chemical usage21–23. In this regard, several technologies have been proposed including; 
adsorption, biological systems, membranes, microwave-assisted catalytic wet air oxidation (hydrothermal oxi-
dation), and advanced oxidation processes (AOPs)22–27. Unfortunately, some of these technologies are associated 
with many drawbacks including residual sludge generation, low e�ciency, reaction rate, and operational condi-
tions control within a speci�ed temperature and pH for the treatment of ORW28–30.

AOP in recent times is gaining attention for mineralization of ORW because it o�ers distinct merits over 
many conventional treatments31. In comparison, AOP has the potential to destroy a wide range of organic and 
recalcitrant pollutants to completion within a shorter possible time than biological systems32–34. Classifying types 
of AOPs are generally based on the techniques used in generating the reactive radicals and the relative oxidation 
potential (estimated to be +2.8 V). Some of the oxidants like ozone, H2O2, HOCl, and chlorine have high oxida-
tion potentials as 2.07 V, 1.78 V, 1.49 V, and 1.36 V respectively31–36. �e single-use or combination of any of these 
oxidants exposed to ultraviolet (UV) or sunlight radiation produces oxidative species (OH−, O2−)36,37. Hydrogen 
peroxide (H2O2), for instance, can hasten the reaction rate, capture electrons, and react with excess oxygen by 
absorbing the light with a shorter wavelength less than 310 nm, which makes it energy-intensive36–38. On the other 
hand, decomposition of an electron-hole charge pair is formed when semiconductors like ZnO; WO3 or TiO2 are 
illuminated with UV light38–40. In all the cited scenarios, the generation of OH radicals is very essential for the 
photocatalysis process due to their high reactivity39–41. Among them, titanium dioxide (TiO2), has been the most 
e�ective photocatalyst or semiconductor for wastewater applications31.

Heterogeneous photocatalytic oxidation (HPO) that utilizes TiO2, when exposed to UV light is said to pro-
duce the most powerful intermediary oxidative radicals. HPO is seen as a promising route for degrading recal-
citrant organic pollutants with less toxic substances31–34. As most promising technologies are associated with 
complex operating parameters that can a�ect their performance, HPO cannot be le� out37,41,42. Some of these 
variables include light intensity, amount of catalyst, pH, temperature, the concentration of the pollutants, aera-
tion �owrate, wavelength, and reaction time34–38. A solar photocatalytic degradation was conducted on TiO2 in 
an immobilized system; it was found that increasing the catalyst dosage from 0.5 to 5 g/L, resulted in chemical 
oxygen demand (COD) removal of 55 to 83%39. However, the use one-factor-at a time (OFAT) to investigate 
multi-function operating systems have limited information on the overall interactive e�ects of the factors on 
the response43,44. Addition to this, the OFAT approach which requires a lot of resources is time-consuming and 
cost-intensive44,45.

Response surface methodology (RSM) has been referred as the alternative to the OFAT approach for optimiza-
tion, and has also shown the overall interactive e�ects of factors in numerous chemical and wastewater treatment 
processes17,43–45. RSM is a collection of statistical and mathematical techniques used for experimental design and 
process optimization as well as improving existing process design17,45. However, to the best of our knowledge, 
little is known about using RSM to optimize the photocatalytic degradation of ORW. �us to specify the most 
in�uential and interactive factors in order to enhance the system e�ciency. �erefore, in this work, the cen-
tral composite design (CCD) was employed to model and optimize the degradation of local South Africa ORW 
using TiO2 and UV light. �e factors considered were TiO2 dosage, runtime, and aeration �ow rate, whereas the 
removal of SOG and phenol were the responses.

Materials and Methods
Oil refinery wastewater sample. A local South Africa ORW sample from a point source leaving a dis-
solved air �otation to the clari�er into the sewer was collected, characterized, and monitored for its water quality 
within a period of four months. A synthetic sample was then prepared according to Naidoo46, to mimic the raw 
ORW for the laboratory test. �is was prepared by adding 3 mg/L phenol crystals and 40 mg/L Power Glide 
SAE40 motor vehicle oil (Engen, SA) to 1 L of ORW. �e oil-water emulsion obtained was stirred for 24 hours 
and allowed to stand for 2 hours, ensuring there was no non-dispersed oil in the water. �e supernatant was 
filtered using a quantitative filter paper (Whatman grade 597) with a pore size of 55 mm. American Public 
Health Association standard method of wastewater analysis was followed to characterize the synthetic ORW 
as depicted in Table 1. �e phenol was tested with a �ermoFisher Gallery Discrete Analyser (manufactured by 
�ermoFisher Scienti�c). �e SOG was measured according to a modi�ed method by Tetteh et al.10. �e min-
eralization of the SOG and Phenol was the key responsibilities for this study. �ree samples were taken and the 
degradation average values were used for the RSM. �e degradation percent for the SOG and Phenol a�er each 
experimental run was calculated using Eq. (1).

=
−

×degradation
C C

C
% 100%

(1)
0

0

In this equation, C0 and C are the initial and remaining concentrations respectively.

Titanium dioxide (TiO2). �e Degussa P25 purchased from Huntsman Tioxide South Africa (Pty) is the 
TiO2 catalyst used. �is is made up of anatase (80%) and rutile (20%) with a mean particle size of 30 nm and a sur-
face area of 50 m2/g. �e physicochemical properties of this nanocatalyst are given in Table 2. A stock suspension 
of 1 L TiO2 nanoparticle was prepared and stored at 21 °C. To ensure homogeneous mixing, the TiO2 suspension 
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was sonicated at 20 kHz for 15 min using VWR model 75HT sonicator (VWR, Mississauga, ON, Canada). �e 
pure TiO2 nanoparticle was characterized using SHIMADZU x-ray di�raction (XRD) (Model: XRD 6000) cou-
pled with Cu- K radiation at λ = 0.15418 nm, a voltage of 20 kV and a current density of 30 mA. �is was carried 
out at room temperature, whereas the mean crystallite size (D) was estimated using the Scherrer formula (2)47,48.

β θ
=

λ
D

k

cos (2)

where, the X-ray radiation wavelength, the Scherer constant, the maximum peak full width at half radians, and 
the Bragg di�raction angle (radians) are represented by λ = 0.15418, k = 0.89, β and θ respectively.

Experimental procedure. �e photocatalytic reaction was performed in a modi�ed glass reactor chamber 
with four beakers of 1 Litre volume each, stirred at 150 rpm using a magnetic stirrer. In previous studies10,46, oily 
waste treatment was found to be more e�ective in the acidic medium than alkaline medium, hence in this study, 
the pH of the sample was kept constant at 5.5. �e adjustment of the pH was done with sulfuric acid and sodium 
hydroxide solutions. Two lamps of �uorescent T8 blacklight- blue bulb (18 W, Philips, and Netherland), were 
suspended above the beakers to ignite the photons of the TiO2 catalyst for the degradation of the pollutants. To 
achieve the full UV light intensity (200–430 nm), before the experiment the lamps were turned on for at least 
30 min. A DARO Twin aquarium air pump with a double outlet, high and low �ow setting, pinholes (0.5 cm), and 
length, 9 cm was used as the aeration source. A�er each set time of runs, samples were collected using a syringe 
and �ltered through a 0.22 µm nylon syringe �lter for analysis. �e residue was characterized by a Scanning 
Electron Microscope (SEM) coupled with an energy dispersive x-ray analyzer (EDX) (Model: EVO HD15, Carl 
Zeiss, Germany) as shown in Fig. 1.

Experimental design using RSM. Design-Expert so�ware (Version 11.1.0.1, Stat Ease Inc, USA) was 
used for the multivariate regression analysis, modeling, and optimization via the RSM-CCD45. �e three selected 
factors with their respective levels were denoted by A, B, and C for catalyst dosage (2, 5, 8 g/L), runtime (30, 
60, 90 min), and air�ow rate (0.77, 1.11, 1.48 L/min). �e input variables lower and upper limits were speci�ed 
together with SOG and Phenol removal as the response variables to generate the experimental matrix. By apply-
ing the CCD, 20 experimental runs were designed with 6 center points, 8 factorial points, and 6 axial center 

Component
Before 
value ± std dev

Treated 
value ± std dev

SOG (mg/L) 4000 ± 23 480 ± 36

Phenol (mg/L) 300 ± 72 69 ± 15

Phosphate (mg/L) 60 ± 33 35 ± 14

Calcium hardness (mg/L) 37 ± 24 9.25 ± 32

M-Alkalinity (mg/L) 77 ± 32 19 ± 4

Total Dissolved Solids (TDS) 
(mg/L)

233 ± 53 82 ± 76

pH 7.13 ± 12 7.8 ± 1

Iron (mg/L) 6 ± 13 3.3 ± 45

Chlorides (mg/L) 99 ± 22 34.65 ± 23

Sulfates (mg/L) 28 ± 23 12.6 ± 1

Silica (mg/L) 60 ± 23 15 ± 32

Table 1. Characterised oil re�nery wastewater sample before and a�er treatment.

properties value

White powder content 94% purity

Phase mixture Rutile 20%, Anatase 80%

Surface gravity 4.1 g/cm3

Crystal size 0.23 m

Bulk density 1.1 g/cm3

Oil adsorption 18 cm3/100 g pigment

Durability High durable

Mean particle size (nm) 30

pH in aquatic solution 5.5

ISO 591 classi�cation R2

CAS No 13463-67-7

Table 2. Physicochemical properties of titanium dioxide (Degussa P25).
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points. �e data obtained (Table 3) were then �tted on a quadratic polynomial model to analyze the relationship 
between the response variables and the input factors using (3).

∑ ∑ ∑β ε= + β + β + β +
= = ≤ ≤

x x x xY
(3)i

k

i
i

k

i
i j

k

i j0
1

i
1

ii
2

1
ij

In the above equation, Y denotes the response variable of the photocatalytic e�ciency, β0 is a constant, βij, 
βii, βi are the coe�cients of regression for interaction e�ects, xi, xj are independent variables and ε represents the 
error.

Results and discussion
Characterization of TiO2. Figure 2 shows the XRD spectrum of the TiO2 (commercialized Degussa P25) 
nanoparticles with distinct di�raction peaks of anatase (101) and rutile (110) nanoparticles47,48. �e di�raction 
peaks correspond to a reference line pattern (JCPDS: 21-1272/76) of crystalline titanium dioxide48. �is con�rms 

Figure 1. Schematic of Photocatalysis experiment.

Run

Factor 1 Factor 2 Factor 3 Y1-SOG (%) Y2-Phenol (%)

A: Catalyst 
dosage (g/L)

B: Run Time 
(min)

C: Air Flow 
rate (L/min) Exp Pred Exp Pred

1 2 60 1.11 87.21 88.27 47.98 47.59

2 8 30 1.48 87.21 86.3 38.39 39.86

3 5 60 1.11 85.71 85.61 49.6 47.46

4 2 90 0.768 79.73 80.57 56.58 55.49

5 2 30 1.48 85.71 85.57 34 32.74

6 5 60 0.768 79.73 79.19 55.97 54.15

7 8 90 1.48 85.71 86.63 64.92 63.54

8 5 60 1.48 76.79 77.63 42.71 42.92

9 8 60 1.11 93.69 92.94 49.6 48.38

10 5 60 1.11 85.71 85.61 53.86 47.46

11 8 90 0.768 89.04 89.15 49.6 51.26

12 5 60 1.11 85.71 85.61 33.52 47.46

13 5 90 1.11 87.21 86.06 49.6 49.45

14 5 60 1.11 85.71 85.61 45.33 47.46

15 2 90 1.48 79.73 79.01 33.52 34.48

16 5 60 1.11 85.71 85.61 49.6 47.46

17 5 30 1.11 87.21 88.67 45.33 43.87

18 8 30 0.768 87.21 87.85 41.85 41.31

19 2 30 0.768 87.21 86.17 65.69 67.48

20 5 60 1.11 85.71 85.61 49.6 47.46

Table 3. �e CCD input and output data obtained.
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that Degussa P25 has a crystalline structure, which consists of anatase and rutile phases. �e 2θ at peaks 28.35°; 
37.78°; 54.98° and 65° con�rm the strong di�raction peaks of anatase (A) phase, whereas peaks at 32.3°; 47.5°; 
48.1o and 53.95o can be attributed to rutile (R) phase46–48. As anatase (101) is preferentially oriented with more 
hydroxyl groups at its reactive surface with less capacity of oxygen, makes it suitable to absorb the SOG and phe-
nol compounds present in the ORW46,47,49. �e average grain size of the nanoparticles was estimated by using the 
x-ray line augmentation technique together with the Scherrer (2)48–50. �e estimated size for the anatase (110) 
and rutile (101) respectively were about 23 nm and 39 nm, which was close to what has been reported50,51. �e 
estimated particle size and crystal structure signify scattering rising from large crystals produce Bragg peaks as a 
function of the re�ection angle48–51.

Figure 3 presents the SEM image (a and b) of the TiO2 nanoparticle morphology before and a�er the exper-
iment, as well as the EDS image (c). Two di�erent grain sizes among the agglomerated particles with uniform 
spherical shape are observed in the SEM image (a and b). �eir surface layers were seen to be heterogeneous and 
porous with a thickness about 5–10 µm48,50. �is denotes a good inter-particle bond that was formed between the 
anatase and rutile particles (Fig. 2) with high porosity which enhanced the degradation whilst in suspension47. 
�is con�rms the measurement obtained from the XRD pattern (Fig. 2), where the anatase phase is predomi-
nant48. Likewise, the estimated smaller and larger particle size appears to be about 23 and 39 nm respectively47,48. 
�is suggest that the smaller particles are the anatase whereas the larger particles are rutile as established by other 
authors47–51.

Figure 4 shows the EDS peaks (a) with its corresponding elemental distribution (b) deposited on the photo-
catalyst slurry. �e visible pores (spectrums 5) on the surface layer (Fig. 3c) signi�es agglomeration occurrence 
during mineralization50,51. From the EDS image (a- peaks; b-table), it was certain the chemical composition in 
the wastewater can suppress the TiO2 photocatalyst51,52. �e appreciable increasing order of compounds presence 
were as follows: Oxygen (O) > Carbon (C) > Silica (Si) >Titanium (Ti) > Calcium (Ca) > Aluminum (Al) > 
Sulphur (S) > Iron (Fe) > Sodium (Na) > Phosphorus (P). Also, the broad di�raction peak at 2θ = 15–25° in the 
XRD (Fig. 1) might also be the amorphous silica layer48,51. �is is likely to rapture an amount of the TiO2 pho-
tocatalyst reactive site from oxidation and might suppress the photocatalytic e�ciency48,50,52. Moreover, chains 
of octahedral, aromatic, and aliphatic species (C-C/C-H; C-O-H/C-O-C; C=O; O-C=O) are able to bridge with 
TiO2 in edge-sharing con�gurations50–52. As it appears in the EDS image (Fig. 2a), with a high amount of oxygen 
(O) and carbon (C) denotes the higher possibility of passive layer formation52,53. Such as carbon-oxygen –contam-
ination nano-layer (C-O-N/SOG), which therefore enhanced the removal of the SOG and phenol52–54. �e SEM/
EDS and XRD analysis con�rmed the unique hydrophobic features of TiO2 (Degussa P25) nanoparticle50,51,54. 
�ese include high surface area (50 m2/g), particle size (mean size 30 nm), multifunctional phase (rutile and 
anatase) and photocatalytic degradation ability giving it a great potential for water and wastewater treatment50–54.

Response surface methodology. �e use of the OFAT approach on the photocatalytic system has been 
extensively reported by many authors48–50. However, the interaction e�ects of multiple factors on the response 
variables is still a limitation46,47. �erefore, the relationship between three factors (catalyst dosage, reaction time, 
and aeration �ow rate) on the response variables (SOG and Phenol) were then examined using RSM. For graph-
ical representation, three-dimensional response surface plots were used to ease visualization of the interaction 
e�ects of the input factors46,55,56. �e experimental data obtained for the removal of SOG and phenol using the 
photocatalytic system with TiO2 nanoparticle is presented in Table 3. �e data obtained were then �tted onto a 
reduced quadratic model using the Design-Expert so�ware (Version 11.1.0.1, Stat Ease Inc, USA) model tech-
niques46. A good correlation was observed, with a predicted value slightly deviated by less than 5% from the 
experimental data46. �e high level of the TiO2 catalyst dosage increased the mineralization level of SOG and 

Figure 2. XRD pattern for TiO2 (Degussa P25) with reference line patterns assenting JCPDS: No 21-1272 to ∙ A 
(101): Anatase and No 21-1276 to ∆R (110): Rutile crystalline.
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Phenol53,54, such that the release of more of the active H+ and OH− radicals enhanced the degradability of the 
contaminants by absorbing them unto the TiO2 active surface50–52.

Model �tting and statistical analysis. Experimental data obtained was modeled unto a second-order polynomial 
function (quadratic) model. �e models were developed to relate the response (Y1 and Y2) as a function of the 
coded input factors (A, B, and C). Akaike’s Information Criterion (AlCc) with the forward direction was used as 
a criterion to select the best model. �e improved models are expressed in Eqs. (4) and (5) for SOG and Phenol 
removal respectively.

Y

A B C

(SOG) 85 59 2 33A 1 31B 0 777C 1 72AB 0 2377AC

0 2416BC 4 99 1 75 7 18 (4)

1
2 2 2

= . + . − . − . + . − .

− . + . + . − .

= . + . + . − . + . + . + .

+ . − . + .

Y

A B C

(Phenol) 47 23 0 7245A 2 92B 5 62C 5 48AB 8 32AC 3 43BC

0 53 0 795 1 3 (5)

2
2 2 2

�e model-independent terms (A, B, and C), interaction terms (AB, AC, and BC) and the quadratic terms 
(A2, B2, and C2) were found to be signi�cant (P < 0.0001). �ese were selected based on the P-values being less 
than 0.05 and adequate precisions being greater than 4 with the regression coe�cient closer to 155,56. �e nega-
tive and positive coe�cient terms show that individual or interaction terms in the model can a�ect the response 
either decreasing or increasing the degradation e�ciency45. �us, the positive and negative coe�cient term(s) 

Figure 3. SEM image of TiO2 (Degussa P25) photocatalyst (a) Pure form (b) Slurry form and (c) slurry in EDS 
image.

Figure 4. EDS image of TiO2 (Degussa P25) Photocatalysis slurry; (a) Peaks; (b) Elemental distribution; (c) 
Spectrum.

https://doi.org/10.1038/s41598-020-65480-5
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signi�cantly in�uence the photocatalyst process38,40. �e trend in decreasing the removal e�ciency of SOG 
removal, in relation to decreasing of the model (4) terms are as follow A2 < A < B2 < AB < AC < BC < C < B < C
2. Likewise, the decreasing order of the phenol model (5) terms is AC < AB < BC < B < C2 < A < A2 < B2 < C. It is 
deduced that the interaction e�ects of catalyst dosage and air�ow rate (AC) or catalyst dosage and runtime (AB) 
can enhance the degradation, whereas the most sensitive factor among them is the catalyst dosage (A). �is might 
be due to su�cient active surface area available for adsorption of the contaminants38,44.

Tables 4 and 5 present the regression analysis of variance (ANOVA) of the second-order polynomial models 
examined for the SOG (4) and Phenol (5) removal respectively. ANOVA results constitute source (the source 
of the variation), DF (degree of freedom), the sum of squares, mean squares, Fisher (F-values), and Probability 
(P-values). �e F-test is used to determine the signi�cance of the regression coe�cients of the parameters. �e 
low coe�cient of variation (CV) values of 1.21% and 10.95% respectively for the SOG and phenol removal con-
�rms the accuracy of the models55. �e models had an adequate signal-to-noise ratio (adequate precision ratio) 
of 10.97 and 9.37 for SOG and phenol removal respectively45. �e P-values <0.05 con�rms the signi�cance of 
the models. Also, the model’s predictability was also con�rmed by the lack of �t of the models, which are not 
signi�cant relative to the net error, such that their p-values are greater than 0.0545. �e adequate precision value 

Source
Sum of 
Squares df

Mean 
Square F-value p-value

signi�cantModel 262.33 9 29.15 27.4 <0.0001

A-Catalyst dosage 54.06 1 54.06 50.81 <0.0001

B-Run Time 17.29 1 17.29 16.25 0.0024

C-Air Flow rate L/
min

6.04 1 6.04 5.67 0.0385

AB 23.77 1 23.77 22.34 0.0008

AC 0.452 1 0.452 0.4248 0.0292

BC 0.467 1 0.467 0.439 0.0226

A² 68.54 1 68.54 64.42 <0.0001

B² 8.44 1 8.44 7.94 0.0182

C² 141.2 1 141.2 132.72 <0.0001

Residual 10.64 10 1.06

Lack of Fit 10.64 5 2.13 0.0823 0.8823 not signi�cant

Pure Error 162.65 5 51.86

Cor Total 272.97 19

R² 0.9861 Model Precision 10.9798

Adjusted R² 0.9659 Std. Dev. 1.03

Predicted R² 0.7533 Mean 85.38 C.V.% 1.21

Table 4. Analysis of Variance (ANOVA) for SOG response surface.

Source
Sum of 
Squares df

Mean 
Square F-value p-value

Model 1298.75 9 144.31 5.25 <0.0001 signi�cant

A-Catalyst dosage 5.25 1 5.25 0.1911 0.0413

B-Run Time 85.43 1 85.43 3.11 0.043

C-Air Flow rate L/min 315.28 1 315.28 11.48 0.0069

AB 240.57 1 240.57 8.76 0.0143

AC 554.24 1 554.24 20.18 0.0012

BC 94.29 1 94.29 3.43 0.0036

A² 0.7725 1 0.7725 0.0281 0.0072

B² 1.74 1 1.74 0.0633 0.0065

C² 4.65 1 4.65 0.1693 0.0894

Residual 274.69 10 27.47

Lack of Fit 22.89 5 4.58 0.0909 0.9901 not signi�cant

Pure Error 251.8 5 50.36

Cor Total 1573.44 19

R² 0.9854 Model Precision 9.374

Adjusted R² 0.9683 Std. Dev. 5.24

Predicted R² 0.7567 Mean 47.86 C.V.% 10.95

Table 5. Analysis of Variance (ANOVA) for Phenol response surface.
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is greater than 4, which signi�es the models can be used to navigate the design space44. �e diagnostic plots (in 
Supplementary Fig. S1) were also used to examine the residual analysis of the response surface, which proves the 
data obtained were well �tted on the models43–45.

Graphical analysis of individual factors. Graphically, the individual factors studied behaved di�erently towards 
the removal of the contaminants, which might be due to the hydrophobic nature of ORW46. Since pH (5.5) is 
one of the major photocatalysis factors, this study was kept constant. It has been reported that in acidic medium 
(<5.5) the surface charge of TiO2 is positive57,58. unlike the alkaline medium (>5.5) where it becomes negatively 
charged59. However, most of the organic compounds in ORW (like SOG, phenol, and other phenolic deriva-
tives) are negatively charged55,56. Hence acidic medium favors their electrostatic force of attraction towards the 
TiO2 charged surface59,60. �e Supplementary Fig. S1 presents the e�ect of the individual factors (A-catalyst dos-
age; B-reaction time and C- aeration time rate on the two responses (SOG and phenol removal). In both cases, 
increasing the catalyst dosage as a function of time increased their removal. Whereas, an increase in aeration rate 
to the maximum with other factors kept constant, resulted in a drop in photocatalytic degradation e�ciency44,53. 
�us at the high aeration rate, most of the radical species might be hunted, hence resulting in reducing the reac-
tion rate and the removal e�ciency59,60.

Interaction e�ects of factors. To overcome the setbacks of OFAT techniques (Supplementary Fig. S1), evaluating 
the interaction e�ects of the factors were found to be important. �us, the interaction e�ects can augment or 
diminish the main impact on their response45. Figure 5 shows the interaction e�ects of catalyst dosage (A) and 
reaction time (B) on (a) SOG and (b) phenol removal at �xed aeration of 1.2 L/min. �is con�rms the ANOVA 
test, where the two interaction factors (AB) were found to be highly signi�cant (P < 0.0001). �e degradation of 
e�ciency was seen to increase with an increase in catalyst dosage with respect to maximum time (B- red line). 
Whereas with minimum time (B-black line) there was a reduction in performance. �us, at the maximum dosage, 
there is a high tendency of agglomeration (particle-particle interaction) with excessive particle concentration at 
lower reaction rate50,51. �is might compromise the active surface area available for absorption58. �e tradeo� 
between these two opposing phenomena will result in a drop in photocatalytic degradation59. Until optimum 
conditions are attained, there will be non-uniform light intensity distribution within the solution60.

�ree-dimensional (3D) plots (Fig. 6) illustrate the relationship between input variables interactions and the 
response variables (SOG and Phenol removal). �e curvatures of the 3D plots clearly show the desirable condi-
tion peaks shi�ed towards the higher catalyst dosage and reaction time45,61. Which signi�es increasing the cat-
alyst dosage more hydroxyl radicals are produced to enhance the degradation46,53. However, TiO2 nanoparticles 
have a high a�nity to agglomerate with respect to time, hence the longer the time the better. �us, aggregation 
(particle-particle interaction) began at photocatalyst dosage >2.5 g/L, which might reduce the e�ective surface 
area of the catalyst and adsorption of the reactants47,48.

Numerical optimization. In numerical optimization, the desirability function was carried out for each response 
and individual factors. �e possible goal to maximize the responses were set together with the optimum region 
of the factors minimum and maximum levels45. �e desirability values of the numerical optimization procedure 
was set in terms of catalyst dosage (2–8 mg/L), runtime (30–90 min), and air�ow rate (0.768–1.48 L/min). �e 
desirability goal was randomized and more than two maximum goals were attained due to their curvature in 
the response surfaces and their combination in the desirability function [Design Expert so�ware]. To achieve 
high desirability goals, about 41 optimized conditions were obtained within the designed space (presented in 
supplementary Table S1). Figure 7 shows the most suitable option selected with a desirability e�ciency of 80% 

Figure 5. Diagnostic interaction plot of catalyst dosage and reaction time on (a) SOG and (b) Phenol removal 
at constant aeration rate (1.2 L/min).
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representing 95% SOG and 58% phenol, at a catalyst dosage of 8 mg/L, run time of 90 min, and an air�ow rate of 
1.225 L/min.

Confirmation test and kinetic study. In Fig. 8, the overall experimental results were seen to be in good 
agreement with the model predicted results (a and b). �e optimum conditions (Fig. 7) were con�rmed exper-
imentally with 88% and 76% removal of SOG and Phenol respectively (Fig. 8c). �e model developed also pre-
dicted 86% and 77% for SOG and phenol removal, with a deviation of less than 5%. �e photocatalysis with TiO2 
(Degussa P25) for the treatment of ORW containing SOG and phenolic products was found to be feasible, where 
the system e�ciency was signi�cantly based on the catalyst dosage as a function of the reaction time. �e data 
obtained was successfully tested with the pseudo-�rst-order kinetics which showed a linear progression behav-
iour of degrading ORW contaminants. By using (1), the function of ln (C/Co) vs reaction time (min) was plotted, 
a�er which the kinetic rate constant (k) was estimated. Respectively the SOG and Phenol k values obtained were 
0.136 min−1 and 0.083 min−1. �e slow kinetic degradation of the phenol might be due to the presence of interme-
diaries, which occurred during the reaction a�er 30 min of irradiation. �is results in limiting reactive sites and 
light penetration available per unit volume for the photocatalytic reaction.

Figure 6. 3D response surface plots of the interactive e�ect of TiO2 dosage vs time on (a) SOG and (b) Phenol 
removal at a constant aeration rate of 1.2 L/min.

Figure 7. Selected CCD ramp plots of optimized conditions with desirability performance of 80%.
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Conclusion
�is study demonstrated the feasibility of employing RSM to evaluate the photocatalytic degradation of ORW 
with TiO2 (Degussa P25) photocatalyst is viable. Analysis of variance (ANOVA) test was used to evaluate the 
individual and interaction e�ect of the three input factors (catalyst dosage, runtime, and air�ow rate) on the 
photocatalytic degradation performance. �e experimental data were well �tted on a second-order model for the 
response variables (SOG and Phenol) as a function of the input variables. ANOVA results for the quadratic mod-
els developed showed high coe�cients of determination (R2) of 0.9861 and 0.9854 for SOG and Phenol removal 
respectively and were both signi�cant (P < 0.0001). Additionally, all the model (equations) terms were highly 
signi�cant, with catalyst dosage being the most in�uential factor. With the data obtained from the CCD matrix, 
the ANOVA revealed the increasing order of interaction factors on the response as catalyst dosage and reaction 
time (AB) > catalyst dosage and aeration rate (AC) > reaction time and aeration rate (BC). Under the optimized 
conditions of reaction time (90 minutes), TiO2 dosage (8 g/L), and aeration rate (1.225 L/min), the system desira-
bility performance of 80% removal of the pollutants (SOG and Phenol) was achieved. �e model developed pre-
dicted results were validated experimentally under the same optimized conditions. �e results obtained were well 
agreeable with the so�ware predicted results at 95% con�dence. Successfully, with the experimental designed data 
obtained, the �rst-order kinetic rate constants were determined as 0.136 min−1 and 0.083 min−1, which respec-
tively described the photocatalytic degradation kinetics of the SOG and Phenol from the ORW. However, the 
amount of phenol (69 ± 15 mg/L) and SOG (480 ± 36) that were le� a�er the treatment was seen to be greater 
than their respective discharge limits of 5 mg/L and 50 mg/L. Within the same design space as this study, the pho-
tocatalysis process is recommended to be used as a polishing step. Additional modi�cation of TiO2 (Degussa P25) 
is essential to improve its treatability and recoverability.

Received: 7 January 2020; Accepted: 5 May 2020;

Published: xx xx xxxx

References
 1. Wang, Z., Li, C. & Domen, K. Recent developments in heterogeneous photocatalysts for solar-driven overall water splitting. 

Chemical Society Reviews, https://doi.org/10.1039/c8cs00542 (2019).
 2. Ismail, A. A. & Bahnemann, D. W. Photochemical splitting of water for hydrogen production by photocatalysis: A review. Solar 

Energy Materials and Solar Cells, https://doi.org/10.1016/j.solmat.2014.04.037 (2014).
 3. Dwyer, B. P. & Mcdonald, F. Treatment of Oil & Gas Produced Water. Sandia National Laboratories (2016).
 4. Geman, H. & Kanyinda, A. Water as the next commodity. J. Altern. Investments, https://doi.org/10.3905/jai.2007.695264 (2007).
 5. Botas, J. A., Moreno, J., Espada, J. J., Serrano, D. P. & Dufour, J. Recycling of used lubricating oil: Evaluation of environmental and 

energy performance by LCA. Resour. Conserv. Recycl., https://doi.org/10.1016/j.resconrec.2017.07.010 (2017).
 6. Wake, H. Oil re�neries: A review of their ecological impacts on the aquatic environment. Estuarine, Coastal and Shelf Science, 

https://doi.org/10.1016/j.ecss.2004.08.013 (2005).
 7. Alexandre, V. M. F. et al. Minimizing solid wastes in an activated sludge system treating oil re�nery wastewater. Chem. Eng. Process. 

Process Intensif., https://doi.org/10.1016/j.cep.2015.10.021 (2016).
 8. Clark, C. E. & Veil, J. A. Produced water volumes and management practices in the United States. In Further Explorations in the 

Energy-Water Nexus (2012).

Figure 8. Model validation; predicted vs actual (a,b) for SOG and phenol removal respectively; (c) con�rmation 
test at optimum conditions of catalyst dosage 8 mg/L, runtime 90 min and air�ow rate 1.225 L/min.

https://doi.org/10.1038/s41598-020-65480-5
https://doi.org/10.1039/c8cs00542
https://doi.org/10.1016/j.solmat.2014.04.037
https://doi.org/10.3905/jai.2007.695264
https://doi.org/10.1016/j.resconrec.2017.07.010
https://doi.org/10.1016/j.ecss.2004.08.013
https://doi.org/10.1016/j.cep.2015.10.021


1 1SCIENTIFIC REPORTS |         (2020) 10:8850  | https://doi.org/10.1038/s41598-020-65480-5

www.nature.com/scientificreportswww.nature.com/scientificreports/

 9. Olajire, A. A. Review of ASP EOR (alkaline surfactant polymer enhanced oil recovery) technology in the petroleum industry: 
Prospects and challenges. Energy, https://doi.org/10.1016/j.energy.2014.09.005 (2014).

 10. Tetteh, E. K., Rathilal, S. & Robinson, K. Treatment of industrial mineral oil wastewater – e�ects of coagulant type and dosage. Water 
Pract. Technol. 12, 139–145 (2017).

 11. Hossein, M. Toxicological aspects of emerging contaminants. in Emerging and Eco-Friendly Approaches for Waste Management, 
https://doi.org/10.1007/978-981-10-8669-4_2 (2018).

 12. UN. Sustainable Development Goals Report 2018. United Nations Dep. Econ. Soc. A�. (2018).
 13. Wu, S. et al. Treatment of industrial e�uents in constructed wetlands: Challenges, operational strategies and overall performance. 

Environmental Pollution, https://doi.org/10.1016/j.envpol.2015.03.006 (2015).
 14. Wang, Y. et al. An alternative anaerobic treatment process for treatment of heavy oil re�nery wastewater containing polar organics. 

Biochem. Eng. J., https://doi.org/10.1016/j.bej.2015.08.012 (2016).
 15. Plappally, A. K. & Lienhard V, J. H. Costs for water supply, treatment, end-use and reclamation. Desalination and Water Treatment, 

https://doi.org/10.1080/19443994.2012.708996 (2013).
 16. Mohammad, N. Environmental law and policy practices in Malaysia: An empirical study. Aust. J. Basic Appl. Sci. (2011).
 17. Tetteh, E. K. & Rathilal, S. E�ects of a polymeric organic coagulant for industrial mineral oil wastewater treatment using response 

surface methodology (Rsm). Water SA 44, 155–161 (2018).
 18. An, C., Huang, G., Yao, Y. & Zhao, S. Emerging usage of electrocoagulation technology for oil removal from wastewater: A review. 

Science of the Total Environment, https://doi.org/10.1016/j.scitotenv.2016.11.062 (2017).
 19. Dobson, R. S. & Burgess, J. E. Biological treatment of precious metal re�nery wastewater: A review. Minerals Engineering, https://doi.

org/10.1016/j.mineng.2006.10.011 (2007).
 20. Jamaly, S., Giwa, A. & Hasan, S. W. Recent improvements in oily wastewater treatment: Progress, challenges, and future 

opportunities. Journal of Environmental Sciences (China), https://doi.org/10.1016/j.jes.2015.04.011 (2015).
 21. Wu, T. Y., Mohammad, A. W., Jahim, J. M. & Anuar, N. Pollution control technologies for the treatment of palm oil mill e�uent 

(POME) through end-of-pipe processes. Journal of Environmental Management, https://doi.org/10.1016/j.jenvman.2010.02.008 
(2010).

 22. Munirasu, S., Haija, M. A. & Banat, F. Use of membrane technology for oil �eld and re�nery produced water treatment - A review. 
Process Safety and Environmental Protection, https://doi.org/10.1016/j.psep.2016.01.010 (2016).

 23. Diya’Uddeen, B. H., Daud, W. M. A. W. & Abdul Aziz, A. R. Treatment technologies for petroleum re�nery e�uents: A review. 
Process Saf. Environ. Prot. 89, 95–105 (2011).

 24. Qian, G., Ye, L., Li, L. & Hu, X. Impact of electrocoagulation on membrane �ltration resistance under di�erent proportions of 
industrial wastewater. J. Chem. Technol. Biotechnol., https://doi.org/10.1002/jctb.5670 (2018).

 25. Wei, X., Zhang, S., Han, Y. & Wolfe, F. A. Treatment of petrochemical wastewater and produced water from oil and gas. Water 
Environment Research, https://doi.org/10.1002/wer.1172 (2019).

 26. Tejero, M. D. À. et al. Treatment of oil–water emulsions by adsorption onto resin and activated carbon. Desalin. Water Treat., https://
doi.org/10.5004/dwt.2017.21689 (2017).

 27. de Abreu Domingos, R. & da Fonseca, F. V. Evaluation of adsorbent and ion exchange resins for removal of organic matter from 
petroleum re�nery wastewaters aiming to increase water reuse. J. Environ. Manage., https://doi.org/10.1016/j.jenvman.2018.03.022 
(2018).

 28. Dale, C., Wenta, R., Ekenberg, M. & Jacobsson, S. Phenol and benzene removal in moving bed bio�lm reactors - A review of 
operating data from two full scale re�neries. In Water Environment Federation Technical Exhibition and Conference 2017, https://doi.
org/10.2175/193864717822153995 WEFTEC 2017 (2017).

 29. Bines, R. J., Sowell, M. W. & Woodhull, J. Desalter brine e�uent pretreatment - An emerging process for heavy crude re�ners. In 
American Fuel and Petrochemical Manufacturers, AFPM - Environmental Conference, ENV 2017 ,  https://doi.
org/10.2175/193864717822153931 (2017).

 30. Ni, K., Wang, L., Xiao, C. & Li, X. Optimization of photocatalytic/ozonation treatment process for oil-re�nery wastewater with 
response surface methodology. Chinese J. Environ. Eng. (2014).

 31. Franz, S. et al. Degradation of carbamazepine by photo (electro) catalysis on nanostructured TiO2 meshes: Transformation products 
and reaction pathways. Catalysts. 10(2), 169 (2020).

 32. Bhanvase, B. A., Ugwekar, R. P. & Mankar, R. B. Novel water treatment and separation methods: Simulation of chemical processes. 
Novel Water Treatment and Separation Methods: Simulation of Chemical Processes, https://doi.org/10.1201/9781315225395 (2017).

 33. Bethi, B., Sonawane, S. H., Bhanvase, B. A. & Gumfekar, S. P. Nanomaterials-based advanced oxidation processes for wastewater 
treatment: A review. Chemical Engineering and Processing: Process Intensi�cation, https://doi.org/10.1016/j.cep.2016.08.016 (2016).

 34. Kanakaraju, D., Glass, B. D. & Oelgemöller, M. Advanced oxidation process-mediated removal of pharmaceuticals from water: A 
review. Journal of Environmental Management, https://doi.org/10.1016/j.jenvman.2018.04.103 (2018).

 35. Comninellis, C. et al. Advanced oxidation processes for water treatment: Advances and trends for R&D. J. Chem. Technol. 
Biotechnol., https://doi.org/10.1002/jctb.1873 (2008).

 36. Miklos, D. B. et al. Evaluation of advanced oxidation processes for water and wastewater treatment – A critical review. Water 
Research, https://doi.org/10.1016/j.watres.2018.03.042 (2018).

 37. Orha, C., Pode, R., Manea, F., Lazau, C. & Bandas, C. Titanium dioxide-modi�ed activated carbon for advanced drinking water 
treatment. Process Saf. Environ. Prot., https://doi.org/10.1016/j.psep.2016.07.013 (2017).

 38. Lee, S. Y. & Park, S. J. TiO2 photocatalyst for water treatment applications. Journal of Industrial and Engineering Chemistry, https://
doi.org/10.1016/j.jiec.2013.07.012 (2013).

 39. Vineetha, M. N., Matheswaran, M. & Sheeba, K. N. Photocatalytic colour and COD removal in the distillery e�uent by solar 
radiation. Sol. Energy, https://doi.org/10.1016/j.solener.2012.09.013 (2013).

 40. Chen, D. & Ray, A. K. Photocatalytic kinetics of phenol and its derivatives over UV irradiated TiO2. Appl. Catal. B Environ., https://
doi.org/10.1016/S0926-3373(99)00068-5 (1999).

 41. Alhaji, M. H. et al. Photocatalytic treatment technology for palm oil mill effluent (POME) - A review. Process Safety and 
Environmental Protection, https://doi.org/10.1016/j.psep.2016.05.020 (2016).

 42. Khan, W. Z., Najeeb, I., Tuiyebayeva, M. & Makhteyeva, Z. Re�nery wastewater degradation with Titanium dioxide, Zinc oxide, and 
Hydrogen peroxide in a photocatalytic reactor. In Society of Petroleum Engineers - 1st SPE African Health, Safety, Security and 
Environment and Social Responsibility Conference and Exhibition 2014 - Protecting People and the Environment: Getting it Right for 
the Development of the Oil and Gas Industry in, https://doi.org/10.1016/j.psep.2014.10.007 (2014).

 43. �ind, P. S., Kumari, D. & John, S. TiO2 /H2O2 mediated UV photocatalysis of Chlorpyrifos: Optimization of process parameters 
using response surface methodology. J. Environ. Chem. Eng., https://doi.org/10.1016/j.jece.2017.05.031 (2018).

 44. Kleijnen, J. P. C. Response surface methodology. In International Series in Operations Research and Management Science, https://doi.
org/10.1007/978-1-4939-1384-8_4 (2015).

 45. Tetteh, E. K & Rathilal S.. Application of magnetized nanomaterial for textile effluent remediation using response surface 
methodology. Materials Today: Proceedings (2020).

 46. Naidoo Dushen Bisetty. �e use of photocatalytic degradation to improve the quality of crude re�nery e�uent. (Durban University 
of Technology, 2018).

https://doi.org/10.1038/s41598-020-65480-5
https://doi.org/10.1016/j.energy.2014.09.005
https://doi.org/10.1007/978-981-10-8669-4_2
https://doi.org/10.1016/j.envpol.2015.03.006
https://doi.org/10.1016/j.bej.2015.08.012
https://doi.org/10.1080/19443994.2012.708996
https://doi.org/10.1016/j.scitotenv.2016.11.062
https://doi.org/10.1016/j.mineng.2006.10.011
https://doi.org/10.1016/j.mineng.2006.10.011
https://doi.org/10.1016/j.jes.2015.04.011
https://doi.org/10.1016/j.jenvman.2010.02.008
https://doi.org/10.1016/j.psep.2016.01.010
https://doi.org/10.1002/jctb.5670
https://doi.org/10.1002/wer.1172
https://doi.org/10.5004/dwt.2017.21689
https://doi.org/10.5004/dwt.2017.21689
https://doi.org/10.1016/j.jenvman.2018.03.022
https://doi.org/10.2175/193864717822153995
https://doi.org/10.2175/193864717822153995
https://doi.org/10.2175/193864717822153931
https://doi.org/10.2175/193864717822153931
https://doi.org/10.1201/9781315225395
https://doi.org/10.1016/j.cep.2016.08.016
https://doi.org/10.1016/j.jenvman.2018.04.103
https://doi.org/10.1002/jctb.1873
https://doi.org/10.1016/j.watres.2018.03.042
https://doi.org/10.1016/j.psep.2016.07.013
https://doi.org/10.1016/j.jiec.2013.07.012
https://doi.org/10.1016/j.jiec.2013.07.012
https://doi.org/10.1016/j.solener.2012.09.013
https://doi.org/10.1016/S0926-3373(99)00068-5
https://doi.org/10.1016/S0926-3373(99)00068-5
https://doi.org/10.1016/j.psep.2016.05.020
https://doi.org/10.1016/j.psep.2014.10.007
https://doi.org/10.1016/j.jece.2017.05.031
https://doi.org/10.1007/978-1-4939-1384-8_4
https://doi.org/10.1007/978-1-4939-1384-8_4


1 2SCIENTIFIC REPORTS |         (2020) 10:8850  | https://doi.org/10.1038/s41598-020-65480-5

www.nature.com/scientificreportswww.nature.com/scientificreports/

 47. Abazović, N. D. et al. Photoluminescence of anatase and rutile TiO2 particles. J. Phys. Chem. B, https://doi.org/10.1021/jp064454f 
(2006).

 48. �amaphat, K., Limsuwan, P. & Ngotawornchai, B. Phase Characterization of TiO2 Powder by XRD and TEM. Kasetsart J. (Nat. Sci.) 
(2008).

 49. Ko, S. et al. High performance nano-titania photocatalytic paper composite. Part I: Experimental design study for TiO2 composite 
sheet using a natural zeolite microparticle system and its photocatalytic property. Materials Science and Engineering, B 166.2, 
127–131 (2010).

 50. Ammari, Y. et al. Elimination of a mixture of two dyes by photocatalytic degradation based on TiO2 P-25 Degussa. Materials Today: 
Proceedings. 1(22), 126–9 (2020).

 51. Popugaeva, D., Kreyman, K. & Ray, A. K. Removal of aluminum from alkaline aqueous solution by adsorption on Degussa P25 TiO2 
and vermiculite concrete‐supported ferric oxyhydroxide. �e. Canadian Journal of Chemical Engineering. 98(1), 373–83 (2020).

 52. Habisreutinger, S. N., Schmidt-Mende, L. & Stolarczyk, J. K. Photocatalytic reduction of CO2 on TiO2 and other semiconductors. 
Angewandte Chemie - International Edition, https://doi.org/10.1002/anie.201207199 (2013).

 53. Dariani, R. S., Esmaeili, A., Mortezaali, A. & Dehghanpour, S. Photocatalytic reaction and degradation of methylene blue on TiO2 
nano-sized particles. Optik (Stuttg)., https://doi.org/10.1016/j.ijleo.2016.04.026 (2016).

 54. Fagan, R., McCormack, D. E., Dionysiou, D. D. & Pillai, S. C. A review of solar and visible light active TiO2 photocatalysis for 
treating bacteria, cyanotoxins and contaminants of emerging concern. Materials Science in Semiconductor Processing, https://doi.
org/10.1016/j.mssp.2015.07.052 (2016).

 55. Tetteh, K., Obotey Ezugbe, E., Rathilal, S. & Asante-Sackey, D. Removal of COD and SO42− from Oil Re�nery Wastewater Using a 
Photo-Catalytic System—Comparing TiO2 and Zeolite E�ciencies. Water 12.1, 214 (2020).

 56. Kweinor Tetteh, E. & Rathilal, S. Evaluating Pre-and Post-Coagulation Con�guration of Dissolved Air Flotation Using Response 
Surface Methodology. Processes 8(4), 383 (2020).

 57. Long, D., Chen, Z., Rao, X. & Zhang, Y. Sulfur doped g-C3N4 and BiPO4 nanorods hybrid architectures for enhanced photocatalytic 
hydrogen evolution under visible light irradiation. ACS Applied Energy Materials. (2020)

 58. Ran, M. et al. Light induced generation and regeneration of oxygen vacancies in BiSbO4 for sustainable visible light photocatalysis. 
ACS Applied Materials & Interfaces. Dec 26 (2019).

 59. Cui, W. et al. Promoting ring-opening e�ciency for suppressing toxic intermediates during photocatalytic toluene degradation via 
surface oxygen vacancies. Science Bulletin, 64.10 669–678 (2019).

 60. Liu, H. et al. Pivotal roles of arti�cial oxygen vacancies in enhancing photocatalytic activity and selectivity on Bi2O2CO3 nanosheets. 
Chinese Journal of Catalysis, 40.5 620–630 (2019).

 61. Covarrubias-García, I. et al. Reduced graphene oxide decorated with magnetite nanoparticles enhance biomethane enrichment. 
Journal of Hazardous Materials. Apr 26:122760 (2020).

Acknowledgements
�e authors wish to thank the Durban University of Technology for supporting this project.

Author contributions
E.K. Tetteh (EKT) and S. Rathilal (SR) developed the concept of the work. D.B. Naidoo (DBN) and E.K.T. carried 
out the experimental work. E.K.T. wrote the manuscript, simulated and validated the data with the design expert 
so�ware, S.R. supervised the project and edited the manuscript. All the authors reviewed the manuscript.

Competing interests
�e authors declare no competing interests.

Additional information
Supplementary information is available for this paper at https://doi.org/10.1038/s41598-020-65480-5.

Correspondence and requests for materials should be addressed to E.K.T.

Reprints and permissions information is available at www.nature.com/reprints.

Publisher’s note Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional a�liations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. �e images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the 
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.
 
© �e Author(s) 2020

https://doi.org/10.1038/s41598-020-65480-5
https://doi.org/10.1021/jp064454f
https://doi.org/10.1002/anie.201207199
https://doi.org/10.1016/j.ijleo.2016.04.026
https://doi.org/10.1016/j.mssp.2015.07.052
https://doi.org/10.1016/j.mssp.2015.07.052
https://doi.org/10.1038/s41598-020-65480-5
http://www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/

	Photocatalytic degradation of oily waste and phenol from a local South Africa oil refinery wastewater using response method ...
	Materials and Methods
	Oil refinery wastewater sample. 
	Titanium dioxide (TiO2). 
	Experimental procedure. 
	Experimental design using RSM. 

	Results and discussion
	Characterization of TiO2. 
	Response surface methodology. 
	Model fitting and statistical analysis. 
	Graphical analysis of individual factors. 
	Interaction effects of factors. 
	Numerical optimization. 

	Confirmation test and kinetic study. 

	Conclusion
	Acknowledgements
	Figure 1 Schematic of Photocatalysis experiment.
	Figure 2 XRD pattern for TiO2 (Degussa P25) with reference line patterns assenting JCPDS: No 21-1272 to ∙ A (101): Anatase and No 21-1276 to ∆R (110): Rutile crystalline.
	Figure 3 SEM image of TiO2 (Degussa P25) photocatalyst (a) Pure form (b) Slurry form and (c) slurry in EDS image.
	Figure 4 EDS image of TiO2 (Degussa P25) Photocatalysis slurry (a) Peaks (b) Elemental distribution (c) Spectrum.
	Figure 5 Diagnostic interaction plot of catalyst dosage and reaction time on (a) SOG and (b) Phenol removal at constant aeration rate (1.
	Figure 6 3D response surface plots of the interactive effect of TiO2 dosage vs time on (a) SOG and (b) Phenol removal at a constant aeration rate of 1.
	Figure 7 Selected CCD ramp plots of optimized conditions with desirability performance of 80%.
	Figure 8 Model validation predicted vs actual (a,b) for SOG and phenol removal respectively (c) confirmation test at optimum conditions of catalyst dosage 8 mg/L, runtime 90 min and airflow rate 1.
	Table 1 Characterised oil refinery wastewater sample before and after treatment.
	Table 2 Physicochemical properties of titanium dioxide (Degussa P25).
	Table 3 The CCD input and output data obtained.
	Table 4 Analysis of Variance (ANOVA) for SOG response surface.
	Table 5 Analysis of Variance (ANOVA) for Phenol response surface.


