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Abstract: The prime objective of biochar production is to contribute to nutrients recycling, reducing
waste and converting useful bio-wastes into carbon rich products in the environment. The present
study was intended to systematically evaluate the effect of pyrolysis conditions and characteristics of
feedstock influencing the generation of biochar. The study revealed the nutritional importance of
waste mushroom substrate (WMS) biochar which may elevate soil nutritional status and soil quality.
The results showed that the yields and properties of WMS biochar depended principally on the
applied temperature where pyrolysis at higher temperatures, that is, 600 °C and 700 °C produced
biochar having high ash, P and K contents. Moreover, numerous useful macro and micro nutrients
such as Ca, Mg, Fe and Zn were observed to positively correlate with the increase in temperature.
The WMS biochar in our study is highly alkaline which can be used to rectify acidic soil pH.
Overall our results suggest that WMS biochar being a rich source of nutrients can be the best remedy
to maintain and further enhance the soil nutritional status. Thus by interpreting biochar feedstock
characteristics and pyrolysis conditions, the regulation of tailored WMS biochar manufacturing and
application in soil can be facilitated.
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1. Introduction

The production of biochar has emerged as one of the most sustainable approaches to assist the issues
regarding soil fertility, especially in countries like China where ample of biological waste can be utilized
to generate biochar [1,2]. Biochar is a carbonaceous resultant product obtained from biomass of some
plants or animals pyrolyzed at high temperature under anoxic or hypoxic conditions [3-5]. There are
numerous ways in which biochar can potentially improve the soil quality. These include optimizing
water-holding capacity and cation exchange capacity (CEC) as well as reducing the susceptibility of soil
to erosion [6,7]. Furthermore, biochar can improve soil fertility through enhancing the availability of
essential nutrients such as nitrogen (N), carbon (C) and phosphorus (P) [8,9] and reducing bioavailability
of heavy metals [10] as well as acting as a source of carbon sequestration in soil [11]. However, pyrolysis
conditions and feedstock types are crucial determinants of biochar properties [12]. With gradual increase
in pyrolysis temperature polysaccharides constituents of the biomass are transformed to aromatic C
structures characteristic of biochar [13,14] which contributes to their stability in soils [15]. Biochar
obtained from pyrolysis of hard woods tends to have high N contents even when provided with
higher temperature as compared to soft wood plants [1]. Biochar produced at low temperature is
usually acidic in nature while a higher temperature tends to make it alkaline [16]. Moreover, a high
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temperature intensifies various nutrients in biochar as well as increasing biochar properties in terms of
its C percentage [17]. Feedstock is another critical factor to impact biochar characteristics. For instance,
biochar produced from municipal wastes and poultry litter have lower aromatic C contents but higher
ash contents than those produced from woody materials [18]. Biochar derived from animal and poultry
manure is characterized by high nutritional contents, such as chicken manure contains high N, P, Ca and
micronutrient contents, while coffee husk exhibits high K concentration [19]. Biochar obtained after
pyrolysis of sugarcane bagasse and wood wastes have low nutrients but high lignin and cellulose
contents [20,21].

Over the last 30 years, China has been making new breakthroughs and achieving domestic
developments to create a revolution in food production industry. Mushroom industry expanded
over more than 30 provinces in China, contributes a large amount of waste mushroom substrate
(WMS) which may pile up and produce unhygienic conditions in the environment. Hence, the heaps
of WMS need to be recycled or dumped properly in an efficient way to get the optimum useful
product from them. Keeping in view the above discussion, the present study was undertaken to
examine the effect of pyrolysis conditions on biochar derived from WMS and to evaluate what extent
of nutrient concentration in WMS biochar can be expected. The waste mushroom substrate of species
Pleurotus eryngii, commonly known as oyster mushroom, has been used as a feedstock to produce
biochar using variable pyrolysis temperatures and times. We hypothesized that being rich in nutrients,
WMS biochar can be a potential source to overcome nutrients dearth in soil. Many previous studies
regarding biochar pyrolysis and characterization reported the influence of pyrolysis temperature
on biochar properties but little are known about the effect of pyrolysis time on biochar properties.
Therefore, the present study was proposed (1) to investigate the effects of the pyrolysis temperatures
and times on the yield and physicochemical properties of biochar produced from WMS feedstock.
(2) To evaluate WMS biochar nutritional values (N, P, K, Ca, Mg contents) and suggest guidelines for
future research studies in biochar and its impact on soil fertility and environment.

It was expected that this research trial would provide useful data to reveal optimal pyrolysis
conditions to maximize the beneficial use of WMS biochar as soil amendment. It was also expected
that the study would help us to develop the best approach to properly manage the heaps of biological
wastes by recycling them into the environment.

2. Materials and Methods

2.1. Feedstock Collection

The WMS was used as a feedstock for biochar production, collected from Gutian, which is the
most famous county for producing edible fungus in China. The mushroom substrate selected to
pyrolysis belonged to species Pleurotus eryngii. WMS feedstock was air dried and meshed into small
pieces manually. The feedstock was then tested to evaluate primary contents in it (Table 1).

Table 1. Determination of chemical properties in waste mushroom substrate (WMS) feedstock.

Property Value/Unit Property Value/Unit Property Value/Unit
pH 6.34 N 2.18% Cr 5.581 (mg kg )
CEC 12 (cmol kg_l) Ca 33.48 (g kg_l) Cu 12.64 (mg kg_l)
Total P 3.72 (g kg™1) Mg 6.57 (g kg™ 1) Zn 96.58 (mg kg™ 1)
Total K 0.68 % Pb 25.26 (mg kg™ 1) Tl 0.076 (mg kg~ 1)
C% 35.69% Ni 5.36 (mg kg™ 1) Mn 1108.90 (mg kg~ 1)
- - - - Cd 0.40 (mg kg™ 1)

2.2. Preparation of Biochar

The pyrolysis of WMS feedstock was carried out in a fixed stainless steel reactor. Nitrogen gas
was fed from the top at a flow rate of 500 mL/min for about 5 min to produce oxygen free conditions
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during pyrolysis. Samples were pyrolyzed at various temperatures, that is, 400 °C, 500 °C, 600 °C and
700 °C for 1.5 h, 2 h, 2.5 h and 3 h, respectively. After certain hours of pyrolysis for each biochar the
power supply was turned off and the system was cooled over night to reach the room temperature.
The following day, biochar sample was removed, bagged, weighed and labeled for further analysis.

2.3. Determination of Biochar Properties

WMS biochar prepared under different pyrolysis conditions were then analyzed for various
chemical and nutritional properties.

Briefly, 1.0 g biochar sample was combusted at 600 °C + 20 °C for 4 h in a muffle furnace whereas
the percentage of residual mass was calculated as the ash content. The pH (biochar: water; 1:20
suspension ratio) was measured by the standard method suggested by McLean (1982) using a portable
pH meter (INESA Scientific Instrument Co., Ltd., Shanghai, China) [22]. Cation exchange capacity
(CEC) was measured by using ammonium acetate solution using a flame photometer [23]. To determine
mineral nutrients (N, P, K, Ca, Mg, Fe, Mn) and heavy metals (Cu, Zn, Pb, Cr, Cd, Ni, TI) in biochar,
WMS biochar samples were ground, sieved, weighed and put into triangular glass bottles. The weighed
WMS biochar samples were then added with 5 mL concentrated nitric acid, covered with small funnel
and left overnight. These samples were then digested in digestion blocks at 400 °C using a few drops
of chloric acid at regular intervals until colorless transparent solutions appeared in the glass bottles.
The transparent solutions were then used to make the respective dilutions for determination of mineral
and heavy metals contents in WMS biochar using different instruments. The total Phosphorous (TP)
was measured by molybdenum blue on a spectrophotometer (BioTek, Epoch2, Winooski, Vermont, USA)
against the absorbance wavelength of 880 nm. Total K was measured using flame photometer (Wolf, 1982).
Atomic absorption spectroscopy (AAS) was used to examine iron (Fe), calcium (Ca) and magnesium
(Mg) following standard protocol by Miyazawa (1984) whereas ICP-MS was used to determine heavy
metals (Cu, Zn, Pb, Cr, Cd, Mn, Ni, T1) concentrations in biochar (EPA 3052 methods).

The surface area of WMS biochar samples was measured using Brunauer-Emmett-Teller (BET)
and its respective application (Micromeritics GeminiV). C percentage (%), N (%) and C: N ratio was
determined using elemental analyzer (LECO Corporation, St. Joseph, MI, USA).

2.4. Fourier Transform Infrared Spectroscopy Analysis

To perform Fourier transform infrared spectroscopy (FTIR), a small amount of WMS biochar
sample and dry KBr in a ratio of 1:100 or 1:200 were ground together in an agate mortar. After being
ground for 5 min the greyish white powder was pressed downward to form a delicate frame which
is used for laser scanning using FTIR spectrometer (Bruker vertex 70) to determine various aromatic
groups in biochar samples at different pyrolysis conditions. FTIR spectra for different WMS biochar
samples and feedstock were recorded with a resolution of 4 cm~! in wavelength ranging between 500
and 4000 cm 1.

2.5. Statistical Analysis

Data are expressed as means =+ standard errors of triplicate measurements. All data was analyzed
using one-way ANOVA and applying Duncan’s test at a 95% confidence interval (p < 0.05). IBM SPSS
Statistics 20.0 was used to determine the significance levels among various WMS biochar obtained
at different pyrolysis conditions. For surface area application of BET and t-plot analysis software
available with instrument (Micromeritics GeminiV) was used. Software Omnic 8.0 was used to analyze
FTIR spectra for biochar samples. Origin pro 8.5 was used to determine FTIR peaks and draw graphs.
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3. Results

3.1. Biochar Yield

The effect of pyrolysis temperature on the WMS biochar yield was shown in Figure 1. The increase
of pyrolysis temperature led to a decrease in the yields of WMS biochar. A decrease of 8.08% and 33.7% in
WMS biochar yield was found when temperature increased from 400 °C to 700 °C, respectively. The effect
of pyrolysis time on biochar yield also produced similar results (Figure 1). At 400 °C, yield decreased for
only 6.8% when time was increased from 1.5 h to 2 h but yield decrease was more when it was raised
up to 2.5 and 3 h. Results also indicated that pyrolysis time affected biochar yield at lower and higher
temperatures more than moderate temperatures such as at 500 °C and 600 °C, the yield decrease was
16.98% and 10.41% respectively while at 400 °C and 700 °C, yield decreased for 21.8% and 25.6% with
time increase from 1.5 to 3 h, respectively.
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Figure 1. Yield of WMS biochar produced at different pyrolysis temperatures and times.
3.2. pH and Ash Contents of WMS Biochar

The pyrolysis temperature proved to have a significant positive correlation with ash and pH.
Initially, an increasing trend in pH from lower to higher temperatures was observed. Ash contents were
found to be the highest when WMS biochar was pyrolyzed at 700 °C. Ash contents ranged from 54.34%
to 32.33% at temperature 700 °C to 400 °C, respectively (Table 2). The pH values of WMS biochar
obtained under different pyrolysis temperatures and times were given in Tables 2 and 3, respectively.
The highest pH value recorded for the WMS biochar was pH 10.63 (at 700 °C) for 3 h pyrolysis time.
The lowest value of pH was observed for WMS biochar pyrolyzed at 400 °C, that is, 8.66. The results
indicated that pyrolysis temperature had dominating effect on ash contents and pH of WMS biochar
than pyrolysis duration (Tables 2 and 3).

Table 2. Effect of different pyrolysis temperatures on ash contents, pH, CEC and BET surface area of

WMS biochar.
Temperature (°C) Ash (%) pH CEC (cmol kg=!)  Surface Area (m?g~")
400 3233 +0.79d 8.95+£0.32c¢ 3224 +095a 336+£024a
500 41.08+131c 9.24 +0.15b 31.10 £ 1.72 ab 272+£0.13b
600 47.08 £0.97 b 9.40 +0.18b 2824 +1.42ab 197 £1.77 c
700 5434 +£081a 1028 £0.17 a 2270+ 1.73b 1.71+£149c

Readings are means of three treatment replicates. Means followed by the same letter within a line are not significantly

different at the 5% level.
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Table 3. Effect of different pyrolysis times on ash contents, pH, CEC and BET surface area of

WMS biochar.
Temperature (°C)  Time (h) Ash (%) pH CEC (cmolkg=1)  Surface Area (m?g~1)

1.5 28.67 + 0.88 b 8.66 + 0.13 ¢ 29.53 +£0.39 a 386 £049a

400 2 3267+t12a 8.67 £0.13 ¢ 3190 £ 097 a 4.04 +£0.37a

25 33.33 £0.88a 9.10£021b 33.80 £3.36 a 295+ 0.11 ab

3 34.67 £0.88 a 9.38 £ 0.04 a 34.56 £ 0.29 a 2.60 £0.32b

1.5 35.67 £ 0.88 b 8.57 £0.06 c 29.28 £0.92b 2.65£037a

500 2 38.67 £ 0.88 b 872+ 0.17b 3240+ 4.16a 288+024a

25 43.67ft12a 9.78 £0.16b 3225+ 0.25a 272+ 028a

3 46.33 £0.67 a 9.89 £ 0.17 a 30.5 £ 0.39 ab 257 +026a

1.5 4433 +1.33b 8.69 £0.11d 300 £0.64a 245+£0.3%a

600 2 4533 £0.33b 9.10 £ 0.03 ¢ 26.57 £ 0.53b 227 +025a

2.5 47.33 £ 0.67 ab 9.53 £0.037 b 2569 £029b 1.95 + 0.42 ab

3 51.33 £2.02a 10.26 = 0.12 a 2539 £0.26b 119+ 0.78b

1.5 53.00 £1.76 a 937 £0.16 b 2515+ 0.67 a 204+£024a

700 2 53.67 £1.76 a 10.52 £0.19 a 22.14 £0.148b 2.00+0.16 a

2.5 53.37 £1.88 a 10.60 = 0.20 a 21.84 £0.256 b 1.74 + 0.28 ab

3 55.33 £1.86 a 10.63 £ 0.15a 21.69 £+ 0.148 b 1.05+0.12b

Readings are means of treatment triplicates. Means followed by the same letter within a line are not significantly
different at the 5% level.

3.3. CEC and BET Surface Area of WMS Biochar

An inverse relationship between pyrolysis temperature and CEC of WMS biochar was predicted.
In our study, CEC of WMS biochar decreased from 32.24 cmolc kg ~! to 22.70 cmolc kg ~! as temperature
changed from 400 °C to 700 °C, respectively, whereas pyrolysis time did not show any significant
influence on CEC of WMS biochar (Tables 2 and 3). WMS biochar CEC values varied greatly and were
mainly dependent on the biomass and temperature used in the pyrolysis process (Table 2). In our study,
biochar produced at higher temperature showed the lower values of CEC (Table 2) whereas WMS
biochar obtained at lower temperatures (400 °C and 500 °C) showed higher CEC values.

The effect of pyrolysis temperature and time on the BET surface of the WMS biochar is shown in
Tables 2 and 3. When the pyrolysis was carried out at 400 °C for 2 and 1.5 h, the values of BET surface
area were maximum, that is, 4.04 m?g ! and 3.86 m?g ! respectively. However, at increasing pyrolysis
temperature and time, the trend was reversed. In case of BET surface area of WMS biochar, both time
and temperatures seemed affecting the values of surface area. At 400 °C, as time increases from 2 to
2.5 and 3 h, there is a slight decrease in surface area of WMS biochar. Similar trend was observed at
high pyrolysis temperatures, that is, when time was increased up to a certain point, surface area of
biochar was reduced (Table 3).

3.4. C, N Contents of WMS Biochar

Pyrolysis temperature exhibited a paramount effect on biochar elemental compositions rather
than pyrolysis time (Table 4). The statistical analysis of data reveals that resultant biochar C contents
are significantly correlated to pyrolysis temperature. With an increase in the pyrolysis temperature
from 400 to 700 °C, C contents of WMS biochar increased from 36.46% to 41.08 wt %. In general, high N
contents of biochar can provide nutrients to soil and improve crop productivity. Therefore N% was
determined using an elemental analyzer. N contents decreased from 2.36 wt % to 1.17% whereas as the
pyrolysis temperature rose, C/N ratios gradually increased (Table 4). Both pyrolysis temperature and
time seemed affecting N contents and C/N ratio of WMS biochar (Tables 4 and 5).
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Table 4. Effect of different pyrolysis temperatures on Total P, K, C, N contents and C:N of WMS biochar.

Temperature (°C) C (%) N (%) C:N Total P (g kg™ 1) Total K (%)
400 3646 +£042d 236+0.08a 15.68+0.64d 18.00 £ 0.56 a 197 £0.09d
500 3846 +013c¢ 176 £0.06b 2210+0.79c¢ 18.01 £ 0.82a 223 £0.05c
600 3998 £0.08b 1.28+0.01c 3255£049b 1970 £ 1.25a 2.39 £ 0.08 b
700 41.08 £0.16a 117£0.01c 3511+£091a 19.75 £ 1.05a 253 £0.07a

Values are means of three replicates of each treatment & SE using « = 0.05.

Table 5. Effect of different pyrolysis times on Total P, K, C, N contents and C:N of WMS biochar.

Temperature (°C)  Time (h) C (%) N (%) CN Total P (g kg—') Total K (%)
3455+0.11c 258+026a 13.71+154b 16.83 £ 0.46 be 1.37 £0.038 b
400 3623+035b 246+00la 1473+£0.13b  18.09+050ab  2.14 £0.058a
3722 +£0.60ab 230+0.08a 1622+086ab 1832 +£263ab  2.16+0.038a
3783 £051a 209+006a 18.07+0.76a 18.78 £ 0.69 ab 223 £0.057 a
3799 +£0.11b 2.01+0.02a 1891+0.22b 16.95 £ 1.59 be 2.07 £0.019c¢
500 38.17+£0.05ab 1.87+0.06b 2048+0.76b  18.90+1.13ab  2.10 £0.038c
38.71+0.02a 1.61+0.03c 2393+036a 18.21 £ 0.40 ab 228 £0.019b
3860 £032a 156£0.03c 25.09+0.63a 18.32 £0.19 ab 249 £0.057 a
3959+0.03b 132+0.0la 2991£0.13b 1854+ 1.79bc 210 £0.03 ¢
600 39.98 £0.01ab 135+0.02a 3292+07la  19.02+1.09ab 218 £0.03 ¢
4013+ 0.11a 125+£0.02b 3354+£0.09a 19.70 £ 0.59 ab 2.51 £0.019b
4022 +0.11a 121+£0.02b 33.84+0.15a 2155+ 0.64a 2.78 £ 0.00 a
4076 £0.13b  1204+0.01a 25144+0.62c 1675+ 170bc  2124+0.019b
700 40.67 £ 045ab 118 £0.02a 29.05+0.10b  19.40 £ 3.018 ab 2.51+0.07b
4116 £0.19a 116+£0.05b 30.19+0.54b 20.51 £ 0.64 ab 258 £0.019a
4174+£0.14a 112£001c 3338+051a 2235+ 1.28a 292+0.019a

Values are means of three replicates of each treatment & SE using « = 0.05.

3.5. Nutritional Analysis

Concentrations of P and K were increased slightly with the rise in temperature. The difference in
P contents at low and high pyrolysis temperature was non-significant though a significant difference
was observed in P contents at various pyrolysis times (Tables 4 and 5). In case of K, both pyrolysis
temperature and time had a significant effect on K concentration of WMS biochar and K% increased
from 1.97% to 2.53% when temperature was raised from 400 °C to 700 °C. Ca and Mg concentrations
also showed an increase with the rising pyrolysis temperature and these nutrients were the highest in
WMS biochar obtained at 700 °C. As compared to nutrient content in feedstock, the total contents of Ca
and Mg rose to 74% and 6% respectively, when pyrolysis process was conducted at a temperature of
700 °C. An increase in Fe and Mn contents was also observed with the increase in pyrolysis temperature
and times (Tables 6 and 7).

Table 6. Effect of different pyrolysis temperatures on Fe, Ca and Mg contents of WMS biochar.

Temperature (°C) Ca(gkg™ Mg (g kg™ Fe (gkg™ ) Mn (mg kg 1)
400 98.65 = 8.38 a 516+ 0.41b 2536 +1.76 b 586.07 £ 78.18 a
500 105.67 =798 a 519+0.15b 2541 +1.30b 643.11 £65.11a
600 11547 +3.14a 581 +£0.15ab 2625 +2.15b 682.53 £28.25a
700 11747 £3.10a 6.61 £0.13a 31.97 £1.96 a 705.6 £19.312 a

Readings are means of treatment triplicates. Means followed by the same letter within a row are not significantly
different at the 5% level.
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Table 7. Effect of different pyrolysis times on Fe, Ca and Mg contents of WMS biochar.

Temperature (°C) Time (h) Ca(gkg™ Mg (g kg™ Fe (gkg™1) Mn (mg kg—1)
15 72.038 £30.17 a 408 £1.58b 20.50+0.20b 528.59 £22.27b
400 2 101.68 - 1.58 a 5.09 £0.08b 24.80 + 4.16 ab 570.3 & 8.679 ab
25 102.90 £ 2.63 a 510+ 022a 2326 +2.46b 598.09 +£22.18 a
3 11793 £ 844 a 568 £0.52a 3285+170a 62723 £212.7 a
15 81.65 £7.43c¢ 4.64 +£0.07b 19.8 £0.58b 614.82 £ 15.58 a
500 2 97.58 + 22.1bc 5.08£025b 2548 +£1.80a 62449 £732a
2.5 119.39 +324ab 578 £0.086 a 2624 +020a 658.6 £ 2249 a
3 12409 +£1.35a 595+ 0.019a 30.12+280a 681.46 £ 45.07 a
1.5 102.70 £9.19b 524 +0.18b 19.38 £ 0.68 ¢ 66226 =20b
600 2 11584 +£129ab  5.64 £037ab  22.346 + 0.58 bc 684.32 £85a
2.5 11919 £229a 6.18 £0.09a 26.7 +3.47b 690.65 =41.2a
3 124.09 £ 1.35a 6.20 £ 0.054 a 36.56 £2.19a 69291 £46.5a
15 102.70 £9.19b 6.19 £0.108 ¢ 3112+ 4.60a 621.67 £9.69 d
700 2 118.24 £ 1.23 ab 6.44 £ 0.21 bc 3497 £ 0.75a 681.5 1254 ¢
2.5 12129 £226ab  6.93 +0.048 ab 30.26 £5.00 a 72625 +99b
3 130.16 £1.81a 702+£024a 31.55 £5.50 a 79297 £3.65a

Readings are means of treatment triplicates. Means followed by the same letter within a row are not significantly
different at the 5% level.

3.6. Heavy Metal Analysis

The results revealed that concentrations of Zn, Cu and Ni increased in WMS biochar samples as
compared to the feedstock (Tables 1 and 8), while Cr, Pb and TI contents were decreased in biochar
after pyrolysis (Tables 8 and 9). Pyrolysis temperature played a paramount role in determining the
properties of heavy metals contents in WMS biochar. It also showed that Pb and T1 in WMS biochar
were significantly lower than WMS feedstock which made WMS biochar safer to apply in soil.

Table 8. Effect of different pyrolysis temperatures on heavy metal contents of WMS biochar.

Temperature (°C) Cu (mg kg™!) Zn (mg kg~1) Cr(mgkg™")  Ni(mgkg™) Pb Tl
400 2174 £3.71b 150.32 £27.65d 433 +£057b 6.15+0.73b Bel Bel
500 2421 4+ 1.59 ab 173.8 & 26.18 ¢ 524+096ab  833+132ab q clow q clow
600 2476 +428ab 22227 +47.62b 870 +130a  9.05+ 2.00 ab elt,e“,“’“ elt.ecflon
700 2952 +1.20a 26579 £1033a  9.84+1.120a 1170+ 1.66a imit 1mit

Readings are means of treatment triplicates. Means followed by the same letter within a line are not significantly
different at the 5% level.

Table 9. Effect of different pyrolysis times on heavy metal contents of WMS biochar.

Temperature (°C)  Time (h)  Cu (mgkg™") Zn (mgkg™) Cr(mgkg™')  Ni(mgkg™ Pb Tl
15 1949 +369a  1088+2341b  3.63+027a  441+025b
400 2 223+577a  1359+43ab  3.18+085a 459+ 147ab
25 2277+107a 16759 +£98ab  437+147a 689+ 049ab
3 247+127a  191+£2048a  616+127a 868+ 182a
15 1982 +£1449b 14633 +2314b 3.64+091a 416+ 108c
00 2 2123+0316b  164.82+938ab  494+£150a 544 +0.134c
25 2693+ 162ab 1695+ 17.14ab  589+088a 878+ 1.63b Below Below
3 2886 +433a  211.73+107a  649+375a  1492+026a  detection  detection
15 2184+042¢c  14800+15ab  456+070c 633 +238¢ limit limit
600 2 2323+1584ab 2179+1208ab 511+169¢c 637 +007¢
25  2496+0547ab 2197+1514ab 1250+£7.31b  7.48+3.96b
3 29.03+4422a  30535+17.10a 13.09+248a 1603 +582a
15 2846+215b  1537+2143c  644+£196b  7.184049b
00 2 2918 +£1.09ab 2309 +188bc  655+222b 925+ 151b
25 2068 +184ab 3384+2238ab 1320+ 192a 1192+ 174ab
3 3079 +£047a  341.09+7.676a 1323+£198a 1848 +437a

Readings are means of treatment triplicates. Means followed by the same letter within a line are not significantly

different at the 5% level.
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3.7. FTIR Analysis

The FTIR analyses of WMS biochar at different pyrolysis conditions indicate significant contrasting
results (Figures 2-5). The aromatic structure (C=C stretch) in FTIR of WMS biochar gradually lost its
strength as the temperature rose up to 700 °C. Both temperature and pyrolysis time seemed affecting the
FTIR spectrum of WMS biochar. Overall, aliphatic structure predominated only at low temperatures,
that is, 400 °C and 500 °C and the strength of aliphatic peaks (3100-3600 cm~!) was observed to
diminish with the increase in pyrolysis temperature.
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Figure 2. Fourier transform infrared (FTIR) spectra of WMS biochar obtained at 400 °C pyrolysis
temperature and various times
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Figure 3. FTIR spectra of WMS biochar obtained at 500 °C pyrolysis temperature and various times.
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The significant decrease in biochar yield with the increase in pyrolysis temperature is reported
in the literature, as in the case of oak, pine, sugarcane and peanut shell biochar [8]. The decrease in
biochar yields with increasing temperature could be due to deterioration of the basic primary structure
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of biochar after pyrolysis process. At low pyrolysis temperature, biochar was partially combusted
resulting in higher yield while high temperature caused biochar material to combust completely
consequently producing lower yield [4,7].

In the present research, ash contents of WMS biochar were observed to be higher than those of
safflower seed cake, sugarcane straw, rice hull, poultry litter and sawdust reported previously [4,24].
Whereas, pyrolysis time did not have a significant effect on pH but the pH of the WMS biochar increased
significantly with increasing pyrolysis temperatures. The pH of the WMS biochar ranged from 8.66
to 10.63 which was similar to values reported for biochar produced from sugar beet tailings, sewage
sludge and sugarcane bagasse at high pyrolysis temperature [25-27] (Tables 2 and 3). An increase in
biochar pH with increasing pyrolysis temperature has been reported for corn straw, pine, poultry litter,
sewage sludge and sugarcane straw biochar [13,28-31]. The effect of pyrolysis temperature on pH mainly
relates to two aspects: (1) with increasing temperature, there is an enrichment of basic cations in the ashes,
which may be associated with alkaline species, such as carbonates, oxides and hydroxides [28,32] and (2)
a reduction in the concentration of acidic surface functional groups [33]. The nature of the aromatic C
structures associated with acidic functional groups can affect biochar CEC and adsorption capacity [34].
Decrease in CEC of biochar with increased pyrolysis temperature can be explained by degradation in
volatile organic compounds and acid functional groups (-COO™ and —O~) [29,35] which have been
associated to the negative surface charge of biochar [28,36]. At pyrolysis temperature 400 °C, the number
of micropores significantly increased with the removal of volatile matter, giving rise to an increase in the
pore volume and surface area. At high temperatures, modification in structural order, pore widening and
merging of neighboring pores seem to predominate, leading to a decrease in the surface area. Besides,
pores in the biochar might be constricted as a result of squeezing, softening, fusion and carbonization [37].

4.2. Nutritional Properties of WMS Biochar under Various Pyrolysis Temperatures and Times

C and N cycles are the most important nutrients in soil which are profoundly affected by pyrolysis
temperature of biochar. Considering these, it is expected a greater aromatic character for WMS biochar
produced at higher temperature. The use of these biochar with a possible high residence time may be
an important strategy to increase C sequestration in soils, acting to offset greenhouse gas emissions [38].

Our data revealed the obvious increase in C content of biochar with the increase in temperature
but the loss of N contents was recorded. The C content of WMS biochar was slightly higher than
that of straw and chicken manure biochar but less than that of conocarpus wastes, hard wood and
safflower seed cake biochar, which have been reported previously. In case of N, WMS biochar had more
N contents than hard wood (oak) and straw biochar [1,21,39,40]. It is implied that these properties
corresponded to their feedstocks instead of pyrolysis temperature and time which determine their
properties [30].

P and K contents in WMS biochar are higher than those of hard wood, sugarcane straw, rice husk and
poultry litter, wheat and rice straw biochar [8,24,41] reported previously. Macro nutrients (P, K) of WMS
biochar were greatly higher than animal and plants biochar feedstock which makes it a great substitute
to add in soil [24]. The results of the present study showed that Ca, Mg, Mn and Fe concentrations
increased with increasing pyrolysis temperature, which may be due to concentration of these elements in
biochar samples with temperature. Additionally, these elements might not be lost by volatilization [35].
Hence, the saturation of alkaline elements could be responsible for inducting liming effects in biochar
pyrolyzed at high temperatures [1,35]. Pb and TI contents in WMS biochar were below the detection
limit of ICP-MS which support the nutritional reliability of WMS biochar to apply in soil.

C contents (%) and biochar FTIR configurations can be used as predictors of C persistence in
soils (Figures 2-5). High C content and FTIR spectrum features recorded for biochar derived from
high temperatures are key indices of the aromatic character, stability against degradation in soils, and,
consequently, high C residence time in biochar-treated soils. Generally, the effect of pyrolysis time
on the biochar FTIR profiles is not very pronounced. The increasing upward drift in the primary
baseline of the spectrum from low to high wave numbers at the high pyrolysis temperature was
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probably due to the increased aromatics compounds [8,42]. An observed increase in intensity in the
1600 cm~! region with increasing pyrolysis temperature has been attributed to an increasing degree
of saturation of aromatic organic contents [21]. Stronger C=O stretching peaks in 1600 cm ™! region
may also indicate the formation of ketones, esters, anhydrides and carboxylic C [4,43]. In case of
C contents, WMS biochar produced at lower temperature exhibit intense FTIR peaks which can be
readily degraded by microbes in soil enhancing the soil fertility, whereas WMS biochar obtained at
high pyrolysis temperature can be good for soil C sequestration [18,44].

In our study, WMS biochar has the potential to increase soil acidity, buffering capacity and to
neutralize soil acidity. High pH of WMS biochar indicates the presence of alkaline chemical species
which can reduce Fe and Mn availability and increase soil CEC [28,31] which may decrease the
precipitation and adsorption of P, as well as enhancing the supply of Ca and K to plants [45]. It is
observed that P availability in biochar amended soil was initially lower than a similar manure amended
soil but that the availability in the manure amended soil declined gradually whereas it increased in the
biochar amended soil, in a long term experiment [46,47]. High immediate P availability, which can
be an advantage for crops with an instantaneous need for P is thus achieved using relatively low
pyrolysis temperatures. In our study, WMS biochar produced at low temperature can act as a good
source of P in soil whereas high temperature WMS biochar can provide nutrients in soil in long terms.
The high Ca and K contents in WMS biochar can significantly replace conventional sources of K and Ca,
which suggests the high nutritious value of WMS biochar.

5. Conclusions

The results of pyrolysis study of WMS biochar indicate that pyrolysis temperature is significantly
associated to biochar yield, pH, CEC and surface area and was found to be the most significant factor
determining WMS biochar properties. Pyrolysis temperature displayed a positive relationship with
pH, CEC, surface area and ash content. The surface area was significantly influenced by pyrolysis time,
which is often overlooked in the literature. The biochar derived from utilized mushroom substrate can
be used as a multi element supplement for soil and plants for being a highly valuable source of P, K, Ca,
Mg and Fe. The presence of innocuous concentration of heavy metals also provides ideal conditions
for application of WMS biochar in soil. WMS biochar mainly cannot be used as a C sequester in soil but
it can be a great remedy to avoid N leaching in soil and increasing nutrients (P, K, Ca, Mg) availability
in long terms. Furthermore, it is also concluded that biochar utilized for an application should match
the aim of the use in soil application.
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