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Abstract: Due to the rapid development of electronic devices and their shortened lifespans, waste
electrical and electronic equipment (WEEE), or E-waste, is regarded as one of the most fast-growing
wastes. Among the categories of E-waste, waste printed circuit boards (WPCBs) are considered
the most complex waste materials, owing to their various constitutes, such as plastics, capacitors,
wiring, and metal plating. To date, a variety of processing technologies have been developed and
studied. However, due to the heterogeneous nature of WPCBs, a thorough study on both material
characterization and physical separation was needed to provide a better understanding in material
handling, as well as to prepare a suitable feedstock prior to the downstream chemical process. In the
present study, integrated size and density separations were performed to understand the liberation
of contained metals, particularly Cu and Au, from the plastic substrates. The separation performance
was evaluated by the elemental concentration, distribution, and enrichment ratio of valuable metals
in different size and density fractions. Further, SEM-EDS on the density separation products was
carried out to characterize the surface morphology, elemental mapping, and quantified elemental
contents. Moreover, thermo-gravimetric properties of waste PCBs were investigated by TGA, in
order to understand the effect of temperature on volatile and combustible fractions during the
thermal processing.

Keywords: E-waste; size distribution; density separation; copper; gold; liberation; metal enrichment;
SEM-EDS characterization

1. Introduction

With the continuous improvement in advanced technologies, electrical and electronic
equipment (EEE), such as mobile phones, portable music players, computers, and tablets,
has become an essential part of human society [1,2]. During the last two decades, the
consumption of electrical devices per capita has increased significantly, with an estimated
annual growth of 6.8 kg per inhabitant by 2021. Due to increasing demand for new
products, the average lifetime of electrical items continues to decrease [3-5]. As a result
of improper disposal, electronic waste (E-waste) is considered hazardous material as it
contains toxic metals and organic plastics which pose threats to the environment [6]. The
improper disposal of E-waste also causes loss of valuable metals [7]. Recent studies on
circular economy revealed the essence of developing processing and purifying techniques
to recover E-waste and turn it into useful forms [8-10]. Despite the varied sources of
E-waste, the average grade of valuable metals in E-waste, such as Cu, Au, and Ag, is high
and valuable for recycling [11].

As an integral component of electronic devices, printed circuit boards (PCBs) account
for 4 to 7% by weight of E-waste [3,12]. The basic structure of PCBs is a copper-clad
laminate containing epoxy resin and metallic interlayers [3]. The metal fraction in PCBs is
approximately 30% by weight, while the rest of PCBs consist of non-metallic fractions [1].
By estimation, the metal content in PCBs, which accounts for 40% by value of E-waste, is
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worth USD 150 million in 2014 [13]. The abundance of valuable metals in PCBs has made it
a trading commodity and a secondary source for metals [13]. Typical metals in waste PCBs
include basic metals (Cu, Al, Pb, Fe, Zn, Ni, and Sn), precious metals (Au, Ag, Pd, and
Ta), and heavy hazardous metals (Cd, Hg, As, and Se), as summarized in Figure 1 [14-16].
For copper, the weight percentage ranges between 7% and 22% in PCBs [14]. Cu is also
regarded as most valuable among base metals found in waste PCBs, as shown in Figure 2.
For precious metals, Au contains the most significant value referencing USD 41/g of PCBs
compared to Ag which is USD 0.53/g of PCBs [15].
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Figure 1. Contents of metals in PCB type E-waste (adopted from [14]).
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Figure 2. Values of metals in waste PCB (adopted from [15]).

Studies into the characterization and physical processing of E-Waste is not new with
numerous studies performed to recover valuable metals from WPCBs using a variety
of processing techniques [17,18]. These techniques can be categorized into mechani-
cal/physical separation [19-24] and chemical separation [25-28]. Mechanical/physical
separation usually starts with size reduction, with further separation utilizing physical
properties, such as density, electrostatic, and conductivity [1]. Chemical separation can be
divided into pyrometallurgical treatment [29-31], hydrometallurgical treatment [32-35],
and bio-metallurgical process [14,36-38].

Due to the simplicity of mechanical /physical processing, it is often utilized as a pre-
treatment step prior to chemical processing. Preliminary physical process as a pre-treatment
step has the merits of maximizing the metallic fraction entering the chemical processes
while leaving the non-metallic fraction behind, homogenizing complex materials to provide
a suitable feed for downstream process and reducing the energy consumed by unnecessary
size reduction [1,39,40].

To date, extensive studies on WPCBs recycling by physical processing as a preliminary
enrichment method using size, gravity, density, electrostatic, or conductivity properties
have been performed with valuable insights for the purpose of beneficiation [41-47]. Ad-
ditional studies reported successful physical processing methods and include additional
characterization [19,31,48-52]. The summary of recent studies on physical processing and
characterization of WPCBs are provided in Table 1. To compare, the physical properties and
characterization features investigated in this study are listed at the end of table. As shown
in Table 1, none of these studies have investigated the specific range of particle sizes, den-
sities, and elemental assays, combined with the characterizations by thermo-gravimetric
analysis (TGA) and SEM-EDS, as performed in this work. In general, the highlights of this
study include:
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1. Thoroughly characterizing a general type of WPCBs by studying different sizes and
densities, by SEM-EDS;

2. Evaluating by particle size and density, the separation performance by elemental
assay;

3. Identifying the need for surfactant on finer particles for effective density separation;

4.  Providing information on surface elemental mapping via SEM-EDS for several select
particle densities;

5. Investigating thermal-reaction zones and possible reactants/products by TGA.

Table 1. Summary of relevant studies with a particular focus on physical processing and characteri-
zation (since 2011).

Particle Size Separation Elemental Thermo- Spectrum

Type of Study (mm) Methods Assay Gravimetry Characterization Reference

-2.8 Air table N/A N/A N/A [45]

: Flotation SEM-EDS
Physical —-0.25 o N/A N/A ) 47
Processing (Superficial air) (Al, Si, Sn, Pb) [47]

SEM-EDS
-2 N/A N/A N/A (Cu and Al) [53]

. Ag, Au, Al, Cu,
—4, -2 Magneticand g, '\ pp, N/A N/A [48]
electrostatic 71 Sn
. Density Au, Ag, Cu, Fe, "
4 (5.G. 2.89) Ni, Pb, Zn, etc. GCv N/A [19]
Au, Al, Cu, Fe, "
—4 N/A Ni, Pb, Sn TG-DTA N/A [31]
Physical +1.68, Wet fiegin
Processing +0.59-1.68, JIEEIME, Cu, Au N/A N/A [40]
and 059 flotation
Characterization Ae Au ALC SEMLEDS
g/ u, , Ly, =

—4 N/A Fe, Ni, Pb, Zn, TGA-DSC * (Al, Pb, Zn, Cu, Au, [49]

Sn, Nd Fe, Si, etc.)

Densit Ag, Au, Al, Cu, SEM-EDS
—0.8, —0.45 s é ) 85;) Fe, Ni, Pb, Sn, N/A FTIR [52]

T Ti, Zn XRD and XRF
Density SEM-EDS
9, 5,2 (S.G. 145 to AN‘: ﬁé' (Z:I]i ij TGA * (Al, Zn, Cu, Fe,Si,  This Study
2.67) s EB 2N, Ni, Au)

* GCV: gross calorific value; DTA: differential thermal analysis; TGA: thermo-gravimetric analysis; DSC: differen-
tial scanning calorimetry.

2. Materials and Methods
2.1. Materials

The WPCBs used in this study were highly heterogeneous, consisting of various
components, including but not limited to bare metals, alloy coatings, capacitors, resistors,
epoxy laminates, fiberglass, etc., obtained from a wide variety of sources. These broader
sources were an assortment of motherboards, RAM cards, graphics cards, and power
supplies extracted from end-of-life computers. The constituents were either friable or
closely associated with each other. Further investigations of physical processing by multi-
stage shredding and density separation were carried out to gain a deeper knowledge of
the elemental distribution in a range of sizes and densities. The WPCBs after primary
size reduction are shown in Figure 3a,b. Figure 3a shows the appearance of the PCBs
as shredded and Figure 3b shows the hand-sorted constitutes in shredded PCBs by their
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occurrence for visual comparison. It can be seen that Cu mainly exists as either Cu laminate
or tangled Cu wires, while Au mainly presents as strip-shaped Au fingers.

Figure 3. Coarse shred of general circuit boards: (a) bulk; (b) hand-sorted by occurrence.

2.2. Size Reduction

Preliminary size reduction of 8 kg of general circuit boards was accomplished using
stomp shears, band saws, and other rudimentary methods to size the boards to feed into
a shredder (Ameri-Shred AMS-300 HD hard drive shredder). The schematic procedure
of preliminary size reduction is presented in Figure 4. The resulting material was then
screened to remove fractions smaller than 9.5 mm (—3/8”) while the >9.5 mm materials
were then further shredded in a Retch SM 300 knife mill. To evaluate the particle size
distribution (PSD), the resulting weight percentage (%wt.) of each size fraction was fitted
into two commonly used size distribution models, the Gates-Gaudin-Schuhmann Model
(GGS) and Rosin-Rammler Model (RR) and will be described later.

Coarse
Feed Shredder

A 4

+3/8"

Screen
Fine
Shredder
—3/8"

Figure 4. Representation of preliminary shredding and sizing of circuit boards.
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2.3. Density Separation

Following size reduction, a preliminary 2-stage density separation was performed. The
waste circuit boards shredded to —9.5 mm were further reduced to a top size of —5 mm.
Subsequently, a 2-stage density separation was performed, as depicted in Figure 5. A
follow-up experiment was performed with a top size of —2 mm and then processed into
additional density fractions, as shown in Figure 6. This was performed to evaluate the
effect of additional size reduction on liberation.
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Figure 5. Two-stage, three-fraction density separation for general circuit boards (size —5 mm).
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Figure 6. Four-stage, five-fraction density separation for general circuit boards (size —2 mm).
Lithium metatungstate (LMT), an inorganic salt heavy liquid with a specific density

of 2.95 g/cm3, was used to prepare dense media with a certain specific gravity (S.G.) to
separate the shredded circuit boards. In 2-stage density separation, S.G. of 1.45 and 1.96



Sustainability 2022, 14, 13479

7 of 23

were used, while in 4-stage separation, additional S.G. of 1.45, 1.68, 1.96, and 2.67 were used.
The choice of these specific gravities was to intentionally separate the heavier elements
such as Cu, Ni, Fe, Zn, and Au, the lighter elements such as Ca, Mg, and Al, and the
plastics such as epoxy resins and laminated boards. In addition, for density separation
using finer top size (—2 mm), a surfactant was employed to reduce the high surface tension
of fine-shred circuit boards. The surfactant used to wet the ground circuit board was a non-
ionic surfactant, nonylphenol ethoxylate, supplied from Huntsman Petrochemical Co. The
concentration of surfactant used in the density separation (top size —2 mm) was 2 mg/L.

After the multi-stage density separations, the materials from various density fractions
were weighed and assayed to determine the metal content in the samples.

2.4. Assaying

To determine the quantity of metals contained in various samples, a procedure of
chemical assaying was developed for solid PCBs. The assaying procedure can be divided
into three main steps, size reduction, roasting, and acid digestion. The solid samples were
each pulverized by an analytical mill (Cole-Parmer Analytical Mill 4301-00) to —30 mesh
(600 um). Following size reduction, roasting is utilized to remove the organic and volatile
components from PCBs that are insoluble in the subsequent acid digestion. For reliable
assaying, the sample should be completely dissolved into a liquid phase prior to ICP-OES
elemental analysis.

In roasting, approximately 10 g of solid WPCB sample was weighed and placed in a
tared ceramic crucible and roasted in a muffle furnace at 460 °C for 10 h. The temperature
of 460 °C was chosen to avoid the sintering and agglomeration of metal and alloys during
the roasting process. After 10 h, the crucible was cooled to room temperature in a desiccator
and re-weighed to determine the residual mass.

The roasted samples were then homogenized manually using a mortar and pestle.
Representative 0.5 g of samples was taken for acid digestion. The weighed samples were
placed in a 50-milliliter PFA (perfluoroalkoxy) digestion tube. Hydrofluoric acid (HF) and
aqua regia (molar ratio of HCI:HNOj; = 3:1) were used as the digesting reagents. Firstly,
20 mL of aqua regia was added to a digestion tube wherein it reacted with the metals. Then,
20 mL of HF was added to dissolve silica, fiberglass, or other insolubles. The digestion was
conducted in a hot block at 145 °F (63 °C) for 5 h until the liquid was evaporated completely.
The final digested residues were then prepared in 5% HNO3 matrix and 5% HCI matrix
for ICP-OES analysis. The final solutions were topped off to a total volume of 20 mL with
deionized (DI) water to maintain volumetric consistency.

ICP-OES (Inductively Coupled Plasma-Optical Emission Spectrometry), manufactured
by Spectro Arcos, was used for elemental analysis. The liquid samples were prepared in
two acid matrixes for the following analysis: (1) 5% HNOj3; matrix for base metals, rare
earth elements (REEs), and Ag; (2) 5% HCI matrix for other precious metals, i.e., Au, Pt,
and Pd.

To compare the separation performance by different sizes or densities, the results of
element concentrations were plotted in ppm, versus the size or density fractions. Distribu-
tion % of elements in the processed WPCBs, on a whole mass basis, was calculated using
Equation (1). Moreover, the enrichment ratio (ER) was calculated using Equation (2), to
provide a clear comparison among the separation methods.

Cfraction X Cfracti
Distribution (%) = < fmdw; > ffmtwn) x 100 1)

Cfraction

where Cpction is the mass (g) of product in each fraction, cpyction is the element concentration
(ppm) in the fraction after size or density separation, F is the mass (g) of the feed, and f is
element concentration (ppm) in the feed.

Enrichment Ratio =

@
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2.5. Characterization

Representative samples from different density fractions were characterized using
Energy Dispersive X-ray Spectroscopy (EDS, X-Max detector, Oxford Instruments, Abing-
don, UK) in a Scanning Electron Microscope (SEM, Quanta 250, ThermoFisher Scientific,
formerly FEI, Hillsboro, OR, USA). The detector used on SEM was an Everhart-Thornley
detector (ETD), equipped with adjusted bias to optimize signal intensity while minimizing
charging effects in the image. For each sample, multiple fields of view were scanned
automatically at high magnification using incident electrons with 30 keV energy and ap-
propriate beam currents to balance signal intensity and spectrum accuracy. An accelerating
voltage of 30 kV (at a working distance of 10 mm on the SEM) was used to excite X-rays
from all potentially present elements and to maximize the amount of X-rays generated
so as to accumulate lots of counts in each field-of-view. Automation of the acquisition
over a large area, EDS spectra analysis, and maps generation were achieved using Oxford
Instruments” AZtec 6.0 software with TruMap algorithm.

Thermo-gravimetric Analysis (TGA) was conducted using a LECO TGA701 to analyze
the thermo-chemistry properties of the PCBs. To prepare representative samples, 50 g of
PCBs was ground to <600 microns to provide sufficient quantity for replicate analyses. For
each set of experiments, 0.2 g of ground sample with 5 replicates were added to ceramic
crucibles. The temperature was ramped from 25 °C to 1000 °C, with a ramp rate of 5 °C/min.
At each increment, the temperature was held for 5 min to allow full reaction of materials.
The process was carried out under nitrogen and oxygen atmospheres, respectively. The
initial weight of materials and the weight loss according to temperature rise were measured,
and the thermo-gravimetry (TG, weight %) was calculated by the following equation:

Weightyss )
TG (%) =(1— ——=—] x 100 3
(%) ( Weight pitial ©)

where Weight;,ss and Weight;,i1i; are the weight loss according to temperature change and
initial weight of the material in grams.

3. Results and Discussion
3.1. Particle Size Distribution

To understand the propensity of generating coarse and fine particles during the
size reduction process, particle size distribution (PSD) of shredded WPCBs was studied
and the results were fitted into two PSD models. Under the shredding and screening
procedure described in Materials and Methods, WPCBs was shredded to a top size of
9.5 mm and screened into five different particle size ranges (i.e., —9.5+4.8, —4.8 +2.4,
—2.4 +1.0, —1.0 +0.6, and —0.6 mm). Each size fraction was weighed with the data reported
in Figure 7. A representative sample of the shredded material was then assayed to obtain
the elemental concentration in each size fraction.

Two popular PSD models were assessed, and the results are shown in Figure 8. The
Gates—Gaudin—-Schuhmann (GGS) [54] and the Rosin-Rammler (RR) [55] models have
been used to describe PSD in granular materials for many years in material processing.
GGS model was developed in the metalliferous mining industry and described with a
size parameter (k) and a distribution parameter (1) [54]. The RR model was widely used
to evaluate coal fragmentation at first but had also been broadly applied in many other
processing industries. The RR size parameter (R) corresponds to the geometric mean
particle size, and the shape parameter (b) defines the spread of sizes [55]. The fitting
accuracy of these models depends on the material nature and the chosen sizes.
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Figure 7. Mass distribution of shredded general circuit boards (size —9.5 mm).
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Figure 8. (a) GGS model of shredded circuit boards; (b) RR model of shredded circuit boards.

The GGS model predicts the cumulative percent passing distribution:
x\m
Y =100 <E) @)

where Y is the cumulative oversize mass, in wt.%; x is the particle size, in mm; k is the size
parameter; m is the distribution parameter. The values of k and m can be determined by
linear regression:

logY = mlogx + k ®)

The Rosin-Rammler model is typically used to predict the % retained. The modified
equation to predict the % finer is:

Y =100 — 100 exp [— (%)b] ®)

where 1/R is the Rosin-Rammler geometric mean diameter, in mm; b is the Rosin-Rammler
skewness parameter or distribution parameter (dimensionless). In the above equation, a
smaller R indicates a larger average particle size and a larger b means a wider spread in
particle size distribution (PSD) [49].
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The GGS and RR models were compared with the experimental PSD data using the
least-squares method to find the fitting parameters, and the model presenting the most
agreeing statistical values was selected. The least-squares procedure was obtained consid-
ering a non-linear optimization method, and the residual sum of squares was minimized
using SOLVER in Excel. The function of RRS was established as:

n

2
RRS = Z (Pi, measured — Pi, predicted) (7)
i=1

where P; yessured and P predicted TEPresent experimental and model cumulative passing ma-
terials, respectively. The obtained values of independent variables and RRS of the fitted
model are summarized in Table 2. The fitted GGS model and RR model are shown in
Figure 8a,b, respectively. The particle size distribution is shown to fit the GGS model which
is better aligned to fine particle distributions [56].

Table 2. Fitting parameters of GGS and RR models.

PSD Model Expression Variables RRS
GGS Fyy = 100(3)" k=4.79; m = 0.94 14.67
i\b — h=
RR Fly,) = 100 (1 —exp [_ (%) ] ) R=257;b=148 144.45

Results of the particle size distribution shows better fit using the GGS model, indicating
a tendency of generating greater portion of fines during the shredding process. This result
was well-aligned with the fact that fines/dust were visually observed during the shredding
of PCBs, possibly produced from organic substrate in the PCBs. In addition, the metallic
fractions were more difficult to shred due to the malleability of metal and metal alloys.
Tangled wires and fibers from shredded PCBs also tended to agglomerate together during
the screening process. The visual observation was further justified by SEM images with
elemental mapping, and the results are discussed in later sections.

3.2. Elemental Distribution in Different Size Fractions

To determine the proclivity for the segregation of valuable metals by size during the
liberation process, various size distributions were assayed. The results were plotted in
elemental concentrations (ppm) and distribution (%) of elemental concentrations in each
size fraction, as shown in Figures 9 and 10, respectively. The distribution of Cu and Au
associated with different sizes is shown in Figure 11. In Figure 9, Cu concentrations varied
from 322,623 ppm (32.26%wt.) to 383,648 ppm (38.36%wt.) in the coarsest (+4.8 mm) and
finest (—0.6 mm) size fractions, respectively. The low variability of Cu content between each
size fraction indicates that there is minimal liberation regardless of particle size. Similarly
for other metals, such as Al, Fe, Ni, and Pb, the highest concentration occurred in the finest
size fraction, but the differences in metal concentrations by size fractions were not distin-
guishing. Au was found most concentrated in —1.0 +0.6-millimeter fractions, while Zn and
Ta were found more concentrated in the intermediate fractions, i.e., —4.8 +2.4-millimeter
for Zn and —2.4 +1.0-millimeter for Ta, respectively.
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Figure 9. Elemental concentration (ppm) in different size fractions (size —9.5 mm).
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Figure 10. Elemental distribution (%) in different size fractions (size —9.5 mm).
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Figure 11. Distribution (%) and enrichment ratio (ER) of Cu and Au in different size fractions (size
—9.5 mm).
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The cumulative elemental distribution, as shown in Figure 10, indicates little relativity
of element liberation by different sizes, which led to similar results, as seen in Figure 9.
These results also seem consistent with visual observations that the small fractions are
composed of friable materials, while coarse materials consisted of malleable metals and
alloys. Observations during the grinding process seemed to show that the malleable
metals, such as Al and Cu, tended to agglomerate together and were less susceptible to
size reduction, making further size reduction difficult once these metals are liberated from
the circuit boards. On the other hand, the board-type material (plastic/fiber portion) was
more easily comminuted into fine particles. As a result, the finer size fraction contained
more plastic.

Distribution % and enrichment ratio (ER) of Au and Cu in different size fractions
presented in Figure 11 reveal that the correlations of both distribution and enrichment were
discrete by size. Over half of the Cu (58%) were found in coarse size (+4.8 mm), occurring
as metallic Cu in wires/laminates, which were difficult to be further shredded. However,
the enrichment ratio of Cu showed in similar numbers with an average of 1.1, indicating
there was no preference of Cu enrichment in a certain size fraction. Approximately half of
the Au (48%) were found in finer size fraction (—4.8 + 2.4 mm), while the other half were
relatively evenly distributed in other size fractions. The enrichment ratio of Au showed
less correlation in sizes, with the highest ER of 3.21 in —1.0 + 0.6-millimeter and the lowest
ER of 0.25 in +4.8-millimeter size fractions.

3.3. Elemental Distribution in Various Density Fractions (Size —5 mm)

The WPCBs were further shredded to a top size of —5 mm to perform a two-stage
density separation, as depicted in Figure 5. This test was performed to provide insight in
metal distribution by density rather than size. The propensity of the mass partition to the
heavy fraction is indicative of the metal contents. The results of elemental concentration and
distribution in various density fractions are shown in Figures 12 and 13. The distribution %
and enrichment ratio (ER) of Cu and Au in density fractions are shown in Figure 14.

10,000,000

|  1.45F 1.458 x 1.96F 1.968
1.000.000 r 508,079

38.533 15.328 20,696
100.000 | 22.468 30,099
8450

10.000
172
1000 |

Concentration (ppm)

100

10

Au Al Cu Fe Ni Pb Zn Ta
Elements

Figure 12. Elemental concentration (ppm) in different density fractions (size —5 mm).
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Figure 13. Elemental distribution (%) by density fractions (size —5 mm).
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Figure 14. Distribution (%) and enrichment ratio (ER) of Cu and Au in different density fractions

(size —5 mm).

It can be seen from Figure 12 that the concentration of Cu was enriched in the dense
fraction with 508,079 ppm (50.8%wt.) in the densest fraction (1.96 sink) and 167,365 ppm
(16.74%wt.) reporting to intermediate density (1.45 sink x 1.96 float). Only a small portion
of Cu reported to the light fraction (1.45 float). Similarly, as shown in Figure 13, Cu
distribution (%) was enriched as the specific gravity increased. About 79% of Cu reported
to the densest fraction (5.G. 1.96 sink). However, over 20% of Cu remained in the lightest
and intermediate density fraction (S.G. 1.45 float and 1.45 sink x 1.96 float). This suggests
that under the given feed size (—5 mm), the separation of Cu by density is inefficient due to
poor metal liberation at this level of liberation. Although each of the other metals showed a
general trend of increasing metal content with density, the middle fractions still contained
significant quantities of valuable metals.

Further, as shown in Figure 14, the distribution of Au in 1.45 and 1.96 S.G. did not
show good separation, with 43% in S.G. 1.45 sink x 1.96 float and 55% in S.G. 1.96 sink,
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respectively. Although the enrichment ratio of Cu showed an improving trend by increasing
the density, the enrichment ratio of Au did not follow the same trend. There was little
noticeable enhancement of ER for Au form density fraction of 1.45 sink x 1.96 float to
1.96 sink. With significant amounts of metals remaining in the light and intermediate
density fractions, it is indicated that additional size reduction may be needed to improve
metal liberation by density. To this end, further size reductions were performed and results
are shown in the subsequent section.

3.4. Elemental Distribution in Different Density Fractions (Size —2 mm)

The results presented in Figure 15 show that about one-fourth of the mass reported
to the lightest fraction. To further interpret the processing implications, elemental concen-
tration (ppm) and distribution (%) of the —2 mm material are shown in Figures 16 and 17.
The results indicate an improvement in Cu liberation at —2 mm vs. —5 mm, as evidenced
in the Cu concentrations in the heavy fractions (66.16%wt.). Except for Al, all the elements
assayed, including Au, Cu, Fe, Ni, Pb, Zn, and Ta, were significantly concentrated in the
densest fraction (2.57 sink). Al was found to be mostly concentrated in a density fraction of
1.96 sink x 2.67 float, while least concentrated in 2.67 sink. This result suggests a possible
cut point of separating Al from other metals at a density fraction of 2.67 float.
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Figure 15. Mass distribution by density fraction for general circuit boards (size —2 mm).
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Figure 16. Elemental concentration (ppm) by density fraction (size —2 mm).
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Figure 17. Elemental distribution (%) by density fraction in general circuit boards (size —2 mm).

In comparison to density separation with a —5-millimeter top size (Figure 13), where
only 79% of Cu reported to dense fraction, 93% of Cu reported to 2.67 sink fraction in
the density separation with top size of —2 mm (Figure 17). Notable improvements in
the distribution of Cu and Au are shown in Figure 18. Over 81% of Au and 93% of Cu
were reported to S.G. 2.67 sink, respectively. If combining the amount of Au and Cu in
5.G. 1.96 sink x 2.67 float and S.G. 2.67 sink, over 88% and 95% of Au and Cu, respectively,
were reported in S.G. 1.96 sink. A significant increase in the enrichment ratio for Cu and
Au in the densest fraction was found, as high as 3.5 for Cu and 3.0 for Au, respectively. By
evaluating both the distribution % and the enrichment ratio of Cu and Au among different
separation methods, i.e., size separation, coarse-shred density separation, and fine-shred
density separation, it is apparent that the density separation using —2-millimeter top size
yielded the best beneficiation efficiency.

120 5.0
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Figure 18. Distribution (%) and enrichment ratio (ER) of Cu and Au in different density fractions
(size —2 mm).

3.5. Effect of Surfactant in Finer-Particle-Size Density Separation (Size —2 mm)

As a supplement to the previous section, it was discovered that with finer particle size,
the effect of particle wetting became pronounced. As the particle size used in the density
process reduced to —2 mm, surface tension interacting with the circuit boards started to
play an important role in float-sink testing. Observations showed that heavy elements, such
as Au and Cu, may still report to the lighter fraction even fully liberated. This is because
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Electron Image 74

the surface of PCBs materials is highly hydrophobic; thus, as the particle size decreased,
the fines, regardless of density, tended to float to the top of a liquid phase. Thus, when
performing the density separation at a finer size (—2 mm), PCBs were prewetted before
density separation using a non-ionic surfactant. The cumulative recovery (%) of Cu and Au
in a range of specific densities (1, 1.48,1.96, and 2.67 g/ cm?) with and without the surfactant
is presented in Figure 19. With surfactant, the Cu and Au recoveries in the densest fraction
(5.G. 2.67) were 93% and 81%, respectively. By improving wetting, entrainment of both Cu
and Au to the light fractions was reduced, as more of each metal reported to the heavier
density fraction. This may be a significant factor in the hydrometallurgical treatment of
finely ground WPCBs.
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Figure 19. Cumulative recovery of Cu and Au in density separation product (size —2 mm).

3.6. SEM-EDS Characterization of WPCBs by Density Fractions

To characterize the distribution of metals and plastics fractions in different densities,
SEM was utilized with an EDS spectrum to quantify the element content. Samples from
three density fractions obtained from the previous density separation using top size of
—2mm and three density fractions (the lighter fraction (S.G. < 1.48), the intermediate
fraction (S.G. from 1.68 to 1.96), and the heaviest fraction (S.G. > 2.67)) were analyzed. The
samples were mounted on an aluminum stage with a conductive carbon platform, shown
as the square edges (in Al mapping) in all the SEM results (Figures 20-22). In general, SEM
images show there was a higher portion of finer debris in the lighter fraction (S.G. < 1.48).
This is due to the abundance of plastics and suspected organic compounds generated from
shredding. In contrast, the heavier fraction (S.G. > 2.67) contains significantly higher metal
contents. Since metals are malleable rather than friable, it leads to the proclivity for larger
particles observed in the denser fraction.

X%

Ca
Ba
Cu
Fe
Ni
Zr

[ 34

Figure 20. SEM-EDS characterization of WPCBs with elemental mapping (S.G. < 1.48): (a) SEM
image; (b) overlayed elemental mapping; (c) EDS spectrum.
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Figure 21. SEM-EDS characterization of WPCBs with elemental mapping (S.G. 1.68 to 1.96): (a) SEM
image; (b) overlayed elemental mapping; (c) EDS spectrum.
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Figure 22. SEM-EDS characterization of WPCBs with elemental mapping (S.G. > 2.67): (a) SEM
image; (b) overlayed elemental mapping; (c) EDS spectrum.

In the lightest and intermediate fractions (5.G. < 1.48, shown in Figure 20 and S.G. 1.68
to 1.96, shown in Figure 21), O, 5i, and C are often associated with each other, attributing
to the Si-O in fiberglass- and carbon-associated binders/plastics, which appear to report
to the lighter fractions. The lack of metals indicated in Figure 20 agrees well with the
chemical assays, as shown in Figures 16 and 17. Due to the liberation of metallic portions,
the heaviest density fraction (S.G. > 2.67, Figure 22) has the highest metal concentration, as
well as a larger particle size. The metals Cu, Fe, and Zn were largely enriched in the dense
fraction. This result is also confirmed by ICP analysis (as compared to Figures 16 and 17
showing the elemental assay).

In terms of Cu contents in the three density fractions, enhancement of Cu was visually
observed in SEM images in denser fractions. The occurrences of Cu show both laminar and
wire forms. The EDS spectra indicate that the estimated Cu contents increased from 0.3%wt.
in the lighter fraction to 3.7%wt. in the intermediate fraction, and then further enriched up
to 11%wt. in the heavier fraction. Other base metals, Fe and Ni, were also found to be more
concentrated in the densest fraction, accounting for 3.9%wt. and 2.4%wt., respectively.

In addition, Au was found more evenly distributed in the densest fraction. Visual
enrichment of Au was observed in the denser fraction, compared to that in the intermediate
fractions, as shown in Figure 23. It is worth mentioning that a small amount of Au in the
2.67 sink fraction was found to be associated with Ni, indicating the possibility of Au-Ni
inter-plating in PCBs. In general, the results of elemental distribution by EDS fraction were
well-aligned with the previous findings given by the chemical assay.
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Figure 23. SEM elemental mapping of Au and Ni in different density fractions: (a) S.G. 1.68 to 1.96;
(b) S.G. > 2.67.

3.7. Thermo-Gravimetric Properties of General PCBs

To provide additional insights into the processing of WPCBs, the thermal-gravimetric
analysis was performed on samples under oxygen and nitrogen cover gasses. The results
are shown in Figure 24. The change in mass stabilized at temperatures above 600 °C,
corresponding to a final mass of 80.24% of original under nitrogen and 74.29% under
oxygen, respectively. It can be seen from the TGA results for both N, and O, that there
exists four distinct kinetic stages (region A to D): region A with temperature ranging from
25-270 °C; region B from 270-410 °C; region C from 410-570 °C; region D from 570-1000 °C.
The kinetics regions (A to D) are summarized in Table 3 with similar observations referenced
from the literature studying thermal decomposition of PCB materials [57-59].
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Figure 24. Thermo-gravimetry (%wt.) and the first derivate (FD) of general PCBs under oxygen and
nitrogen atmospheres.
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Table 3. Summary of TGA results at a temperature range of 25-1000 °C under nitrogen and oxygen.

Stage Temperature Tvpe of Reaction Major %Wt. Loss %Wt. Loss Similar
& Q) yp Compounds (Ny) (0y) Observations
A 25-270 Evaporation of moistureand 13 4 vocs 1.40 225 [57]
volatile organics
. . . TBBA and
B 270-410 Pyrolysis of brominated resins ERs/BERSs 13.40 17.17 [60]
Decomposition and .
C 410-570 . Polymer resins 4.76 6.28 [61]
combustion of polymers
e Ash of general
D >570 Stabilization PCBs 0.20 0.01 [58]

As shown in Table 3, the first region A corresponds to the evaporation of water and
slow decomposition of carbon, released as carbon dioxide or volatile organic compounds
(VOCs). In region A, there was a slight difference between the %wt. loss in Ny and O,,
attributed to evaporation of water and VOCs under N; and in the O, cover gas potential
CO, creation, in addition to water and VOC evaporation.

The second region B represents the pyrolysis of brominated compounds with a steeper
slope. In region B (270410 °C), the %wt. losses under both N, and O, increased signif-
icantly. As indicated in Figure 24, there were two noticeable weight loss subregions in
region B, from 270-370 °C and 370410 °C. According to Kim et al., the weight loss from
temperatures 270-370 °C was mainly assigned for the pyrolysis and decomposition of paper
laminates and tetrabromo bisphenol A (TBBA) [57]. As reported by Li et al., the remarkable
weight loss at temperatures above 370 °C resulted from the pyrolysis and decomposition of
the phenol compounds, epoxy resins (ERs), and brominated epoxy resins (BERs) [60]. In
comparing between the weight losses under N; and O,, there is no noticeable difference
at temperatures 270-370 °C. This suggests that O, might not participate significantly in
the pyrolysis of TBBA at 270-370 °C. According to the research by Grause et al., there
was no additional oxygen supply required during the decomposition of TBBA [58]. As
temperature reached above 370 °C, the weight loss under O, started surpassing the weight
loss under N».

The third region C after 410 °C is the degradation of phenolic, specifically phenolic
aromatic compounds. In region C (410-570 °C), under both N, and O, conditions, the
rates of weight changes were slower compared to the rate of weight loss in region B. The
cumulative %wt. losses in this temperature range were 19.56% in Ny and 25.7% in O,,
respectively. After 410 °C, the weight change started to reach the steady-state in N, while
the weight loss was still going on in O,. The higher weight loss under oxygen environment
at high temperatures over 410 °C is likely a result of the combustion of polymers and
organic compounds in PCBs. Similar results of higher weight loss under oxygen than under
inert gas atmosphere were observed in the literature [61-64].

The last region D, with no noticeable weight change after 570 °C, is the stabilization
zone of the thermo-reaction. At temperatures above 410 °C, the bonding of long-chain-
hydrocarbon starts to crack, alongside the decomposition of high-carbon polymers, causing
the emission of Hp, CO, CO,, and CHy in the presence of oxygen [61,63]. Other than
the evolution of carbon and hydrogen, bromophenol compounds also decompose during
oxidative combustion, releasing HBr and Br; [64]. Accordingly, the difference between
weight losses (6.14%) under N, and O, mainly accounted for the gas emissions during
oxidative combustion.

4. Conclusions

In conclusion, this work suggests that there is a critical size to promote metal liberated
from PCBs. The observed trend indicates that particle size and liberation are directly related.
Further it was observed that as the top size of processed PCB materials decreased, the
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surface energy effects of the particles became important leading to the use of a surfactant.
In terms of particle sizes —9 m, —5 mm, and —2 mm were utilized with the —2 mm sizes
showing the greatest metallic separation from plastics and fibers with greater enrichment
in the denser fractions. A majority of the metals analyzed, including Au, Cu, Fe, Zn, Pb, Nj,
and Ta, were congregated to the heavier fractions (S5.G. > 2.67), while Al was concentrated
in the lighter fraction (S.G. < 2.67).

Further characterization using SEM-EDS agreed with the results from assaying. The
results showed that the metal particles were liberated from plastic debris and provided
additional evidences that density separation of WPCBs under 2-millimeter particle size
favors the enrichment of metallic portions in the densest fraction (S.G. > 2.67), while leaving
fiber glasses and organic debris in the lighter fraction (5.G. < 1.48).

Thermo-gravimetric analysis to 1000 °C resulted in total weight losses of 19.76% under
an N, atmosphere and 25.71% under O, environment, respectively. Suspected volatile
organic compounds evaporated at a temperature range of 25-270 °C. Suspected brominated
phenol compounds were observed to be decomposed at temperatures of 270-410 °C, which
further formed volatile compounds under N, and O,. Combustion of PCBs under oxygen
environments at high temperature ranges (410-570 °C) yielded a difference of 6.14% wt. loss
compared to Nj environment, assigned for the production of off gasses such as CO, CO,,
HBr, and Brp. Thermo-reaction of PCBs was stabilized after 570 °C with little weight loss.

For future perspectives, this study provides important information in terms of physical
processing and material characterization that are essential for the subsequent chemical
processing of WPCBs. With the primary investigation in physical properties, i.e., size,
density, surface morphology, and temperature, the later hydrometallurgical process can be
significantly enhanced by optimizing the physical beneficiation of proper feed materials,
based on the results given in the presented study.

Author Contributions: Conceptualization, P.L., JW. and ]J.G.; methodology, P.L., JW. and ].G,;
validation, P.L.; formal analysis, P.L.; investigation, P.L.; resources, J.W. and J.G.; data curation,
PL.; writing—original draft preparation, P.L.; writing—review and editing, ] W., ].G. and X.Y.;
visualization, P.L.; supervision, J.W. and ].G.; project administration, ].W.; funding acquisition, J.W.
All authors have read and agreed to the published version of the manuscript.

Funding: This material is based upon work supported by the National Science Foundation under
Grant No. PFI 2044719. Further support was provided by the University of Kentucky and the
University of Kentucky Department of Mining Engineering.

Acknowledgments: Access to characterization instruments and staff assistance was provided by the
Electron Microscopy Center at the University of Kentucky, member of the KY INBRE (Kentucky IDeA
Networks of Biomedical Research Excellence), which is funded by the National Institutes of Health
(NIH) National Institute of General Medical Science (IDeA Grant P20GM103436) and of the National
Nanotechnology Coordinated Infrastructure (NNCI), which is supported by the National Science
Foundation (ECCS-1542164).

Conflicts of Interest: The authors declare no conflict of interest.



Sustainability 2022, 14, 13479 21 of 23

References

1. Ning, C.; Lin, C.5.K.; Hui, D.C.W,; McKay, G. Waste Printed Circuit Board (PCB) Recycling Techniques. Top. Curr. Chem. 2017,
375, 43. [CrossRef] [PubMed]

2. Forti, V.; Baldé, C.P; Kuehr, R.; Bel, G. The Global E-Waste Monitor 2020; United Nations University: Macao, China; In-
ternational Telecommunication Union: Geneva, Switzerland; International Solid Waste Association: Vienna, Austria, 2020;
ISBN 9789280891140.

3. Ghosh, B.; Ghosh, M.K; Parhi, P.; Mukherjee, P.S.; Mishra, B.K. Waste Printed Circuit Boards Recycling: An Extensive Assessment
of Current Status. J. Clean. Prod. 2015, 94, 5-19. [CrossRef]

4. Wang, H.; Zhang, S.; Li, B.; Pan, D.; Wu, Y.; Zuo, T. Recovery of Waste Printed Circuit Boards through Pyrometallurgical
Processing: A Review. Resour. Conserv. Recycl. 2017, 126, 209-218. [CrossRef]

5. Balde, C.P; Forti, V.; Gray, V.; Kuehr, R.; Stegmann, P. The Global E-Waste Monitor 2017; United Nations University: Macao, China;
International Telecommunication Union: Geneva, Switzerland; International Solid Waste Association: Vienna, Austria, 2017;
ISBN 9789280845556.

6.  Ogunseitan, O.A. The Basel Convention and E-Waste: Translation of Scientific Uncertainty to Protective Policy. Lancet Glob. Health
2013, 1, e313-e314. [CrossRef]

7. Kumar, A.; Holuszko, M.E.; Janke, T. Characterization of the Non-Metal Fraction of the Processed Waste Printed Circuit Boards.
Waste Manag. 2018, 75, 94-102. [CrossRef]

8.  Reuter, M.A; Van Schaik, A.; Gutzmer, |.; Bartie, N.; Abadias-Llamas, A. Challenges of the Circular Economy: A Material,
Metallurgical, and Product Design Perspective. Annu. Rev. Mater. Res. 2019, 49, 253-274. [CrossRef]

9.  Jawahir, I.S,; Bradley, R. Technological Elements of Circular Economy and the Principles of 6R-Based Closed-Loop Material Flow
in Sustainable Manufacturing. Procedia CIRP 2016, 40, 103-108. [CrossRef]

10. Reck, B.K; Graedel, T.E. Challenges in Metal Recycling. Science 2012, 337, 690-695. [CrossRef]

11. Li, Z; Diaz, L.A,; Yang, Z.; Jin, H.; Lister, T.E.; Vahidi, E.; Zhao, F. Comparative Life Cycle Analysis for Value Recovery of Precious
Metals and Rare Earth Elements from Electronic Waste. Resour. Conserv. Recycl. 2019, 149, 20-30. [CrossRef]

12.  Li, H.; Eksteen, ]J.; Oraby, E. Hydrometallurgical Recovery of Metals from Waste Printed Circuit Boards (WPCBs): Current Status
and Perspectives—A Review. Resour. Conserv. Recycl. 2018, 139, 122-139. [CrossRef]

13. Golev, A,; Corder, G.D. Quantifying Metal Values in E-Waste in Australia: The Value Chain Perspective. Miner. Eng. 2017, 107,
81-87. [CrossRef]

14. Pant, D.; Joshi, D.; Upreti, M.K.; Kotnala, R.K. Chemical and Biological Extraction of Metals Present in E Waste: A Hybrid
Technology. Waste Manag. 2012, 32, 979-990. [CrossRef] [PubMed]

15. Hsu, E,; Barmak, K.; West, A.C.; Park, A -H.A. Advancements in the Treatment and Processing of Electronic Waste with
Sustainability: A Review of Metal Extraction and Recovery Technologies. Green Chem. 2019, 21, 919-936. [CrossRef]

16. Debnath, B.; Chowdhury, R.; Ghosh, S.K. Sustainability of Metal Recovery from E-Waste. Front. Environ. Sci. Eng. 2018, 12, 2.
[CrossRef]

17.  Awasthi, A.K; Li, J.; Koh, L.; Ogunseitan, O.A. Circular Economy and Electronic Waste. Nat. Electron. 2019, 2, 86-89. [CrossRef]

18. Bauer, S. Implementation of Basel Declaration on Environmentally Sound Management of Priority Waste Streams: Electronic and
Electrical Wastes. In Concepts of Global Environmental Governance; Routledge: London, UK, 2020; pp. 283-286. [CrossRef]

19. Bizzo, W.A.; Figueiredo, R.A.; De Andrade, V.F. Characterization of Printed Circuit Boards for Metal and Energy Recovery after
Milling and Mechanical Separation. Materials 2014, 7, 4555-4566. [CrossRef]

20. Veit, H.M.; de Freitas Juchneski, N.C.; Scherer, J. Use of Gravity Separation in Metals Concentration from Printed Circuit Board
Scraps. Rem. Rev. Esc. De Minas 2014, 67, 73-79. [CrossRef]

21. Zhao, C.; Zhang, X.; Ding, J.; Zhu, Y. Study on Recovery of Valuable Metals from Waste Mobile Phone PCB Particles Using
Liquid-Solid Fluidization Technique. Chem. Eng. J. 2017, 311, 217-226. [CrossRef]

22. Tatariants, M.; Yousef, S.; Denafas, G.; Bendikiene, R. Separation and Purification of Metal and Fiberglass Extracted from Waste
Printed Circuit Boards Using Milling and Dissolution Techniques. Environ. Prog. Sustain. Energy 2018, 37, 2082-2092. [CrossRef]

23.  Zhu, X.N.; Cui, T; Li, B;; Nie, C.C.; Zhang, H.; Lyu, X.J.; Tao, Y.J.; Qiu, J; Li, L.; Zhang, G.W. Metal Recovery from Waste Printed
Circuit Boards by Flotation Technology with Non-Ionic Renewable Collector. J. Clean. Prod. 2020, 255, 120289. [CrossRef]

24. Zhu, X.N.; Nie, C.C.; Ni, Y;; Zhang, T; Li, B.; Wang, D.Z.; Qu, S.J.; Qiao, EM,; Lyu, XJ.; Qiu, J.; et al. Advanced Utilization of
Copper in Waste Printed Circuit Boards: Synthesis of Nano-Copper Assisted by Physical Enrichment. J. Hazard. Mater. 2021, 401,
123294. [CrossRef] [PubMed]

25. Oh,C]J,;Lee, S.O,; Yang, H.S,; Ha, T]J.; Kim, M.]. Selective Leaching of Valuable Metals from Waste Printed Circuit Boards. J. Air
Waste Manag. Assoc. 2003, 53, 897-902. [CrossRef] [PubMed]

26. Castro, L.A.; Martins, A.H. Recovery of Tin and Copper by Recycling of Printed Circuit Boards from Obsolete Computers. Braz. |.
Chem. Eng. 2009, 26, 649-657. [CrossRef]

27. Tuncuk, A.; Stazi, V.; Akcil, A.; Yazici, E.Y.; Deveci, H. Aqueous Metal Recovery Techniques from E-Scrap: Hydrometallurgy in
Recycling. Miner. Eng. 2012, 25, 28-37. [CrossRef]

28. Kinoshita, T.; Akita, S.; Kobayashi, N.; Nii, S.; Kawaizumi, F.; Takahashi, K. Metal Recovery from Non-Mounted Printed Wiring

Boards via Hydrometallurgical Processing. Hydrometallurgy 2003, 69, 73-79. [CrossRef]


http://doi.org/10.1007/s41061-017-0118-7
http://www.ncbi.nlm.nih.gov/pubmed/28353257
http://doi.org/10.1016/j.jclepro.2015.02.024
http://doi.org/10.1016/j.resconrec.2017.08.001
http://doi.org/10.1016/S2214-109X(13)70110-4
http://doi.org/10.1016/j.wasman.2018.02.010
http://doi.org/10.1146/annurev-matsci-070218-010057
http://doi.org/10.1016/j.procir.2016.01.067
http://doi.org/10.1126/science.1217501
http://doi.org/10.1016/j.resconrec.2019.05.025
http://doi.org/10.1016/j.resconrec.2018.08.007
http://doi.org/10.1016/j.mineng.2016.10.021
http://doi.org/10.1016/j.wasman.2011.12.002
http://www.ncbi.nlm.nih.gov/pubmed/22217552
http://doi.org/10.1039/C8GC03688H
http://doi.org/10.1007/s11783-018-1044-9
http://doi.org/10.1038/s41928-019-0225-2
http://doi.org/10.4324/9780429052347-62
http://doi.org/10.3390/ma7064555
http://doi.org/10.1590/S0370-44672014000100011
http://doi.org/10.1016/j.cej.2016.11.091
http://doi.org/10.1002/ep.12899
http://doi.org/10.1016/j.jclepro.2020.120289
http://doi.org/10.1016/j.jhazmat.2020.123294
http://www.ncbi.nlm.nih.gov/pubmed/32629354
http://doi.org/10.1080/10473289.2003.10466230
http://www.ncbi.nlm.nih.gov/pubmed/12880076
http://doi.org/10.1590/S0104-66322009000400003
http://doi.org/10.1016/j.mineng.2011.09.019
http://doi.org/10.1016/S0304-386X(03)00031-8

Sustainability 2022, 14, 13479 22 of 23

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.
56.

Quan, C.; Li, A;; Gao, N.; Dan, Z. Characterization of Products Recycling from PCB Waste Pyrolysis. J. Anal. Appl. Pyrolysis 2010,
89, 102-106. [CrossRef]

Jie, G.; Ying-Shun, L.; Mai-Xi, L. Product Characterization of Waste Printed Circuit Board by Pyrolysis. J. Anal. Appl. Pyrolysis
2008, 83, 185-189. [CrossRef]

Fujita, T.; Ono, H.; Dodbiba, G.; Yamaguchi, K. Evaluation of a Recycling Process for Printed Circuit Board by Physical Separation
and Heat Treatment. Waste Manag. 2014, 34, 1264-1273. [CrossRef]

Tunsu, C.; Retegan, T. Hydrometallurgical Processes for the Recovery of Metals from WEEE; Elsevier Inc.: Amsterdam, The Netherlands,
2016; ISBN 9780128033647.

Eng, J.A.C.; Cui, H.; Anderson, C.G. Literature Review of Hydrometallurgical Recycling of Printed Circuit Boards (PCBs). J. Adv.
Chem. Eng. 2016, 6, 1. [CrossRef]

Kumari, A.; Jha, M.K,; Singh, R.P. Recovery of Metals from Pyrolysed PCBs by Hydrometallurgical Techniques. Hydrometallurgy
2016, 165, 97-105. [CrossRef]

Sethurajan, M.; van Hullebusch, E.D.; Fontana, D.; Akcil, A.; Deveci, H.; Batinic, B.; Leal, ].P.; Gasche, T.A.; Ali Kucuker, M.;
Kuchta, K.; et al. Recent Advances on Hydrometallurgical Recovery of Critical and Precious Elements from End of Life Electronic
Wastes-A Review. Crit. Rev. Environ. Sci. Technol. 2019, 49, 212-275. [CrossRef]

Xiang, Y.; Wu, P; Zhu, N.; Zhang, T.; Liu, W.; Wu, ].; Li, P. Bioleaching of Copper from Waste Printed Circuit Boards by Bacterial
Consortium Enriched from Acid Mine Drainage. J. Hazard. Mater. 2010, 184, 812-818. [CrossRef] [PubMed]

Natarajan, G.; Ting, Y.P. Pretreatment of E-Waste and Mutation of Alkali-Tolerant Cyanogenic Bacteria Promote Gold Biorecovery.
Bioresour. Technol. 2014, 152, 80-85. [CrossRef] [PubMed]

Isildar, A.; van Hullebusch, E.D.; Lenz, M.; du Laing, G.; Marra, A.; Cesaro, A.; Panda, S.; Akcil, A.; Kucuker, M.A.; Kuchta,
K. Biotechnological Strategies for the Recovery of Valuable and Critical Raw Materials from Waste Electrical and Electronic
Equipment (WEEE)—A Review. ]. Hazard. Mater. 2019, 362, 467—481. [CrossRef] [PubMed]

Otsuki, A.; la Mensbruge, L.D.; King, A.; Serranti, S.; Fiore, L.; Bonifazi, G. Non-Destructive Characterization of Mechanically
Processed Waste Printed Circuit Boards-Particle Liberation Analysis. Waste Manag. 2020, 102, 510-519. [CrossRef]

Sarvar, M.; Salarirad, M.M.; Shabani, M.A. Characterization and Mechanical Separation of Metals from Computer Printed Circuit
Boards (PCBs) Based on Mineral Processing Methods. Waste Manag. 2015, 45, 246-257. [CrossRef]

Tan, Z.; He, Y.; Xie, W.; Duan, C.; Zhou, E.; Yu, Z. Size Distribution of Wet Crushed Waste Printed Circuit Boards. Min. Sci. Technol.
2011, 21, 359-363. [CrossRef]

Eswaraiah, C.; Kavitha, T.; Vidyasagar, S.; Narayanan, S.S. Classification of Metals and Plastics from Printed Circuit Boards (PCB)
Using Air Classifier. Chem. Eng. Process. Process Intensif. 2008, 47, 565-576. [CrossRef]

Li, J.; Xu, Z.; Zhou, Y. Application of Corona Discharge and Electrostatic Force to Separate Metals and Nonmetals from Crushed
Particles of Waste Printed Circuit Boards. J. Electrost. 2007, 65, 233-238. [CrossRef]

Duan, C.; Wen, X,; Shi, C.; Zhao, Y.; Wen, B.; He, Y. Recovery of Metals from Waste Printed Circuit Boards by a Mechanical
Method Using a Water Medium. J. Hazard. Mater. 2009, 166, 478-482. [CrossRef]

Zhou, C.; Pan, Y,; Lu, M.; Yang, C. Liberation Characteristics after Cryogenic Modification and Air Table Separation of Discarded
Printed Circuit Boards. J. Hazard. Mater. 2016, 311, 203-209. [CrossRef] [PubMed]

Li, J.; Xu, Z. Environmental Friendly Automatic Line for Recovering Metal from Waste Printed Circuit Boards. Environ. Sci.
Technol. 2010, 44, 1418-1423. [CrossRef] [PubMed]

Estrada-Ruiz, R.H.; Flores-Campos, R.; Gamez-Altamirano, H.A.; Velarde-Sanchez, E.]. Separation of the Metallic and Non-
Metallic Fraction from Printed Circuit Boards Employing Green Technology. |. Hazard. Mater. 2016, 311, 91-99. [CrossRef]
[PubMed]

Yamane, L.H.; de Moraes, V.T; Espinosa, D.C.R.; Tendrio, J.A.S. Recycling of WEEE: Characterization of Spent Printed Circuit
Boards from Mobile Phones and Computers. Waste Manag. 2011, 31, 2553-2558. [CrossRef] [PubMed]

Sun, Z.H.L; Xiao, Y.; Sietsma, J.; Agterhuis, H.; Visser, G.; Yang, Y. Characterisation of Metals in the Electronic Waste of Complex
Mixtures of End-of-Life ICT Products for Development of Cleaner Recovery Technology. Waste Manag. 2015, 35, 227-235.
[CrossRef]

Guo, C.,; Wang, H.; Liang, W.; Fu, J.; Yi, X. Liberation Characteristic and Physical Separation of Printed Circuit Board (PCB). Waste
Manag. 2011, 31, 2161-2166. [CrossRef]

Ogunniyi, 1.O.; Vermaak, M.K.G.; Groot, D.R. Chemical Composition and Liberation Characterization of Printed Circuit Board
Comminution Fines for Beneficiation Investigations. Waste Manag. 2009, 29, 2140-2146. [CrossRef]

Nekouei, R K.; Pahlevani, F.; Rajarao, R.; Golmohammadzadeh, R.; Sahajwalla, V. Two-Step Pre-Processing Enrichment of Waste
Printed Circuit Boards: Mechanical Milling and Physical Separation. J. Clean. Prod. 2018, 184, 1113-1124. [CrossRef]

Gongalves, P.P.; Otsuki, A. Determination of Liberation Degree of Mechanically Processed Waste Printed Circuit Boards by Using
the Digital Microscope and SEM-EDS Analysis. Electronics 2019, 8, 1202. [CrossRef]

Schuhmann, R,, Jr. Energy Input and Size Distribution in Comminution. Trans. SME/AIME 1960, 217, 22-25.

Rosin, P. Laws Governing the Fineness of Powdered Coal. |. Inst. Fuel 1933, 7, 29-36.

Colorado-Arango, L.; Menéndez-Aguado, ].M.; Osorio-Correa, A. Particle Size Distribution Models for Metallurgical Coke
Grinding Products. Metals 2021, 11, 1288. [CrossRef]


http://doi.org/10.1016/j.jaap.2010.06.002
http://doi.org/10.1016/j.jaap.2008.08.007
http://doi.org/10.1016/j.wasman.2014.03.002
http://doi.org/10.4172/2090-4568.1000142
http://doi.org/10.1016/j.hydromet.2015.10.020
http://doi.org/10.1080/10643389.2018.1540760
http://doi.org/10.1016/j.jhazmat.2010.08.113
http://www.ncbi.nlm.nih.gov/pubmed/20869807
http://doi.org/10.1016/j.biortech.2013.10.108
http://www.ncbi.nlm.nih.gov/pubmed/24291311
http://doi.org/10.1016/j.jhazmat.2018.08.050
http://www.ncbi.nlm.nih.gov/pubmed/30268020
http://doi.org/10.1016/j.wasman.2019.11.006
http://doi.org/10.1016/j.wasman.2015.06.020
http://doi.org/10.1016/j.mstc.2011.05.004
http://doi.org/10.1016/j.cep.2006.11.010
http://doi.org/10.1016/j.elstat.2006.08.004
http://doi.org/10.1016/j.jhazmat.2008.11.060
http://doi.org/10.1016/j.jhazmat.2016.03.008
http://www.ncbi.nlm.nih.gov/pubmed/26985873
http://doi.org/10.1021/es903242t
http://www.ncbi.nlm.nih.gov/pubmed/20092305
http://doi.org/10.1016/j.jhazmat.2016.02.061
http://www.ncbi.nlm.nih.gov/pubmed/26963241
http://doi.org/10.1016/j.wasman.2011.07.006
http://www.ncbi.nlm.nih.gov/pubmed/21820883
http://doi.org/10.1016/j.wasman.2014.09.021
http://doi.org/10.1016/j.wasman.2011.05.011
http://doi.org/10.1016/j.wasman.2009.03.004
http://doi.org/10.1016/j.jclepro.2018.02.250
http://doi.org/10.3390/electronics8101202
http://doi.org/10.3390/met11081288

Sustainability 2022, 14, 13479 23 of 23

57.

58.

59.

60.

61.

62.

63.

64.

Kim, YM.; Han, T.U.; Watanabe, C.; Teramae, N.; Park, YK.; Kim, S.; Hwang, B. Analytical Pyrolysis of Waste Paper Laminated
Phenolic-Printed Circuit Board (PLP-PCB). . Anal. Appl. Pyrolysis 2015, 115, 87-95. [CrossRef]

Grause, G.; Furusawa, M.; Okuwaki, A.; Yoshioka, T. Pyrolysis of Tetrabromobisphenol-A Containing Paper Laminated Printed
Circuit Boards. Chemosphere 2008, 71, 872-878. [CrossRef] [PubMed]

Evangelopoulos, P.; Kantarelis, E.; Yang, W. Investigation of the Thermal Decomposition of Printed Circuit Boards (PCBs) via
Thermogravimetric Analysis (TGA) and Analytical Pyrolysis (Py-GC/MS). J. Anal. Appl. Pyrolysis 2015, 115, 337-343. [CrossRef]
Li, J.; Duan, H.; Yu, K;; Liu, L.; Wang, S. Characteristic of Low-Temperature Pyrolysis of Printed Circuit Boards Subjected to
Various Atmosphere. Resour. Conserv. Recycl. 2010, 54, 810-815. [CrossRef]

Ortufio, N.; Conesa, J.A.; Molto, J.; Font, R. Pollutant Emissions during Pyrolysis and Combustion of Waste Printed Circuit
Boards, before and after Metal Removal. Sci. Total Environ. 2014, 499, 27-35. [CrossRef]

Ortuio, N.; Molté, J.; Egea, S.; Font, R.; Conesa, J.A. Thermogravimetric Study of the Decomposition of Printed Circuit Boards
from Mobile Phones. J. Anal. Appl. Pyrolysis 2013, 103, 189-200. [CrossRef]

Diaz, E; Flerus, B.; Nagraj, S.; Bokelmann, K.; Stauber, R.; Friedrich, B. Comparative Analysis About Degradation Mechanisms of
Printed Circuit Boards (PCBs) in Slow and Fast Pyrolysis: The Influence of Heating Speed. |. Sustain. Metall. 2018, 4, 205-221.
[CrossRef]

Jin, Y.Q.; Tao, L.; Chi, Y.; Yan, J.H. Conversion of Bromine during Thermal Decomposition of Printed Circuit Boards at High
Temperature. |. Hazard. Mater. 2011, 186, 707-712. [CrossRef]


http://doi.org/10.1016/j.jaap.2015.06.013
http://doi.org/10.1016/j.chemosphere.2007.11.033
http://www.ncbi.nlm.nih.gov/pubmed/18155746
http://doi.org/10.1016/j.jaap.2015.08.012
http://doi.org/10.1016/j.resconrec.2009.12.011
http://doi.org/10.1016/j.scitotenv.2014.08.039
http://doi.org/10.1016/j.jaap.2012.12.020
http://doi.org/10.1007/s40831-018-0163-7
http://doi.org/10.1016/j.jhazmat.2010.11.050

	Introduction 
	Materials and Methods 
	Materials 
	Size Reduction 
	Density Separation 
	Assaying 
	Characterization 

	Results and Discussion 
	Particle Size Distribution 
	Elemental Distribution in Different Size Fractions 
	Elemental Distribution in Various Density Fractions (Size -5 mm) 
	Elemental Distribution in Different Density Fractions (Size -2 mm) 
	Effect of Surfactant in Finer-Particle-Size Density Separation (Size -2 mm) 
	SEM-EDS Characterization of WPCBs by Density Fractions 
	Thermo-Gravimetric Properties of General PCBs 

	Conclusions 
	References

