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Technologies for wastewater reclamation and water reuse within oil refineries have been gaining particular

attention over the past decade due to legislative pressures associated with the efficient use of water re-

sources and wastewater discharge. Having to constantly rely on access to great amounts of water, the oil

and gas industry has been seeking opportunities to reclaim water using sustainable and efficient manage-

ment procedures. In the present study, an on-site pilot plant treatment study on real refinery stripped sour

water using reverse osmosis was conducted with the goal of removing the main pollutant blocking the

possibility for water reuse in the refinery cooling tower, phenols. A technical and energy evaluation was

performed where 90% of the initial wastewater was recovered without loss of permeate quality with 98%

rejection of phenols. The installation of an energy recovery device with the reverse osmosis plant could

drop the energy input demand to 1.2 kW h m−3, allowing the operating costs to decrease from 1.37 € per

m3 to 0.41 € per m3. Treatment on an industrial scale would allow the refinery to save up to about 375000

m3 per year in water and up to approximately 417000 m3 per year in wastewater volume discharged,

translating into net savings of up to 286000 € per year and a payback period of down to 4 years. The cur-

rent treatment proposed showed low carbon footprint and negligible waste generation, based on green

metric tools; however careful consideration should be taken in the management and treatment of the con-

centrate stream.

1. Introduction

Oil refinery effluents are aqueous forms of waste generated
from crude oil refining processes. Being composed of a di-
verse range of toxic compounds, such as oil and grease, phe-
nols, sulphides and ammonia, such forms of wastewater are
a major source of aquatic pollution.1,2 Moreover, oil refiner-
ies are considered a highly water demanding industry, relying
on a constant amount of industrial water throughout the
year. Therefore, environmental regulations, as well as strict
wastewater discharge limits have encouraged many industries

to adopt efficient strategies for effluent treatment and water
reuse, aiming at the minimization of environmental impact.
A promising opportunity for water reclamation aims at
reusing water for cooling towers, since they are among the
largest water demanding units in the petroleum industry.
Legislative pressures to go the extra mile have even involved
a long-term goal of total abolishment of any form of waste
discharge to water receiving bodies through a concept de-
scribed as zero liquid discharge (ZLD).3

Among the several pollutants that are controlled in the
wastewater generated at the largest Portuguese oil refinery,
located in Sines, phenols have recently been given more at-
tention. The presence of a heavy organic load of phenolic
compounds at its major source of origin in the refinery,
stripped sour water from the cracking complex, is currently
blocking the opportunity for water reuse in the cooling
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Water impact

The present pilot-scale study focuses on reverse osmosis to treat wastewater from the catalytic cracking complex at the largest Portuguese oil refinery. A
90% recovery with 98% rejection of phenols was achieved, making the saving of a significant amount of fresh industrial water possible, encouraging sus-
tainable management procedures for industries that constantly rely on substantial amounts of water resources.
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towers, and limits its use as wash water for desalters, to mini-
mize phenolic impact in the refinery's pre-treatment wastewa-
ter circuit. Phenols play a key role in environmental impact,
being among the major hazardous pollutants in industrial
wastewater resulting from their poor biodegradability, high
toxicity and significant contribution to high chemical oxygen
demands.4–6 Phenols have been reported in refinery wastewa-
ter in a wide range of concentrations (6–500 mg L−1)5 and
specifically in stripped sour water (190–537 ppm) from crack-
ing complexes.7–9 Most refineries reuse stripped sour water
as wash water for desalters, using a well-known and reported
procedure,7 where most of the phenols are adsorbed into the
crude phase, redirecting them back into the refining process,
and thus, lowering their content in the wastewater. Although
this form of reuse has proved to be a straightforward, cost-
effective and relatively efficient way of overcoming phenolic
impact in the effluent, it doesn't take into account possible
fluctuations in the type or amount of phenols that are
formed in catalytic cracking processes and that are not re-
moved from sour water stripping units.10,11 Moreover, de-
salter effluent treatment for recycling involves challenges on
its own already, with its general approach focusing more on
de-oiling and de-mineralizing.12,13

Many technologies have been reviewed for phenol removal
from different types of wastewater over the past few
years.5,6,14,15 Membrane separation technologies have been
highlighted due to low energy consumption, and easy scale
up by membrane modules, leading to convenient operation
procedures.16,17 Reverse osmosis (RO), for example, has been
frequently used at water reclamation plants for cases where
high purity water is required, such as in boiler feedwater sys-
tems, reported to remove 99% of the dissolved minerals18

and up to 95% phenols from wastewater.19,20 RO has also
been recently studied for water reuse in coal seam gas associ-
ated water, focusing on the improvement of the economics
involved.21 Despite the advances in improving pump efficien-
cies and energy costs, high energy demand remains a draw-

back in RO processes, with electricity accounting for at least
35% of the total operating costs in seawater desalination sys-
tems.22 Therefore, determining the energy consumed in any
RO treatment is of major importance, including refinery
wastewater treatment, to ensure a proper insight regarding
its economic feasibility.

The last published study of refinery stripped sour treat-
ment through RO focused on the removal of a particularly
relevant pollutant at the refinery at hand, selenium, with
some pre-treatment steps being involved.9 The present study
focuses on the removal of phenols, a pollutant which has
been the reason behind the blocking of the reuse of stripped
sour water within refineries that contain catalytic cracking
complexes, the main emitter of phenols. A technical and en-
ergy evaluation was performed for on-site stripped sour water
treatment through stand-alone RO, at a pilot scale. The pilot
plant results were the basis of an economic and sustainability
evaluation in the projection to an industrial scale and the po-
tential to recover energy was evaluated based on reported en-
ergy recovering methods and the specific physico-chemical
nature of the effluent studied.

2. Materials and methods
2.1 Pilot scale experimental setup

To assess the technical performance of the RO membrane at
a pilot scale for refinery stripped sour water treatment, a
membrane filtration experiment was set up as shown in
Fig. 1. The phenomena of fluid dynamics control play a ma-
jor role in a spiral-wound module configuration, which
match the conditions at an industrial scale. The pilot unit
was equipped with a permeate and feed tank, a high-pressure
diaphragm pump (Hydra-Cell, Wanner Engineering, Inc.) and
a valve to regulate pressure. The pilot assays were performed
in concentration mode where the concentrate stream was
recirculated back to the feed tank, while permeating the
treated water into a clean tank. In order to calculate the

Fig. 1 Schematic representation of the reverse osmosis pilot unit coupled to an energy measuring device.
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energy consumption of the pilot installation, a 324 Plus True
RMS Clamp Meter (FLUKE CORPORATION) was used to mea-
sure the voltage and current during the filtration, allowing in-
stantaneous and accumulated measurements. The electrical
readings were then converted to pump power (kW) and trans-
lated into energy consumption (kW h) considering the total
duration of each assay.23 The data obtained were used to esti-
mate the average energy consumption in treating 1 m3 of
stripped sour water.

2.2 Membrane and chemicals

A polyamide thin-film composite spiral-wound FILMTEC
SW30–2540 reverse osmosis membrane element was used for
the filtration assays. The membrane has an active area of 2.8
m2, a stabilized salt rejection of 99.4%, a maximum operat-
ing temperature and pressure of 45 °C and 69 bar, respec-
tively and a pH range of 2–11. P3-ultrasil® 73 (Ecolab,
Lenntech) was used for membrane chemical cleaning after
the reverse osmosis filtration experiments. This membrane
integrates the features that proved to be the most appropriate
and efficient for phenol retention for the wastewater studied,
as concluded from preliminary laboratory studies.24 Although
brackish water membranes may lead to higher permeate
fluxes, the laboratory studies, where a BW30 reverse osmosis
membrane was used, showed an 80% phenol rejection, gen-
erating permeates unsuitable to be reused, based on the wa-
ter reuse quality standards.

2.3 Refinery wastewater and reverse osmosis pilot assays

Two batches of stripped sour water were consecutively col-
lected from the effluent of the sour water stripping unit of
the cracking complex, at the Sines refinery. While the labora-
tory studies24 allowed the assessment of membrane treat-
ment performance over a 6-month representative operational
period, the pilot scale studies involved an energy consump-
tion evaluation upon operating at different transmembrane
pressures. Therefore, to avoid feed quality variations, the
batches were successively withdrawn and processed for
treatment.

Samples from the initial wastewater and permeates
obtained after reverse osmosis were analysed by standard
methods for oil and grease and phenols concentration
(SMEWW 5520 C/F and SMEWW 5530D, respectively). COD
was analysed using the LCI 500 cuvette kit (Hach, Germany)
in agreement with ISO 15705. Ammonium and sulphides con-
centration were determined using the LCK 304 and LCK 653
cuvette test, respectively (Hach, Germany). Total dissolved
solids (TDS) and conductivity measurements were obtained
by means of a WTW portable conductivity meter. Table 1
shows the physico-chemical characterization of the feed
batch.

Before the experiment, the membrane was rinsed and
compacted with tap water at 51 ± 1 bar for about 2 h until
constant permeability was achieved. The hydraulic permeabil-

ity of the spiral wound reverse osmosis membrane was mea-
sured before the filtration assay at around 21 °C.

The performance of the reverse osmosis filtration was de-
termined by measuring the permeate flux throughout the fil-
tration time and collecting instant permeate samples at dif-
ferent volume concentration factors, for chemical analysis.
The wastewater was concentrated until the instantaneous per-
meates started to lose chemical quality regarding water reuse
standards. The first and second filtration assays were
performed in concentration mode at a constant transmem-
brane pressure of 50 ± 1 bar and 35 ± 1 bar, respectively, and
a feed flow rate of around 420 L h−1. For pilot plant studies,
operation under concentration mode is a practical alternative
to continuous operation with a defined recovery rate, with
the advantage of requiring lower feed volumes. A volume re-
duction factor of 10 corresponds to a 90% permeate recovery,
which is considered a rather ambitious target and usually re-
quires multiple stages to achieve rather than in a single step.

Some temperature variations occurred throughout the as-
says, as they were carried out outdoors. The temperature of
the feed was continuously measured over time until the end
of the experiment. The permeate fluxes calculated for both
assays were corrected for a reference temperature of 22 °C.
Apparent rejections of phenols and COD were calculated
using eqn (1),

Apparent rejection %ð Þ ¼ 1 − Cp

C f

� �
× 100 (1)

where Cp and Cf are the concentration of the pollutant in the
permeate and feed, respectively.

2.4 Economic study evaluation

An average of 50 m3 h−1 of stripped sour water from the
cracking complex at the Sines refinery is generated and sent
as wash water to the desalters. The stream then undergoes a
series of pre-treatment steps until a final accumulated efflu-
ent, averaging 350 m3 h−1 based on 2017–2019 data, is
discharged to the external wastewater treatment plant
(WWTP). This means that the key-effluent of this project rep-
resents about 14% of the total wastewater discharged. There-
fore, an economic evaluation which focuses on volume

Table 1 Refinery wastewater characterization for pilot scale treatment

Stripped sour water characterization

Parameter

pH 7.2
TDS (ppm) 74
Conductivity (μS cm−1) 122.1
COD (mg O2 per L) 1179
Phenols (ppm) 257
Polar O&G (ppm) 38
Non-polar O&G (ppm) 179
Total O&G (ppm) 217
Ammonium (ppm) 23
Sulphides (ppm) 0.18
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reduction as well as the reduction of fresh make-up water de-
mand for the cooling tower is essential to determine the eco-
nomic feasibility of the technology proposed.

An economic evaluation of treating 1200 m3 per day (50
m3 h−1, 24 h per day) of stripped sour water by reverse osmo-
sis was performed. The calculations were based on a direct
projection of the pilot plant data obtained onto an industrial
RO treatment unit, considering an overall 90% recovery rate,
therefore generating 1080 m3 per day of permeate. Bearing in
mind that energy consumption in RO is typically the major
contributor of operating costs, different scenarios were stud-
ied, extrapolating different energy demands based on the
possible energy recovered through an energy recovery device
(ERD) and the real data obtained in the pilot plant assays. Re-
cent studies go into detail regarding technical efficiencies of
ERDs in large desalination plants, from turbines to pressure
exchangers which have reported yields of up to 90%, reduc-
ing specific energy consumptions down to 3–4 kW h m−3.25–27

As electricity generally accounts for the largest portion of the
operating costs of a RO plant, different energy recovery sce-
narios allow a sensitivity analysis regarding total operating
expenses as an added insight for economic evaluation. A sen-
sitivity analysis related to the frequency of the RO unit shut-
downs for membrane cleaning and maintenance was also
conducted, which allows an overview of the economic assess-
ment for cases where changes in the refining process up-
stream might lead to wastewater feed variations.

The final operating and capital costs were directly com-
pared with the savings in fresh water and the reduction of

the volume discharged per year, in order to evaluate the eco-
nomic feasibility of the treatment.

Finally, an environmental and sustainability assessment
was conducted through analysis of relevant parameters, such
as global warming potential, ecotoxicity potential and impact
of water saving.

3. Results and discussion

Stripped sour water from the cracking complex, at the Sines
refinery, is currently subjected to a sequence of pre-treatment
steps, to diminish the phenolic levels before the final effluent
is sent to a municipal WWTP (wastewater treatment plant).
Fig. 2 shows the current route taken by the wastewater
stream and an alternative route through membrane treat-
ment, at the source of phenolic emission. Such proposed
technology results from the motivation of both reducing the
volume discharged to the WWTP and saving water through
reclamation as make-up water in cooling towers.

3.1 Performance of pilot scale RO filtration – permeate fluxes
and rejections

A first batch of 600 L of stripped sour water was processed in
concentration mode, operating at the highest volume concen-
tration factor possible. This allows a technical evaluation of
the process, while avoiding the generation of a large volume
of concentrate, which needs to be adequately disposed. The
wastewater was processed at 50 bar until a final concentrate
volume of 52 L, leading to an approximate volume

Fig. 2 Schematic representation of the wastewater route taken by stripped sour water from the cracking complex at the Sines refinery and the
alternative membrane treatment.
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concentration factor of 11.5. The second batch of 400 L was
identically processed, but at a transmembrane pressure of 35
bar. The final concentrate volume was approximately 95 L,
reaching a volume concentration factor of 4.2.

Fig. 3 shows the profile of the normalized permeate fluxes
obtained as a function of the volume concentration factor
(VCF). It is possible to observe that while operating at 35 bar,
the flux decline is significantly lower throughout filtration
than the permeate flux in the experiment operating at a
transmembrane pressure (TMP) of 50 bar. At a VCF of 2, an
approximate 20% drop from the initial flux was felt at TMP =
50 bar, whereas only a 5% drop was felt at TMP = 35 bar. This
could be generally attributed to membrane fouling being less
severe at milder operating pressures. Higher transmembrane
pressures generate greater permeate fluxes, but also push
foulants strongly towards the membrane surface, leading to a
more extensive and faster adsorption on the membrane and,
ultimately, to flux decline throughout filtration. It can also be
observed that the permeate flux remained practically con-
stant from VCF = 2 to VCF = 10, with permeate flux declines
ranging from 2 to 6%. An overall flux decline of around 47%
was felt, at a concentration factor of 10. This means that by
the time the flux had dropped by almost half, 90% of the ini-
tial feed wastewater volume had already been converted into
clean permeate. This is due to the relatively high permeate
fluxes encountered (up to 44 L h−1 m−2), which has only been
found to be reported in studies with a looser RO membrane
and lower salt rejections, after UF treatment, in a similar
phenolic industrial wastewater.19 As was observed in previous
lab studies,24 the low osmotic pressure of the feed plays the
most decisive role in the high permeate flux obtained in the
present pilot study, due to low conductivity resulting from
the lack of salts with average reported salinities measuring
down to 113 mg L−1 and conductivities no greater than 335
μS cm−1.

The goal of testing the system at a transmembrane pres-
sure of 35 bar was to evaluate the impact on energy consump-

tion, as lower consumptions would decrease operational
costs related to electricity, at an industrial scale. As previ-
ously mentioned in the Materials and methods section, the
voltages and currents were continuously measured through-
out the filtration. The instantaneous and accumulated values
that were recorded were actually not lower than those
obtained while operating at 50 bar. Therefore, gains related
to energy savings ceased to exist when operating at the lower
TMP and thus, it was decided not to concentrate the waste-
water any further than a VCF of 4.2, matching the total filtra-
tion times for both assays.

Fig. 4 shows the membrane performance regarding appar-
ent rejection of phenols and COD for both assays, along with
the corresponding permeate fluxes as a function of the VCF.
High rejections of phenols and COD were obtained (approxi-
mately 97.5% and 98%, respectively at a VCF of 3) with phe-
nol rejections remaining high throughout the entire assay up
to a VCF of 10 (>92%). A slight loss of rejection started to
take place at a VCF of 6 (2.5% drop in rejection) and a 4%
drop at a VCF of 10. Regarding COD, a similar behaviour was
witnessed with instant rejections remaining over 94% even
after 90% of the wastewater was filtered. At a VCF of 10.3, the
permeate started to lose quality regarding COD values,
according to the quality standards for water reuse (COD < 75
mg O2 per L).3 Regarding the recovery obtained, it can be
seen that the feed was concentrated until a VCF of 10, which
corresponds to a 90% permeate recovery rate, without loss of
permeate quality. Such recovery obtained in a single step is
considered high, compared with typical RO applications
where such recoveries are achieved but through multiple
stages, which lead to more space being required in the instal-
lation of the RO industrial units. Such high recoveries and
fluxes compared with other forms of wastewater19 that are
treated using RO go back to the physico-chemical nature of
stripped sour water, which are very low in salts and therefore
have low osmotic pressures, as explained in detail by the au-
thors in a previous study.24

Table 2 shows the final rejection and permeate quality re-
garding the parameters studied for both assays, where it pos-
sible to observe the consistency in complete rejection of
O&G, as was seen in the previous lab studies. The fact that al-
most all O&G compounds in the feed are insoluble (non-polar
hydrocarbons) provides a potential advantage in a highly effi-
cient removal of O&G, since applying a high cross flow veloc-
ity allows the formation of a second or dynamic membrane
on the surface, which maintains a reasonable flux and high
rejection of phenols.

Ensuring the safe use of the final permeates arises as a de-
cisive procedure for water reclamation in any industry, after
wastewater treatment. Since cooling water plays a large role
in water demand in the oil and gas industry, an opportunity
emerges for water reclamation as make-up water in the refin-
ery cooling towers, where most industries resort to fresh in-
dustrial water. Using reclaimed water for make-up water also
appears as a feasible possibility, since the quality of make-
water required for safe use is lower than most forms of water

Fig. 3 Normalized permeate fluxes at the pilot scale as a function of
the volume concentration factor.
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at refineries, such as boiler feedwater. The final permeates
where therefore characterized and compared with water reuse
quality standards3 for cooling processes, showing chemical
compatibility for the most relevant parameters, such as pH,
TDS, conductivity and COD. The permeates should also show
physical compatibility with the material in which the
reclaimed water will come into contact with, to prevent corro-
sion phenomena in the cooling systems. The authors previ-
ously reported28 a corrosion evaluation in mild carbon steel
for permeates generated with the same wastewater treatment
as the present study, with a wide range of physico-chemical
qualities for water reclamation through means of electro-
chemical methods. The final permeates shown in Table 2
therefore showed chemical and physical compatibility for rec-
lamation as make-up water in the cooling towers.

3.2 Hydraulic permeability and membrane cleaning

Before and after each pilot assay, the hydraulic permeability
of the reverse osmosis membrane was determined on site, in
order to evaluate the degree of reversible and irreversible

membrane fouling, based on the permeability recovery after
chemical cleaning. Fig. 5 shows the hydraulic permeability of

Fig. 4 Reverse osmosis membrane performance in stripped sour water treatment at the pilot scale (rejections hardly changed between assays;
points are overlapped).

Table 2 Accumulated permeate characterization of pilot assays and overall rejections

TMP = 50 bar (VCF = 11.5) TMP = 35 bar (VCF = 4.2)

Parameter Feed Final permeate Overall rejection (%) Final permeate Overall rejection (%)

pH 7.2 6.2 — 6.2 —
TDS (ppm) 74 6 91.9 6 91.9
Conductivity (μS cm−1) 122.1 10.9 91.1 10.9 91.1
COD (mg O2 per L) 1179 19.9 98.3 21 97.9
Phenols (ppm) 257 5.4 97.9 4.5 98.2
Polar O&G compounds (ppm) 38 0 >99.5 0 >99.5
Non-polar O&G (ppm) 179 0 >99.5 0 >99.5
Total O&G (ppm) 217 0 >99.5 0 >99.5
Ammonium 23 3.3 86 3.3 86
Sulphides 0.18 0 >99.5 0 >99.5

Fig. 5 Hydraulic permeabilities of the reverse osmosis membrane
before and after filtration at the pilot scale.
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the membrane before and after the assay and after chemical
cleaning. The initial hydraulic permeability obtained was
1.22 L h−1 m−2 bar−1. It can be observed that rinsing the
membrane with warm tap water (30–35 °C) for 30 min
allowed a 70% permeability recovery (0.86 L h−1 m−2 bar−1).
Although a 30% drop in permeability is significant as far as
membrane performance goes, it can be assumed that most of
the fouling is reversible and can be corrected with warm wa-
ter rinsing. After chemical cleaning for about 1 h, almost
complete permeability recovery (>90%) was achieved.

3.3 Flux decline, fouling and the influence of O&G content in
wastewater

Suitable membrane protection procedures are of great impor-
tance when upscaling to an industrial wastewater treatment
program resorting to reverse osmosis, in order to extend the
lifetime of the membrane and allowing maximum efficiency
of the treatment, regarding permeate fluxes and solute rejec-
tions. Therefore, many industries use as RO pre-treatment
microfiltration or ultrafiltration, which has the main goal of
removing suspended solids and colloidal material from the
feed before entering the RO unit.

The experimental study focused on working in concentra-
tion mode, allowing to test the system under operating
limits. The concentrate stream is sent back to the feed tank,
increasing the volume concentration factor as much as possi-
ble, while maintaining permeate quality. Furthermore, the
RO filtration applied was studied as a stand-alone technol-
ogy, avoiding capital costs associated with pre-treatment such
as ultrafiltration. The design of the sour water stripper unit
itself justifies the naturally “clean” aspect of the wastewater,
due to separation of oily matter in the feed drum before en-
tering the stripper.10,29,30 A photograph of the wastewater
studied in a best-case scenario and a worst-case scenario, re-
garding the existence of suspended solids and oily matter, is
shown in Fig. 6. Operating in concentration mode is most of-
ten used when the feed stream is not continuous and is low,
whereas operating in continuous mode is mostly used in in-
dustrial scale membrane applications, where a concentrate
stream is continuously generated31 and not sent back into

the RO unit. This allows a more constant feed quality contin-
uously entering the RO plant.

Fig. 7 shows the normalized apparent permeate fluxes (Jv/
Jv0) as a function of the VCF, which allows the observation of
the influence of oily matter on the permeate flux. The
greatest flux decline took place in the feed with a high O&G
content (>98 ppm). For lower concentrations, the real perme-
abilities remain approximately constant compared to the feed
containing O&G greater than 98 ppm, for the same volume
concentration factor (VCF = 3). Real permeabilities were cal-
culated, already taking into account the osmotic pressure dif-
ference, which in turn was calculated using the van' t Hoff
equation.32 It was observed that the osmotic pressure differ-
ence ended playing a minor role, even at high concentration
factors (5.8 bar obtained at a VCF of 11.5). Low osmotic pres-
sures in the pilot assays were in line with the laboratory stud-
ies previously published, where the explanation of flux de-
clines due to osmotic pressure differences was discarded,24

leading to fouling phenomena having the highest relevance
to explain the flux decline. Fouling due to membrane adsorp-
tion of non-polar hydrocarbons was hardly felt whenever the
feed contained less than 98 ppm of O&G. As the O&G content
increased in the feed, fouling was greatly felt, causing a sig-
nificant flux decline.

3.4 Energy consumption evaluation of RO treatment at the
pilot scale

The main drawback associated with the use of reverse osmo-
sis processes in major desalination plants resides on the high
energy input demand. This is mainly due to the high hydrau-
lic pressure required to overcome the osmotic pressure of the
seawater feed. Although there have been advances in technol-
ogies to overcome the high energy demand, a typical RO
plant still uses around 3–10 kW h of electricity to produce
one cubic meter of freshwater from seawater.33

Fig. 6 Photograph of stripped sour water samples in a) best-case sce-
nario and b) worst-case scenario regarding suspended solids and oily
matter content.

Fig. 7 Normalized apparent permeate fluxes as a function of the VCF
for feeds with different O&G contents.
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A 324 Plus True RMS Clamp Meter (FLUKE CORPORA-
TION) was used to measure the voltage and current during
the RO process which allowed instantaneous and accumu-
lated measurements of such parameters. The electrical read-
ings were then converted to pump power (kW) and translated
into energy consumption (kW h) considering the total dura-
tion of each assay.23 The data obtained were used to estimate
the average energy consumption in generating 1 m3 of clean
permeate. The input power load was calculated using the fol-
lowing eqn (2)

Pi ¼ V × I × cosφ
1000

(2)

where Pi is the pump power in kW for three phase motors, V
is the measured voltage in volts, I is the current obtained in
A and cosφ represents the pump efficiency as a decimal, indi-
cated in the pump specifications. Table 3 shows the results
obtained for all parameters measured or calculated for both
pilot assays operating in concentration mode and the final
energy input required to produce 1 m3 of clean permeate.

It can be observed that while operating at a transmem-
brane pressure of 50 bar, the pilot plant required an energy
consumption that is approximately in line to that of a typical
RO plant to desalinate seawater, at similar operating pres-
sures, deviating slightly from the energy input range of 3–10
kW h m−3. Operating at a transmembrane pressure of 35 bar
ended up showing a lower efficiency in terms of the energy
consumed to generate the same amount of permeate, which
explains why the energy consumption per cubic meter of per-
meate was higher. Although absolute energy values over time
while operating at higher pressures were indeed greater, once
the amount of permeate generated due to higher fluxes was
taken into account, a more energy-efficient process was
witnessed while operating at 50 bar.

3.5 Economic study evaluation

Three scenarios were considered for an economic evaluation
which allow an insight on the effect that an industrial RO in-
stallation equipped with an energy recovery device (ERD)
would have on energy consumption. Scenario 1 was studied
using the real pilot plant data without any recovery of energy.
Scenario 2 assumed a 70% drop in energy demand and was
based on a conservative energy reduction assumption com-
pared with the reductions described in the literature for a

similar industrial RO desalination application, with energy
recovery efficiencies reaching 90%.25–27,34,35 Scenario 3 used
a more optimistic 90% drop in energy consumption.

In all scenarios, the RO plant was assumed to operate 24
h per day, with 1 day shutdowns occurring for membrane
cleaning, maintenance, and plant start-ups every 3 weeks, giv-
ing a total of 17 shutdown days and 348 working days per
year. The scenarios are presented for a volume reduction fac-
tor of 10 (similar to an overall permeate recovery rate of
90%), where larger recovery rates witnessed significant loss
in permeate quality based on the pilot plant data obtained.

For a plant capacity of 1080 m3 of permeate per day and a
constant flux of 25 L h−1 m−2 (based on the average constant
permeate flux generated in pilot assays), a total of 1800 m2

would be required, given an active membrane area per ele-
ment of 35.2 m2. Data presented lead to 51 spiral-wound
SW30HR-380 elements being therefore required for such a
plant capacity.

The capital costs (CAPEX) associated were determined
based on the current prices for the equipment cost of the RO
plant, from feed pumps, pipelines and valves to pressure reg-
ulators and microfilter cartridges for pre-filtration, reaching
values of 600 € of (all) equipment per m2. A reported study in-
volving the evaluation of an ERD application for the treat-
ment of brackish water with a very similar permeate produc-
tion rate estimated the capital cost of about 150 000 € for a
pressure exchanger.34 Therefore, the acquisition and installa-
tion of turbines or pressure exchangers as energy recovery de-
vices could increase the capital costs up to 750 € per m2. In-
vestment in membrane modules was calculated based on the
price of one SW30HR-380 element, provided by the manufac-
turer (672 € per element) and the number of modules re-
quired for the plant capacity. The cost per membrane unit
area was therefore determined to be 19 € per m2, which rep-
resents less than 5% of the total installation investment. Civil
and engineering costs were estimated to be 75% of the total
elements cost, according to similar reported refinery waste-
water treatment projects.36 The total capital costs (equivalent
per year) were calculated considering a lifetime span for the
RO installation and membranes of 20 years and 5 years,
respectively.

Total operation costs (OPEX) were determined based on
energy consumption, membrane replacement, chemical
cleaning, concentrate disposal, manpower and repair and
maintenance. Energy costs were calculated using the electric-
ity prices for the industry in Portugal based on the relevant
annual consumption (0.0891 € per kW h).37

Table 4 shows the total economic data for one year for the
RO treatment for all scenarios, assuming a 1080 m3 per day
plant capacity operating 348 days per year. It can be clearly
seen that energy consumption is the greatest contributor of
the operating costs, with energy demand alone reaching al-
most 80% of the total OPEX for the treatment. Therefore,
mild deviations in energy consumption can be clearly felt,
when comparing the direct extrapolation of the pilot plant
data with the different scenarios assumed. A 90% drop in

Table 3 Energy consumption evaluation at the pilot scale for pilot assays

Parameter TMP = 50 bar TMP = 35 bar

Voltage (V) 408 408
Average I (A) 2.05 ± 0.02 2.58 ± 0.08
cos(φ) 0.8 0.8
Pi (kW) 1.16 1.46
Filtration time (h) 5.67 5.67
Volume concentration factor 11.5 4.2
Permeate generated (L) 548 305
Feed flowrate (L h−1) 420 420
Energy consumption (kW h m−3) 11.97 27.14
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energy consumption allows a new energy demand of 1.2 kW
h m−3 permeate, leading to a decrease from 1.37 € per m3 to
0.41 € per m3 permeate, translating into a reduction of over
300 000 € per year in electricity alone, which showed to be in
line with the benefits reported in the use of energy recovery
devices34 for similar projects.

The remainder of operation costs include manpower,
considering the average monthly payment of employees in
the oil and gas industry. Membrane cleaning and replace-
ment was calculated based on the current prices of Ultrasil
and its concentration used in the pilot plant assays for
chemical cleaning, as well as the current quotes for new
membrane modules, assuming a 5 year lifetime. Concen-
trate and washing effluent disposal costs were estimated
based on the external WWTP fees applied to an equivalent
wastewater quality and volume, whereas repair and mainte-
nance costs were considered as 2% of the capital costs, as
per a similar reported economic evaluation.32 In order to
assess the feasibility of the treatment from a strictly eco-
nomic point of view, the economic data were compared
with the gains that would be generated with the implemen-
tation of the project. Such gains represent savings in fresh
water and reduction in volume of the final effluent
discharged from the Sines refinery to the external WWTP.
The final effluent discharged is classified according to its
quality, where the higher the class, the higher the fee.
Therefore, savings in wastewater reduction upon the imple-
mentation of the RO treatment are felt quicker in scenarios
where the final effluent is inserted in a higher class, due
to the higher fee applied to the refinery per cubic meter.
Savings in fresh water were assumed to be constant, as the
stripped sour water treatment is expected to operate at
90% recovery, allowing the generation of 1080 m3 per day
of reusable permeate.

Table 5 shows the results obtained for economic assess-
ment that allows direct comparison of data for the main clas-
ses, for scenarios with energy recovery systems. The different
scenarios studied also allowed a sensitivity analysis regarding
the parameter that possesses the greatest impact on RO oper-
ating expenses, electricity, and the effect the energy recovery
can have on net savings and payback periods. The difference
between gross savings (fresh water + wastewater volume re-
duction) and the total costs (operating + capital costs) each
year can be classified as the net savings. It can be observed
that the class in which the final wastewater is inserted in,
and the energy recovery efficiency during the membrane fil-
tration, are key parameters which affect net savings and pay-
back periods. For a fixed class (for example class 3), a 20% in-
crease in energy recovery would increase the net savings by
almost 10%, which is due to the extremely high contribution
of electricity to the total operating costs. However, the same

Table 4 Economic data per year for the reverse osmosis treatment of refinery stripped sour water

Scenario 1 Scenario 2 Scenario 3

Direct extrapolation of pilot
plant data (no ERD)

70% energy
recovery

90% energy
recovery

Assumptions
Capacity (m3 per day) 1080 1080 1080
Membrane area (m2) 1800 1800 1800
348 days per year; 24 h per day
Capital costs (CAPEX) (€ per year)
Equipment cost of RO plant with ERD (750 € per m2)
(€) (including membranes and civil + engineering costs)
(20 year lifetime)a

63 181 78 143 78 143

Operation costs (OPEX)
Energy (0.089 € per kW h) 400 741 120 222 40 074
Manpower (€) 48 000 48 000 48 000
Membrane chemical cleaning (€) (every 3 weeks) 10 710 10 710 10 710
Concentrate + washing effluent disposal (€) 47 608 47 608 47 608
Repair and maintenance (2% of capital costs) (€) 2408 2978 2978
Membrane replacement (€) (5-year lifetime) 6873 6873 6873
Total operation costs (€ per year) 516 340 236 391 156 242
Total operation costs (€ per m3) 1.37 0.63 0.41

a A depreciation over 20 years and 1% annual tax was assumed.

Table 5 Economic assessment of RO treatment of stripped sour water
for different classes of final wastewater quality for scenarios studied with
energy recovery systems

Scenario 2–70% energy recovery

Class 3 Class 4 Class 5

Total CAPEX (€) 1 410 136 1 410 136 1 410 136
Total OPEX (€ per year) 236 391 236 391 236 391
Net savings (€ per year) 6063 68 343 206 417
Payback period (years) 18 10 5.1

Scenario 3 – 90% energy recovery

Class 3 Class 4 Class 5

Total CAPEX (€) 1 410 136 1 410 136 1 410 136
Total OPEX (€ per year) 194 953 194 953 194 953
Net savings (€ per year) 86 212 148 492 286 566
Payback period (years) 8.9 6.4 3.9
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20% increase in energy recovery would lead to an increase in
net savings by almost 50%, if the final wastewater discharged
falls in class 4. The significantly higher fee per cubic meter
applied by the WWTP to the refinery for classes 4 and 5 are
behind the explanation of the boost felt in net savings each
year as well as the improvement in payback periods. Never-
theless, the inevitably high payback periods for this study
lean on the fact that stripped sour water from the cracking
complex at the Sines refinery accounts for 12–14% of the to-
tal wastewater flow rate discharged to the WWTP. Net savings
with no energy recovery system proved to be always negative
(data not shown) and was therefore withdrawn from the eco-
nomic evaluation. A further sensitivity analysis was
performed related to the frequency of RO unit shutdowns for
membrane cleaning and maintenance. It was observed that
shutdowns for membrane cleaning every 2 weeks led to a 6%
drop in total net savings per year and a 6-month increase in
the payback period. On the other hand, if membrane
cleaning occurs every week, a 20% drop in savings is expected
to be felt every year. Therefore, on-site monitoring of the
O&G content of the wastewater feed arises as an important
tool to avoid frequent shutdowns and to protect the mem-
brane lifetime, as previously reported.24

3.6 A sustainability analysis for refinery stripped sour water
treatment

RO is known to be a mature and solid technology to over-
come water shortages through desalination, with more ap-
pealing energy input requirements when compared with tra-
ditional processes such as distillation.38 However, when it
comes to using RO for industrial wastewater treatment, sus-
tainability assessments arise as vital for a project approval
and investment, especially when analysing the carbon foot-
print, energy sources for electricity consumed in the treat-
ment and the environmental impact of the waste generated
from membrane cleaning.

The electricity production mix in mainland Portugal has
undergone a boosting shift from the dominant technologies
for the past decades.39 As of May 2020, over 70% of the total
mix originated from renewable energy resources, with wind
and hydropower averaging 23% and 30% of the total renew-
ables.40 Some studies have presented sustainability assess-
ments of RO processes aiming primarily at desalina-
tion,38,41,42 rather than using RO as refinery wastewater

treatment. However, the environmental impact through inter-
pretation of the global warming potential (GWP) for RO has
been reported, for the same energy demand (3 kW h) (consid-
ering scenario 2) as the present manuscript for refinery
stripped sour water treatment, as 1.77 kg CO2-Eq. to produce
1 m3 of permeate41 when resorting to cogeneration for elec-
tricity production. Considering the updated energy produc-
tion mix in Portugal, a promising opportunity arises to drop
the GWP to the reported 0.235 kg CO2-Eq. or 0.0335 kg CO2-
Eq.41 if wind or solar power, respectively, is used as energy
supply for the industrial RO unit at the refinery.

Regarding the assessment of the waste generated when
resorting to RO for refinery wastewater treatment, an analysis
of the ecotoxicity potential (ETP) is of great importance to
predict environmental impact and can result from the
chemicals used for membrane cleaning. Based on the num-
ber of shutdowns of the RO unit for membrane cleaning, the
volume of the effluent resulting from it was calculated to be
less than 2% of the permeate generated and less than 0.2%
of the total wastewater at the refinery. Therefore, a safe as-
sumption of minor ecotoxicity impact from the detergents in-
volved can be made, when considering a realistic scenario
within the refinery.

It is also worthwhile to be aware of the energy consump-
tion and chemicals used currently in the refinery wastewater
treatment circuit and compare it with the energy consump-
tions after the implementation of the proposed RO treat-
ment. Bearing in mind that using RO, the volume of the final
effluent discharged to the municipal WWTP would be re-
duced by as much as 14% (less 50 m3 h−1 from the total 350
m3 h−1), a fair indication that energy savings in pumping for
the current treatment may arise, as well as milder amounts
of chemicals and reagents being required for the flotation
and oxidation tanks. Table 6 shows the typical energy con-
sumed in dissolved air flotation units (DAF) and common
flocculants and coagulants used in oily wastewater treatment,
where the former resort to compounds based on acrylamides
and the latter through inorganic metal-based components.
Regarding oxidation, many industries use hydrogen peroxide
(H2O2) due to its appealing efficacy in degrading organic per-
sistent pollutants. However, the auto-oxidation of anthraqui-
none still dominates as technology to produce H2O2 world-
wide. Therefore, opportunities associated with milder use of
these chemicals and reagents due to smaller volumes of
wastewater to be treated should be encouraged.

Table 6 Energy consumed in dissolved air flotation units (DAF), common flocculants and coagulants used in oily wastewater treatment and chemicals
used for oxidation

Dissolved air flotation (DAF) Oxidation basin

Energy 0.02–0.04 kW h m−3 (ref. 43)
0.05–0.075 kW h m−3 (ref. 44)

—

Chemicals & reagents Flocculants: polyacrylamide derivatives Hydrogen peroxide (35%) (H2O2)
(200 mg L−1 to 6 g L−1 for optimum results) Estimated concentrations (0.56 g L−1)

(auto-oxidation of anthraquinone as dominating
technology for H2O2 production worldwide)46

Coagulants: aluminium and polyaluminium chloride45
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Another relevant aspect regarding sustainability evaluation
is the effect on fresh industrial water savings upon the imple-
mentation of the proposed RO treatment which is expected
to work at 90% recovery, generating 1080 m3 per day of reus-
able water, translating into 375 840 m3 per year of water to be
reclaimed in the refinery cooling towers (Fig. 2, stream 2). As
part of an encouragement for industries to efficiently use and
reuse water, growing as a scarce resource, the fee applied to
the refinery has suffered, on average, a 3% increase every 3
years. This means that besides the savings in water volume,
the Sines refinery could actually save up to 163 000 € per year
in 6 years' time, rather than the expected 150 000 € per year.

A further analysis can be made through the current route
taken of stripped sour water from the catalytic cracking com-
plex and the proposed treatment (Fig. 2). A technical analysis
and evaluation on the best way to proceed regarding the
management of the concentrate stream should not be
overlooked. One of the main advantages of membrane tech-
nology in wastewater treatment is the reduction in volume of
the effluent, which usually leads to a more practical han-
dling. The expected 120 m3 per day of concentrate generated
(with phenol concentrations up to 3500 mg L−1 and COD con-
centrations up to 12 000 mg O2 per L) can be expected to be
treated based on several studies that go into detail regarding
treatment and remediation of phenolic wastewaters involving
advanced oxidation processes.47–51 Table 7 shows the pre-
dicted phenol removal, operating costs, and impact of the
treated concentrate regarding discharge, through reported
studies for similar highly phenolic refinery wastewaters. The
concentrate (Fig. 2, stream 3b), once treated and discharged
into the refinery effluent pre-treatment system, is expected to
suffer a dilution effect as it would be mixed with other forms
of wastewater (ex: desalter effluent, non-phenolic sour waters,
etc.). This would mean that the phenolic concentration could
decrease as much as 60 times, which will be taken into ac-
count for a realistic assessment in the Sines refinery scenario.
It can be seen that neutralization/acidification, followed by
Fenton, is expected to present higher phenolic removal effi-
ciencies (up to 99%) than without acidification, generating a
treated concentrate with minimal environmental impact
(down to 0.5 mg L−1 in phenols) compared to the usual efflu-
ent quality. Furthermore, a recent study regarding these oxi-
dation processes applied to oil refinery wastewater has also
shown their suitability to degrade pollutants other than phe-
nols that compose the concentrate stream and that are
equally important regarding environmental impact, typically

present in such wastewaters, such as oil and grease com-
pounds.53 However, operating costs associated with AOPs are
known to be relatively high, due to the high cost of reagents
involved (inorganic compounds for Fenton and H2O2) and
the need for sufficiently high concentrations of H2O2 for ap-
propriate oxidation, which also poses challenges in terms of
green metrics.

Another option would be to study the possibility of
reusing the phenolic compounds as added-value products
(Fig. 2, 3a). Depending on the type of compounds present,
their use as jet fuel or lubricant additives could be consid-
ered an option, where many forms of branched phenols, such
as 2,6-di-tert-butylphenol are applied as jet fuel additives.52

Moreover, the actual use of additives on different forms of
fuel, including diesel and jet fuel, usually leads to a higher
quality and more efficient use of fuel, which results in lower
consumptions and therefore lower greenhouse gas emissions.

4. Conclusions

The present study involved an on-site pilot plant treatment of
stripped sour water originating from the cracking complex at
the Sines refinery, Portugal, using reverse osmosis, with the
goal of reusing water and reducing wastewater volume. A
technical, economic and energy assessment was performed to
evaluate the overall feasibility of the treatment. Technical
analysis focused on the permeate recovery and rejection of
phenols/COD, which was 90% and 98%, respectively. The nat-
urally low osmotic pressure of the wastewater allowed high
fluxes (up to 44 L h−1 m−2) and a concentration factor of 10,
without loss of permeate quality as quality standards for wa-
ter reuse. The pilot plant results indicated a relatively high
energy demand. However, the installation of an energy recov-
ery device with reported 90% recoveries would allow a de-
crease in energy input demand to 1.2 kW h m−3, translating
into a drop in OPEX from 1.37 € per m3 to 0.41 € per m3. An
economic evaluation for different scenarios was performed
taking into account savings associated with fresh water and
wastewater volume reduction and energy recovery efficien-
cies. Results showed that it can be possible for the Sines re-
finery to save up to 375 840 m3 per year in fresh water and up
to 417 850 m3 per year of wastewater discharges, translating
into net savings of up to 286 566 € per year and a payback pe-
riod of down to 4 years. The RO proposal showed a low car-
bon footprint and negligible waste generation; however,

Table 7 Reported technologies for phenol removal from phenolic refinery wastewaters and predicted impact on concentrate treatment

Technology
Removal
efficiency (%)

Expected
concentration after
treatment (mg L−1)

Expected concentration
after dilution effect
(mg L−1)

Average concentration
in final effluent
dischargeda (mg L−1)

Operating costsb

(€ per m3) Ref.

Fenton (no neutralization) Up to 65 1225 20.4
3–12

4 48, 53
Neutralization + Fenton 95–99 35–175 0.6–2.9 4.6 48, 53

a Based on Sines refinery 2017–2019 data. b Based on market values of products involved in 2019.53
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careful consideration should be taken in the management
and treatment of the concentrate stream.
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