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Abstract: The tannery industry is characterized by the consumption of a large quantity of water,
around 30-40 m? for processing 1000 kg of hide or skin. This amount becomes wastewater, containing
about 300 kg of different chemicals, mainly refractory organic compounds, with high chemical
oxygen demand (COD), total dissolved salts (TDS), chromium, and evolution of toxic gases, such as
ammonia and sulfides, etc. The remaining tanning chemicals are released as effluent having high
resistance against biological degradation, becoming a serious environmental issue. Usually, end-of-
pipe treatment is not sufficient to meet the concerns of environmental issues. In terms of cleaner
production options, the redesigning of the existing effluent treatment procedures with alternate
or additional treatment techniques, which “supports resource recovery with no added chemicals”,
is expected to give a sustainable solution for the management of toxic effluent. The Zero Liquid
Discharge (ZLD) system serves to ensure zero water emission, as well as treatment facilities by
recycling, recovery, and reuse of the treated wastewater using advanced cleanup technology. The
international scenario shows the implementation of ZLD thanks to pressure from regulatory agencies.
The ZLD system consists of a pre-treatment system with conventional physicochemical treatment,
tertiary treatment, softening of the treated effluent, reverse osmosis (RO) treatment for desalination,
and thermal evaporation of the saline reject from RO to separate the salts. By adopting this system,
water consumption is reduced. Moreover, ZLD also becomes effective in disaster mitigation in areas
where the tannery industry is a strong economic actor. With this review, we aim to give an outlook of
the current framework.

Keywords: tannery industry; wastewater; environmental pollution; conventional treatment; zero
liquid discharge

1. Introduction

The leather industry is an important contributor to the global economy, as the annual
global trade reached up to USD 414 billion in 2018, producing a broad range of leather
products (footwear, clothing, gloves, handbags, purses, hats, and wristwatch straps) from
the rawhide, where 95% of the raw materials are the by-products of meat and dairy in-
dustries [1,2]. Asian and European countries are the global leaders in exporting leather
products with 48.5% of the worldwide export sale, as plenty of raw material is easily accessi-
ble in those nations [3]. In 2020, China was the largest producer of leather in the world (25%
of the total production), followed by Brazil (10%), Russia, Italy, and India (7%) [4]. India
has the highest livestock population (536.76 million) in the world, accounting for 11.54% of
the total world livestock population and 56.7% of the world buffalo population [5]. India
became one of the major players in the leather industry with the availability of livestock,
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water resources, trained laborers, and technology for processing leather. The export of this
sector reached 2 billion t2 in 2014, which is 10% of the world’s share, with 909 million pairs
of leather footwear, 100 million pairs of shoe uppers, 16 million pieces of leather garments,
63 million pieces of leather goods, and 52 million pairs of gloves [6].

The tannery sector is a part of the leather processing industry where the raw leather
is converted into finished material. It is considered the most contaminating sector due to
the generation of toxic pollutants in every step of the process [7]. Global leather tanneries
process 17 million tonnes of hides and skins per year, generate 600 million m? of tannery
wastewater (TWW), and discharge 350 million m? of treated wastewater back into the
environment [8]. In China, the tannery industry consumes over 1.4 hundred million m?3 of
water annually, while in Brazil, the annual consumption of water by this sector is identical to
the water consumption of 5.5 million residents [9]. To convert rawhide into finished leather,
the rawhide must undergo several mechanical and chemical processes. It is estimated
that 30 L of effluent is generated for the processing of 1 kg of rawhide [10]. The tanning
industry utilizes 30 to 40 m? of water and about 300 kg of chemicals for processing 1 tonne
of rawhide [11]. Only 20% of the raw materials are converted into usable leather products,
whereas more than 60% of the raw materials are converted into solid and liquid waste [1].

The pollution of the liquid waste depends on the type of processed hides and skins and
the used chemicals. The United Nations Industries Development Organization (UNIDO)
estimated that 175 types of chemicals are involved in the tannery process [7]. Discharge of
this effluent into freshwater without treatment or with just partial treatment has caused
serious environmental impacts. Due to the increase in environmental concerns regarding
these pollutants, countries have raised and implemented discharge standards with restric-
tions. In the tannery sector, the circular economy concept has been introduced to reduce
waste generation and reuse resources, thereby preventing environmental pollution [12], in
line with Sustainable Development Goal 12—responsible consumption and production.

In this review, we provide an overview of the (i) cleaner technological approaches in
each sector of the tannery process, (ii) types of ZLD systems developed and how they are
integrated with the cleaner technological approaches in the tannery sector, and (iii) case
studies and the types of ZLD systems that are in operation to recover, recycle, and reuse
the water, thereby reducing the freshwater demand, as well as avoiding the impacts of
these pollutants on the environment. We also give a panorama of the ZLD application at an
industrial scale all around the world.

2. Methodology

The literature review was performed using the scientific database Scopus. Using
the algorithms offered in the Scopus database, a retrieval was performed for research
publications from the year 2000 to 2022 using the words “tannery”, “cleaner”, “RO”, and
“ZLD” in the keywords, title, or abstracts, as shown in Figure 1. Original research papers
from the past ten years with the topic related to ZLD in the tannery sector were taken for

the complete review.
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Figure 1. Prisma flow diagram for ZLD system in the tannery sector.

3. Tanning Process and Related Environmental Issues

Leather manufacturing has four basic stages for processing the raw leather into fin-
ished leather, namely, the beam house stage, tanning stage, post-tanning, and finishing
stage, each of them based on 10 to 15 operational steps generating solid and liquid waste,
as shown in Figure 2 [13,14]. Raw leather is composed of three layers, namely, the der-
mis, epidermis, and subcutaneous layer, with the dermis layer consisting of 30-35% of
the protein collagen, and the remainder being water and fats [15]. The tanning process
involves the reaction between the collagen and chemicals to convert putrescible hide into
non-putrescible hide [16]. To increase the hydrothermal stability of the leather, a basification
process is employed, where hides soak in tanning liquor to fix the tanning material to the
leather [17].

There are three major types of tanning: chrome tanning, vegetable tanning, and a
combination of vegetable and chrome tanning [18]. The chrome tanning process involves
the use of chromium ions (chromium sulfate) to create cross-linkage among free carboxyl
groups present in collagen to make the hide resistant to bacterial degradation and high
temperatures. The vegetable tanning process involves polyphenolic compounds, derived
from catechol, to create a hydrogen bond between the tanning phenolic group to the
collagen of the leather itself, creating stout stole leather [19]. Globally, 90% of the tanneries
use chrome(IlI) sulfate as a tanning agent, and 80% of the total pollutants are generated in
this step [13]. TWW is a dark brown liquid that contains high chemical oxygen demand
(COD), biological chemical demand (BOD), total dissolved solids (TDS), phenolics, and
hazardous chemicals such as chromium(Ill), resins, detergents, biocides, oils, and synthetic
tannins, with a strong odor of ammonia [20].
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Figure 2. Stages of the leather manufacturing sector with wastewater generated in each of them.

TWW is highly toxic and has serious impacts on the soil by acidification, reducing soil
fertility, leaching chromium into the deeper layer of soil, and altering the soil microbial
communities. In surface water, TWW causes foaming, blocks sunlight penetration, and
affects aquatic life by depleting dissolved oxygen in the water, triggering eutrophication,
and increasing salinity in water [21,22]. TWW also causes several serious problems in living
organisms, such as hematotoxicity in the common fish Tilapia mossambica and Labeo rohita,
altered oxidative enzymes in Poecilia reticulata, embryonic toxicity to zebrafish, disrupted
physiological and cytological processes in plants, hormonal imbalance, compromised
reproductive fitness in rats, acute embryotoxicity in sea urchins, and genotoxic effects in
the snail Pila globose [23].

Hexavalent chromium Cr(VI) generated in tanneries is recognized as highly toxic
as it directly interacts with intercellular proteins and nucleic acids, causing mutagenic,
carcinogenic, and teratogenic effects in animals and humans [24]. Pentachlorophenol
(PCP), a polychlorinated aromatic compound used as a preservative for leather, is an
important biocide from a toxicological perspective [25]. Cr(VI) and PCP exposure can cause
chronic fatigue, infertility, neuralgic pain in the legs, hypothyroidism, dermatitis, ulcers,
and lung cancer in humans [26,27]. Considering their effects on living organisms, the
United States Environment Protection Agency (USEPA) has designated them as “priority
pollutants” [28]. TWW contains chromium (120-200 mg /L), COD (2500-8000 mg/L), BOD
(1200-3000 mg/L), chloride (6000-9500 mg/L), sulfates (1600-2500 mg/L), suspended
solids (2000-5000 mg/L), and total dissolved solids (TDS) (9000-18000 mg/L) [29]. TDS is a
major environmental concern as it makes the receiving water matrix (rivers and lakes) unfit
for irrigation and livestock. It is estimated that every year, 3 million tonnes of common salt
are discharged into water recipients worldwide [30]. Such toxic effects on the ecosystem
have raised serious environmental concerns to develop an adequate cleaner treatment
technology with discharge standards to combat environmental threats.

4. Clean Technology Approach in Tanneries

Circular economy practices are an integral part of sustainable development to meet the
present needs without compromising the needs of the future. The “6R” principle (reduce,
reuse, recycle, recover, redesign, and re-manufacture), which is an evolution of the “3R”



Recycling 2022, 7, 31

50f17

principle (reduce, reuse, and recycle), is currently being followed by industries to reach
the Sustainable Development Goals by 2030 [31]. In tanneries, waste minimization can be
achieved through adopting cleaner technologies, as these processes aim to replace or avoid
the usage of harmful chemicals and eliminate the generation of hazardous wastes. Studies
have been performed to investigate the cleaner production approach in the leather process-
ing industry, as shown in Table 1. Five clean technology approaches can be considered in
leather tanning processing:

1.  High chrome exhaustion: this approach reduces the discharge of chrome by 91% by
working without float in the tanning process and replacing formic and sulfuric acid
with sulphonic aromatic acid in the process. This approach is 42% more economical
than the traditional tanning one [32,33].

2. Use of enzymes in the dehairing bath: enzymes are added in the soaking phase to
improve the water uptake and to degrade the proteins and fats present in the skin [34].
This approach reduces the processing time.

3. Precipitation of chrome: to recover and reuse chrome in spent liquor by raising the
pH to minimize the solubility of chromium in the liquor [35].

4. Recycling the dehairing bath: instead of discharging it to the treatment plant after a
single use, it can be reused after a simple filtration [36].

5. Recycling the chrome tanning bath (can reduce chrome use by 20%): reusing the
contents in the tanning bath after a simple filtration process [37].

Table 1. Cleaner production approaches in the leather manufacturing processing.

Process Waste Generated Category of Approach Cleaner Technology Reference
Mechanical shaking Salts Reuse of collected salts [38]
Fleshin 100 kg of solid waste/ton Recycling of Recycling the solid waste to [39]
& of processed hide dehairing bath poultry feed or soap industry
Wastewater with brine Addition of sodium carbonate and
Soaking and washing solution (contaminated sodium hydroxide to increase the [39,40]
with fats, soap, and dirt) pH for better results
Wastewater contaminated . . Enzyme-assisted uphalrmg tO.
. . - . Using enzymes in the  reduce COD and sulfide content in
Liming and unhairing with lime, hair, .7 . [40,41]
; dehairing bath the wastewater and recycling of
and sulfides .
spent liquor
Wastewater contaminated Using organic acid and carbon
Deliming with lime, hair, dioxide-based deliming and [40-42]
and sulfides reusing the deliming liquor
Decreasing the pH to 2.4 to
Pickling No wastewater is released tnerease the tanning COI‘Idl"[lOI‘l'S [40,43]
and using a salt-free organic acid
pickling system
High chrome Adding soda-ash to increase pH
Tanning Wastewater with chromium exhaustion and from 2.4 to 4.1 to improve [38]
precipitation of chrome chromium utilization
. . Non-spraying dying methods are
Re-tanning Wastewater contaminated Recycling of chrome preferred with the use of liquid [38]

with dyes and oils

tanning bath

and low-dust dyes

Globally, the tanning industry generates 550 million m® of TWW yearly and is re-
sponsible for 40% of global chromium pollution [37,44,45]. Studies have indicated that
chromium can be replaced with alternative tanning agents, such as zirconium, aluminum
oxide, and titanium compounds, even if it is not economically acceptable for the tannery
sector [46]. Titanium can be extracted from the waste obtained from the metal industry to
replace chromium as a promising approach toward cleaner production [47]. A blended
tanning approach is also an eco-friendly approach as it does not have any negative effects
on the quality of the finished leather [48]. A blending of chemicals, such as titanyl sulfate
with citrate, aluminum sulfate with polyhedral oligomeric silsesquioxane-methacrylic acid,
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aluminum with titanium, and chromium with zirconium, produces high-quality leather
compared to that produced by chromium [38]. Unfortunately, these studies are still at the
preliminary stage and are viewed as theoretical approaches in the industrial community.
Therefore, strategies have shifted towards focusing on maximizing chrome uptake in the
tannery process and reducing the chrome concentration in the TWW [49]. The advanced
tanning process has enhanced the chrome uptake from 70% to 90%, thus reducing the
chrome concentration in the wastewater [50]. Even though chrome concentration in the
TWW is reduced, TDS in the effluent remains problematic and it can be controlled to some
extent by adopting cleaner technology approaches such as (a) alternative preservation
techniques to eliminate the use of salt [17,51], (b) shaking and brushing the salted hides to
decrease the salt in TDS by 15% [52], and (c) recycling tanning floats to reduce the TDS in
the effluent [40]. It must be noted that a significant part of the salinity in the effluent cannot
be removed through such cleaner technologies.

5. Need for Water Recycling in Tanneries

In the tannery industry, water consumption has raised concerns about the availability
of freshwater, as the World Bank has estimated that the water demand could increase
by over 650% in the next three decades [53]. Water consumption is a major issue in
tanneries, and great strides have been made to reduce and recycle water. Water usage
can be reduced by 55-58% by using the cleaner technology approach, and recycling the
wastewater derived from the pre- and post-tanning process can reduce water consumption
by 67% [40]. Minimizing water usage in the leather process can also decrease the treatment
cost of the effluents [40]. Treatment of TWW is a multistage process (primary, secondary,
and tertiary treatments), where the effluent is treated to reduce the pollution load. In
this way, the water can be reused or discharged into the environment after the treatment
itself [9]. However, the pollutants, especially the metals, are not completely removed
from the wastewater but transferred to disposable sludge. The treated water can be
recycled back into the tanneries for non-potable purposes. For the safe disposal of treated
wastewater into the environment, it must meet the discharge standards set by the pollution
control board [54].

In developing countries, such as India, Bangladesh, and Pakistan, tanneries are often
set up by small-scale industries and they do not have adequate financial and technical
resources for an effluent treatment plant [28]. For these reasons, tannery associations have
been established to run common effluent treatment plants (CETPs), where the effluent
outlet from each associated company is sent. So, the wastewater is effectively and efficiently
treated to meet the discharge standards or be recycled back to the companies themselves
for reuse [55]. There is a need to redesign, upgrade, and integrate the new technological
approach into the conventional treatment methods so that more water can be recycled back
into the industry.

In recent years, membrane technologies, such as microfiltration (MF), ultrafiltration
(UF), and nanofiltration (NF), have been adopted in the CETPs to treat the water by
removing the salinity [56]. Global adoption of membrane technology has contributed to
reducing the cost of operation, and the maintenance of their equipment has become simple
because of technological improvements [57]. The efficiency of the MF and UF depends
on the recovery of chromium in the residual water because of the porous nature of the
membrane leading to internal fouling [58]. Membrane technologies are the most studied
process in recycling water and chrome to save water and chemicals in the tannery sector.

Reverse osmosis (RO) is known to produce high-quality permeate water that can be
reused in the production cycle, thus reducing the consumption of groundwater [11]. RO is
a process more suitable to recover chromium from wastewater than adsorption, chemical
precipitation, solvent extraction, and ion exchange. The reason is that separation can be
achieved without the addition of chemicals and thermal energy, thus making the process
ideally suitable for a cleaner technology approach [59]. Studies have shown that the TWW
treatment consisting of a combination of physicochemical process, filtration, UF, and RO
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can produce high-quality permeate with 98% rejection of salts with improved quality of
recovered water and COD [60]. The disposal of the brine solution containing salts from the
RO operation is the main drawback [61].

6. Zero Liquid Discharge system

The brine solution discharged from a CETP has always high salinity (TDS = 15-25 g /L)
and poses a high risk to health and the environment, as it cannot be used for irrigation or
discharged into water recipients [62]. Due to the environmental impacts caused by these
pollutants, many countries have laid down strict treatment policies and adopted ZLD for
the treatment of TWW [9]. The ZLD system uses a closed water cycle technique so that
no water is discharged from the tannery. This eliminates the risk of water contamination
by brine discharge and maximizes water usage [58,63]. ZLD can be achieved through the
following methods: thermal evaporation, reverse osmosis, electrodialysis, forward osmosis,
and membrane distillation. Compared to other technologies, membrane technology is
eco-friendly, and it is known to achieve a higher degree of separation without the use of
chemicals and thermal energy and has shown to be a promising technology to achieve ZLD
in the tannery industry [64]. The ZLD system allows the treatment facility to reclaim and
reuse the treated wastewater by employing advanced wastewater treatment technology [65].
Indeed, ZLD offers sustainable wastewater management globally, and the investment in
ZLD technology is at least USD 100-200 million in developed countries [66]. Europe and
the USA have the best-known standards for TWW treatment, followed by China, Brazil,
and Southeast Asian countries [9]. In India, the environmental authorities and the tannery
industry have adopted the ZLD system, as this treatment method eliminates almost the
whole problem of TDS by removing all dissolved solids on-site. Therefore, this system is
a way to reclaim and reuse all the water. The growth of the ZLD system is expected to
increase 12% annually, reaching a USD 2.7 billion market value by 2030 [67].

6.1. Thermal-Based ZLD Systems

In the early stage of ZLD development, the systems were based on stand-alone thermal
processes, where the wastewater generated from the conventional treatment plant was
typically evaporated in a brine concentrator followed by a brine crystallizer or evaporation
pond, as shown in Figure 3. Thermal desalination technologies such as mechanical vapor
compression (MVC), multi-effect distillation (MED), and multistage flash (MSF) have
been extensively used in seawater desalination plants [68]. MVC is employed in the ZLD
systems of tanneries, where the feed water is mixed with brine slurry through the tubes
of a heat exchanger, and superheated steam is used to evaporate the brine slurry by heat
exchange [69]. Brine concentrators are capable of achieving 98% water recovery with solid
concentrations up to 250 g/L [67]. Then, the concentrated brine is fed into a crystallizer for
further water recovery by pumping through a submerged heat exchanger [70]. The treated
water is collected and recirculated to the tannery sector for reuse. At the end of the ZLD
system, salts are produced as by-products. They can be either disposed of through landfills
or recovered as valuable salt products [71].
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Figure 3. Schematic illustration of thermal- and RO-based ZLD systems.

6.1.1. Drawbacks of Thermal-Based ZLD Systems

Even though the thermal-based ZLD system produces distillates having TDS <10 mg/L
recyclable or reusable in the tannery sector, the consumption of large amounts of energy in
the MVC brine concentrator (20-25 kWh/m? of treated wastewater) raises concerns over
energy conservation [67]. The energy consumption of the crystallizer unit after MVC is
52-66 kWh/m?> of wastewater [66]. Moreover, scaling and corrosion phenomena in the
MVC system are problems that must be addressed and solved, or at least limited [72].

6.1.2. Approaches for Overcoming These Drawbacks

Steam-driven crystallizers are considered economically feasible for small-scale tan-
neries [73]. Adding anti-scalants such as calcium sulfate, calcium carbonate, strontium
sulfate, or barium sulfate into the recirculating brine can prevent the scaling problem by
keeping salt in the suspension [68]. Moreover, to counteract the corrosion problem, MVC
equipment is manufactured using titanium and stainless-steel materials, thus increasing
the capital cost [74,75].

Solar evaporation ponds exploit solar energy for concentrating the brine solution. This
technique is applicable for treating a small volume of brine solution, and it represents
a valid alternative to brine crystallizers in small-scale tanneries to limit the processing
costs [76]. In some cases, improved solar evaporation ponds are used, where the brine
solution is sprayed on the constructed land slope to enhance the brine-to-salt conversion
process [77].

Atlast, incorporating an RO system in the ZLD can increase water recovery and reduce
the volume of concentrated brine from entering the brine concentrator and crystallizer.

6.2. RO-Based ZLD Systems

When combined with a conventional thermal-based ZLD system, RO technology can
decrease the volume of slurry entering the brine concentrator, thereby reducing energy
consumption in MVC. RO eliminates the irreversible losses associated with evaporation
and condensation in thermal processes [78]. This membrane section is located before the
MVC brine concentrator to preconcentrate the feedwater so that it can reduce the load on
the concentrator, as shown in Figure 3. RO uses around 2 kWh/ m3 of wastewater, which is
much lower than the consumption of the combination MVC concentrator + crystallizer [79].
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6.2.1. Limitations of RO-Based ZLD Systems
The application of RO in the ZLD system is constrained by two limitations:

(@) RO has a salinity limit and it is economical only when the salinity range is lower than
70 g/L [80].
(b) Membrane fouling and scaling reduce the permeability and lifespan of RO membranes [58].

6.2.2. Systems for Overcoming These Limitations

Before feeding the wastewater to the RO section, suitable pre-treatment is necessary,
such as chemical softening, ion exchange, and pH adjustment. Low pressure-driven
membrane filters, such as MF, UF, and NF, can be used to pretreat the RO feed water [81].
Pilot-scale studies have shown that similar configurations are successful in fulfilling the
requirements needed for the RO feed water [82].

7. Critical Assessment of ZLD Economics

The ZLD system is employed to ensure and enable the treatment facility to recycle,
recover, and reuse treated wastewater. Installation of the ZLD system requires substantial
capital costs and poses a great challenge technically and financially for tanneries. When
ZLD systems for tanneries were installed for the first time, operation and maintenance costs
were 7-10 times higher than the conventional effluent treatment plant [83,84]. Accumulation
of solid waste from the system is one of the drawbacks of the ZLD system as it offers no
re-use potential, being a mixture of salts. Despite benefits including yielding freshwater,
the cost is still prohibitively high [85], even if the reduction in RO reject can drastically
reduce the operational cost [86].

The energy required by a RO system is greatly utilized for pumping. The power
consumption of the RO section is about 50% of the total treatment costs. The other costs
are 37% for fixed costs, which include insurance and capital investment amortization,
7% for maintenance, 5% for membrane replacement, and 1% for labor and consumable
chemicals [87]. Membrane pretreatment (MF, UF, and NF) of wastewater to feed to RO can
increase the life of the RO membrane, reducing the cost of membrane replacement [88].
This operation has become mandatory for the sustainable approach in the ZLD system.
Bench-scale and pilot-scale studies are being conducted to reduce the cost of implementing
ZLD technology [82].

When ZLD is applied in tanneries, the method of action for dealing with the RO reject
water must be specified. Solar evaporation pond is a traditional method that has been
employed, but the land required for the pond system is high and the average evaporation
rate is estimated to be 2.54-10.16 mm of water/day [89]. It is an effective method, especially
in countries with warm weather conditions, as it can increase the evaporation rate. A
sprinkler system in the pond can accelerate the evaporation rate. The evaporation ponds
must be sealed with liners to avoid groundwater contamination and soil salinity [90].
The drawback is that water is not recovered, and the system is not effective during rains.
Installing a multiple-effect evaporator can overcome this drawback. This technique allows
the recovery of the evaporated water as condensate, with its recirculation into the industry
for reuse [91].

The ZLD process has considerable capital and operating costs, but the system recovers
75% of the water and recycles it back for reuse, thus reducing the demand for freshwater [92].
Because of the impacts of the saline water on the environment, evaporation of this saline
reject water to dryness is the only possible approach to disposal. This process of converting
the salt liquor into solid waste forces additional charges on the ZLD system. The generated
solid waste is composed of a mixture of salts such as chlorides, sulfates, carbonates, and
nitrates, which raises the disposal problem for the tanneries, as the evaporated salts cannot
be used for any other purposes [93]. The salt disposal would bring in additional costs that
would make the whole ZLD system much more cumbersome. The capital investment and
the operation cost challenge the sustainability of the whole system.
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8. Application of ZLD in the Tannery Industry

The implementation of ZLD systems for the recovery of water depends on the graphi-
cal location and the regulatory agencies in the country where it is applied [87].

8.1. India

The increasing population and pollution load on freshwater sources have increased the
freshwater demand in India. This has led to sustainable approaches in TWW treatment plants.

In 2015, the water conservation policy by the Indian government obliged high polluting
industries to implement ZLD technologies [66]. The Indian ZLD market was valued to be
USD 39 million, and it has grown continuously at a yearly rate of 7% since 2012 [94].

The Central Pollution Control Board has defined that the ZLD system must incorporate
two-stage RO treatment and thermal evaporators after conventional wastewater treatment
for separating salts from the saline liquor [95]. Solar evaporation ponds can be used to
treat the RO reject water with proper liner-based ponds at small ZLD plants (wastewater
production < 500 m®/d) and mechanical evaporators at larger ZLD plants [96].

In India, most of the ZLD systems have started installing mechanical evaporators
due to the high land requirement for solar evaporation. This provides an advantage of
recovering the water in the form of condensate [30].

TDS concentration of raw effluent generated by tanneries varies from 7 to 17 g/L,
while it varies from 25 to 40 g/L in the RO reject [97,98]. The recovered permeate recovered
from the RO system (70-80%) is combined with condensate derived from the thermal
evaporator and recirculated into the process for reuse [99]. The RO rejects account for about
20-30% of the total wastewater generated [71].

In India, around 44% of the tanneries, or 934, are located in Tamil Nadu, with 60%
of the national production [100]. The tanning sector is dominated by small-scale units
with limited technical expertise and financial resources. In 2005, the Tamil Nadu Pollution
Control Board directed tanners to install RO or similar systems to control TDS and expected
tanners to reach the minimum national discharge standards [101]. Due to this, tanneries
have installed 13 CETPs integrated with RO and evaporators to meet these discharge
standards [102]. While assessing the performance of RO membrane technology employed
in CETPs in and around Vellore in India, it is noted that the volume of effluent treated
is around 415 thousand m?3/year. The performance of the membrane technology and
characteristics of the final brine solution are reported in Table 2 [30].

Table 2. Performance of RO technology in CETPs in Tamil Nadu, India.

Parameter Raw Effluent Raw Effluent after Primary RO Feed RO Permeate RO Reject
and Secondary Treatment
pH 5-7.6 7.3-8.2 6.6-7.3 6.5-7.1 7.2-7.5
Total suspended solids (mg/L) 1540-2010 55-90 2.5 nil 2.2-15
Chemical oxygen demand
4340-5342 260-647 190 20-BDL 510-3280
(COD) (mg/L)
Biochemical oxygen demand
640-1570 20-69 10 1-BDL 5.2-90
(BOD) (mg/L)
Total dissolved solids
11,800-20,090 17,980-9986 17830 860-388 39,210-36,100
(TDS) (mg/L)
Chlorides (mg/L) 1945-10,880 1945-9280 8450 400-226 24,760-9725
Sulfates (mg/L) 3590-3870 2290-3766 1710 110-9 17225
Sulfide (mg/L) 26-180 1.8-2 0.1 BDL 0.1
Total chromium (mg/L) 22-120 0.2-0.4 0.05 BDL 0.1
Oil and grease (mg/L) 12-27 21-2.4 0.5 BDL 1.7

Ammonium (mg/L) 22 16.1 14 3.2 31450
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The RO reject is treated through multiple effect evaporators for further water recovery
in the form of condensate. The final form of sludge contains 54% chlorides, 35% sodium,
0.9% calcium, 0.3% magnesium, 1.5% sulfates, 1.3% silica, and 11% moisture that cannot be
reused and is disposed in sanitary landfills.

Capital investment, operating costs, and many technical issues related to membrane
technologies remain unsolved in adopting the ZLD technologies in India.

8.2. United States

The USA operates the most ZLD systems in the world. The initial development of
ZLD took place in 1970, when high saline effluent discharged into the Colorado River and
increased the salinity of the river water, forcing the regulatory authority to implement
ZLD [103]. Around 60 of 82 ZLD plants in the country were associated with the power
industry sector to recycle water for reuse [66]. Understanding the importance of the
ZLD system, the United States Environmental Protection Agency revised the guidelines
regarding water discharge and promoted ZLD technologies [104]. In compliance with the
new guidelines, incentives were provided for ZLD installations. It is estimated that the
ZLD market will increase, reaching USD 244 million by 2025 [67].

In the USA, new technologies integrated with electrodialysis reversal (EDR) are being
explored to reduce the salt load by 89%. It is estimated that its cost would be 5-8 USD/m?
of wastewater, reducing the challenges faced in brine management [105].

8.3. China

A new action plan was announced by China to tackle water pollution. Recovering
the water from wastewater has made ZLD mandatory in the industry for the preservation
of water resources and ecosystems [106]. The 14th 5-Year Plan included ZLD systems for
environmental protection and the enhancement of water recovery and reuse [107]. Several
ZLD systems have already been installed, with a treatment capacity of 110-2300 m3/h [67].
China has implemented the first forward osmosis-based ZLD system to improve the
recovery of water and reduce energy consumption by eliminating the need for high-
pressure hydraulics [108].

A preliminary study has been conducted to exploit the exhausted heat from flue gas
generated from the flue gas desulfurization plant for the ZLD system. It has proven to be
cost-effective [109].

8.4. Other Countries

In 2015 in the European Union, the amount of reused water was in the order of over
1 billion m>/year, and it is estimated that it will increase to 6 billion m>/year by 2025 [67].

Full-scale plants with membrane technology (MF, UF, and NF) for the pre-treatment
of RO feed water have been implemented in the Middle East. The operation of the first
industrial plant for wastewater treatment and recycling commissioned in Oman has a
capacity of 7500 m3/day [67,110].

9. Discussion

Tanneries generate highly polluting wastewater, and to prevent the discharge of these
pollutants into the environment and recover the water efficiently, a ZLD system needs to be
configured properly. Before employing a ZLD system, proper research is necessary to study
the characteristics of TWW so the installed scheme will be an effective and fool-proof ZLD
scheme. If this target is not achieved, the cost of operation and maintenance will increase,
affecting the sustainability of the company.

A novel technological approach must consider the aims of the considered technology,
in terms of:

e  Reduction in freshwater consumption;
e Increase in water recovery;
e  Reduction in the cost of operation; and
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e  Reduction/disposal of generated solid waste/brine liquor.

Some of the novel approaches are listed below.

1. In India, novel marine disposal of saline streams is explored as the desalination
plant is integrated into a leather complex. It draws 30,000 m?/day and discharges
20,000 m>/day of the saline stream back into the Bay of Bengal under the overall con-
trol of environmental protection authorities with a special bio-control and dispersion
system to safeguard the aquatic life [111].

2. The volume of RO rejection can be reduced using an alternative technology known
as the high-pressure RO system, where 30-40% of the water can be recovered from
the rejected water of the RO plant. This reduces the volume of rejected water by 10%,
thus reducing the cost of thermal evaporation by 35-40%. The overall operation cost
can be reduced by 10-15% [112,113].

3. RO-based ZLD systems can be improved by upgrading the system with a new tech-
nology named high-efficiency RO, with a recovery rate higher than 90% and a low
tendency for scaling and fouling. It overcomes the restriction of salinity limit in RO
and treats the brine concentrate efficiently and economically as RO [114].

4. Membrane distillation incorporated in ZLD systems is a developing technology that
has the potential to concentrate saline wastewater by using waste heat. This system is
more economical than the brine concentrator as it can recover 60-90% of water and
it works by the waste heat. Therefore, MD-ZLD has the potential to replace brine
concentrators. However, at the moment, it has not yet been applied to large-scale
treatment plants [115].

5. Implementation of forward osmosis in ZLD is an alternative approach to the RO
system. It is an energy-efficient separation technique to recover the water from the
brine solution. Permeation of water molecules occurs under the influence of osmotic
pressure without the requirement of hydraulic pressure. Less energy consumption
and reversible membrane fouling are the advantages of this technology. It offers a
cleaner alternative way to achieve higher water flux, thereby reducing the generation
of brine solution [116,117].

6.  Electrodialysis can be used to preconcentrate the brine before the crystallizer as the
ion exchange membrane eliminates the ions in the brine solution. As a result, a salt-
depleted brine solution is obtained at the end of the process. Scaling and fouling can be
easily removed by reversing the polarity of the electrodialysis. Pilot-scale studies have
shown that this technology is capable of concentrating feed water to relatively high
conductivity (above 120 mS/cm) compared to RO capability (80-90 mS/cm) [118].

7. Solar evaporation technologies are suitable in arid regions and require low mainte-
nance and low operating costs. Wind aid-intensified evaporation technology uses
wind energy to evaporate the brine and can be 10-fold over the natural evaporation at
the rate of 0.55-1.7 m? /h with 500 m? of a wetted surface for 300-1000 m?/d [119].

8.  The use of chlorine-resistant membranes, such as sulfonated polysulfone composite
membranes, can reduce membrane degradation, thus restricting the need for de-
chlorination of the RO feed [120].

With this study, we illustrate that ZLD is an important wastewater management
strategy that is being implemented globally, even if high operating costs and energy
consumption remain limiting factors to ZLD technologies.

The impacts of pollution on the environment have resulted in freshwater scarcity,
global climatic change, and the contamination of groundwater. Altogether, this has forced
regulatory authorities to push industries to adopt ZLD. Advances in technology and
exploring novel approaches to overcome all the limitations of ZLD technologies can make
this approach more feasible and sustainable in the near future.
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