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ABSTRACT

This study assessed the optimal injection dosage of calcium polysulfide (CPS) for the remediation of groundwater
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contaminated with cadmium (Cd) and zinc (Zn) at varying concentrations. CPS, a powerful reducing agent, was applied to

groundwater samples from two contaminated sites with high and low heavy metal levels. Increasing CPS dosage resulted

in higher pH and lower oxidation-reduction potential (ORP). In the high-concentration sample, a CPS dosage of 0.3% achieved
over 99% removal of Cd and Zn, with CPS/heavy metal mass ratios of 2.29 for Cd and 3.13 for Zn. In the low-concentration
sample, CPS dosages between 0.03% and 0.06% also achieved 99% removal but required higher mass ratios (15.88 for Cd and
5.33 for Zn). Surface analysis using X-ray photoelectron spectroscopy (XPS) and scanning electron microscopy with energy-
dispersive X-ray spectroscopy (SEM-EDS) confirmed the formation of metal sulfides such as CdS and ZnS. The findings
suggest that lower metal concentrations necessitate higher CPS-to-metal ratios for effective remediation, underscoring the

importance of site-specific optimization of CPS injection for stabilizing heavy metals in groundwater.
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29 WS} Tt Bk kel vl At
T4 2] (pump-and-treat) 3 A BE&Y AL S
ol A 3HA]7F ATHChoi et al., 2009; Lee, 2010; U.S.
FRTR, 2024). o]&|3t TAE djdsl7] #1380, FTol=
1A (in situ) H2E T3 FEE] 178K stabilization)2}
o5 d(mobility) A7+ 7I&o] FEaL Qlvk. 53], 38t
2 kel Wke-S- &85k 2 (chemical precipitation)
< B3 TEES UTE WellX a4sla, AEdleEs
B 3oz fejside A7vF s JaEa ot
(US. EPA, 1999; Fruchter, 2002; U.S. DOE, 2007; Asmare
et al., 2021).
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581 Di-(m-Octyl) Phosphinate, FeS, FeSO,, CaS,, NaS,0,
T oy Al ik A5t WaE bl Uk(Esalah et
al., 2000; Chrysochoou et al., 2011; Cheng et al., 2018; Zhang
et al., 2020; Asmare et al., 2021; Estay et al., 2021; Hu
et al,, 2021). ZLeu} A 7F 3 B, Heold 59
ZE0] olslal AA &E FESE folgh xfo)7} Qlo],
TEE5ES Uz AEs FdESs Ad Calcium
polysulfide (CaS,, CPSy’} T2 ARSHE Zo2 HiEy
I THArantani et al, 1979; Soya et al., 2008; Zhong et al.,
2009; Mpouras et al., 2020; Li and Zhang, 2021). CPS=
Azl W 4k 2 S B 7] F oliksteaet
Hk-S-8le] WhE £ T2 Calcium thiosulfate (CaS,0;) 2
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Fig. 1. Comparisons of solubilities for metal sulfides and metal hydroxides as a function of pH.
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Me*": represents the heavy metal cations, MeS: represents

the precipitated metal sulfides

ol FPH AFNNE FTEEHSE 29%
CPS solutions 83 'S Agshe 59 A+7F A
Y= S (Chrysochoou et al., 2011; Dalawi et al., 2017;
Mpouras et al., 2020; Hu et al., 2021; Li et al., 2021),
Cd*™, Zn* 59 27} Fol2(Me* ) E 2 HH As&
Asketr] 913 A7 ARIZE Mgk Aot 58] =y
oME st TR B Fu5oE 29E A% A8t
T AskE g d77F G5 9 A7 A2 K Go,
2023; Yoon et al., 2024), 24 FX2] A Eo]H(site-
specific) 547 =2 olgehy 4 To] BF H=EE
CloRE 2719] Askel] CPS B4 83 WS sjop
a7] siek 74 77} Basio

w7 O FEe) FE4 ETED ol 4
o] kst Aslg: W CPSE FYste] 34 AAS
718k HZ CPS % & H FYZFE A=k Aol &
A7) T8 EFolot FAAQ] A EiEe (1) ohdst
x| B3 FEEoE odH & Xl AlEel CPSE
283l Fas T 9 v HA g4 Y 20s

A&l ARS8 Calcium polysulfide (CaS,, CPS) -8
L EY e He Wl F55 AsE S8 AR
=37 Q1= CPS 29% 89 (Lianyungang YoSoo Industrial
Technique Co., China)yS w3l A&l AME-ghTh. CPS
42 pH (pHeps = 11.2~11.6)7} vi-¢- =31 A5kl
21(ORPeps = -240~260)7} wll-¢- 2 Aoz RIS
3 BHTF U (s = 123128 glem’y} 2 Ao
LdHA QO H(EFSA 2010; Dahlawi et al. 2017), ¥
A8 AgtellA B E2islelE 548 Table 190 A
33T} Fig. 20 YRt uke} o] CPSe pH H<lollA
CPS Y] && JHlZ EAleke & ol (sulfur ion)y> T2
HS ¢} ¥ ¥ 2 FAEh AA 83 A8k W) 44
Al AgkE Wi Me** 9k CPS Wl HS™ 2 S* 7} ¥E8-3ll Metal
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299 Xl A= 93} Calcium polysulfide (CPS)S] & FUH =& 51

Table 1. Physicochemical properties of calcium polysulfide (CaSy)
(EFSA 2010; Dahlawi et al., 2017; Go, 2023; Yoon et al., 2024)

CaS; (x = 2~7)"

Molecular formula

Molecular mass 200.4 g/mol*
pH 11.2~11.6"

ORP (mV) -240~260%
EC (us/cm) 37,446°
DO (mg/L) <0.2°

Density (g/cm®) 1.23~1.28%
Boiling point 104.8°C*
Appearance Amber liquid

(orange colored liquid)?

Surface tension 71.33 mN/m at 20°C*

*EFSA 2010; Dahlawi et al., 2017
%Go, 2023; Yoon et al., 2024
‘In this study
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Fig. 2. Chemical equilibrium between different sulfide species as
a function of pH.

sulfide 3= FEHIE Td5hs A2 YAtk (Migdisov
et al., 2002; Lewis, 2010; Prokkola et al., 2020). A3k
HS-21.- Egs. (5)~(8)°l #AI31saTt.
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Vario, Metrohm, Switzerland)S Z3l #2433}t
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(a) Sample A_High-concentration Heavy metals
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(b) Sample B_Low-concentration Heavy metals

Fig. 3. Pictorial views of batch reactor with CPS injection.
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FYeke o]H 3 (Go, 2023; Yoon et al., 2024)°lA]
ZA1E 25 U] 8 222 A 223 mass ratio
(CPS/Heavy metal, w/w)S 7[HEo.2 9] CPSe] &&= H
AA A 0~1.5%, B A 0~0.12%)S 2Hg3lon wt
S0 AL Fig. 3(a), (bl AAIEATH

CPSE FUg A Al AISE 130 rpm Z70l|A]
24 hr 5% aRksle] WREAIZL & 24417 7t AR A
AAA 1Y FEE APt o]F FeHE 353t
P filter2 o3}t H, 8] =4 o]g}ehH
595 ot SEE S5 HHsisltt

o FEjE HHES 45°C Ax2OA 3Y oY Hx
7 3l

AR 3 XA FRR B (XPS, Thermo Fisher Scientific
Co., USA)E o] &3l Id F5& IAES] 4%

A A BT w3, AHEY =4 2 ),
T893 FAE U 94 BIE 3R] 93 FARAE
v /oA EAHE B3R 29 (SEM/EDS, UHR FE-

SEM(SU8230), Hitachi Tech., Co., Japan)yS 2A|&}53T}.

w
Y

2 o D

4.5~5.1 B2 2H3S HRO™, ORP (mV)E 163~182 mV

< RIS DO (mg/Ly= B A4
oA tia A Rt WHE | EC (us/em)®] ¢ A AF
{Act. ol=igk DO ¥ EC %t
o] zlel= F AFE Al W T55 w59 Aol 7]
olg Ao g FET) Table 20 QoFd S84 TS
Bl 7 AR 1 FES TR Ao ERlENoH, A A
Aol cd7} 27.18 mg/L, Zn7} 1,529.77 mg/LE S35
A3, B AFolA Cde 1.58 mg/L, Zn7} 113.64 mg/LE
SAE o] F A 1 = Zo|7F 2F 10~158)] o)l A
o7 LA} web A AHES aFE F(Sample

Table 2. Chemical properties and concentration of heavy metals and sulfate in groundwater samples

Sample EC TDS  ORP DO DO oH Cd Mn Fe Zn Mg Ca S0

(uS/em) (mg/L) (mV) (%) (mgl) (mgl) (mgl) (mgLl) (mglLl) (mgLl) (mgl) (mgL)
A 4502 2251 1639 227 204 511 2718 4461 004 1,529.8 11956 352.81 3,568
B 1,977 988 182 476 416 451 158 3024 009 11364 13136 26324 1,284
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3.2.1. AFE F25 24 ABlS 5 W3

A AA A3l A8 CPS £HS FI3 & uhgx

S ol3lstd] E4Jo] W3S Fig. 4(a)ll AAISFATE
pH % ORPS] 7-¢- 271gk tivl CPS A& &7t 57}
4= pHYF HRF o2 7FAEkaL ORPZF HRHo= =
7Fkant. 28y vkg-% W CPS E57F oF 0.1~0.3%2
ke AEHE pHY 4% 571 2 ORPY 5243+
g UeRIIE T, Aalr i) T4 A7 oiF
2AABR= 7nd] FE7) 27]) B% uE] 99% o)Ak A
AE Aoz IQFIL o]#d A= ol AT
(Yahikozawa et al., 1978; Tu et al., 2018; Go, 2023; Yoon
et al,, 2024)9} FAlSIH, v W F4E CPS 99
HS™ o]} S35 Sy Askr A8 Ul 88 55
Z3} whg-3te] AHE(CAS, ZnS 5) FA0lLH)S
Ao Z4 pH7L HRXZF o' 7443 Ao ATkt
(Eq. 7, 8 #=x). o]F ¥H&x Ul CPS F=7} 0.3%%
ke AlgdMe 8 55 UMl 23 9% CPSe
g3l ola) w3z W pHO =7} ¥ ORP| #HAS
7% RHow ATk}

A A3 A3l AlFol CPS £ FUI F wkgx
W 3<% 5 H3lE Fig. 40l AXEATH 4
slel2 5/9e] Wsle} fARHI, CPS $57} S71el w
2} CdY) F5E 743 7249 vhE 7t Mn, Mg &
T JARAHo=m AT ES CPS FYF=Tt
0.1~03%= 2331 745, Cd Zn 57t 345 24
3 A8 BRIEIgth £3] 0.1402%2] CPS 57 #8-9
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200 gl | ] & T 2000
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Log Concentration of CPS (%)

(a) Water qualities

Zn (mgiL)

53

AlgoflA Cdo] EFZNot Detected, N.D.)E1.21, 0.3%
o] CPS ¥57} A&H AlFoIX Zn F57F 1,233.66 mg/L
— 0.11 mgLZ A= oF 99.99%2] A7+ §&2 1}
BRI} o]ggt dil= 4 o)glEE E4de] Wl V)
w3k CPS #2 9 5591 0.3%S} vz dXx)sh, ¢
Al &% (critical concentration) ©’3<2] CPS7} FU=E -+
2 Ak Wl 559 WS T3 w5 A7e] B
dE & 5 Aok w9 2 FEE5 E CPS HA Y
} Aoldt Ao ® et ols S35 g31E9)
SEE9} AT} ohdet S8l Ao wk
Z]7] wZoltt.

o5 g3k I HAAHolA

3F

1 (E ol o

k)

HheSmet A FH

= Tus o9 FHst W(charge density), 83=H
F(K,p), pH, A8 Zdei ol e dA7E )i 4

f

50, Cd2 zndll BIE| O 2 K, 3 7K,
CdS=1.0x10%, ZnS=1.6 x 107%), o= HA gAdo] &
qskxo = o FE|ds vERdT olefgt 5402 <l
Cde Jdoz e CPS FEoME a3z AA
2 &= tH(Huang et al., 2021). ¥HH Zn2] 739 Zn*" ]
298] st D=7} Cdroll nigl wol g3kE g4 2
83 gslole Frrt AH o R o ET} o2 18| Zn
AAZ JelHe o ®& CPS v=7} 8790 w3
T4 o] 11 Aol EAlE F8%H YIS vz
Aol o] AL 745, BA ol Fslol k| vt
go] FdAEo] TE o]9] FHo] AAd 4 Ut ¢
& 501, Mg¥'9} & 4] EFS o] Zn*' ¥ Cd*
9} FAle EAletd Fslol2e] A vhgo = Qla
ZnS 2 CdS o] AAE 7Fsrdol =okItklo et al,
2007; Lee et al., 2020). ©]¢} 2o], TF52] 3184 &
7} Wk 3ge] Elslety o] Adslie] 7t 549
CPS HZ FY T&7t Aolst 49E Yehfle 3e=

il ol

[--- - Cd(mg/L) ---4--— Mn(mg/L)
—o— 2Zn(mg/L) —+— Mg (mgiL)

2000 ;
Optimal Conc. (0.3%)

30

26
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iy = 1502
o -~ —
1000 | E g (1203
g a | a
3 BI%E
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0.001 0.0 0.1 1
Log Concentration of CPS (%)
(b) Heavy metal concentration

Fig. 4. Changes in heavy metal concentration and water qualities following the injection of varying concentrations of calcium polysulfide
(CPS) in a batch reactor containing high concentrations of heavy metals (A sample).
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Fig. 5. Changes in heavy metal concentration and water qualities following the injection of varying concentrations of calcium polysulfide
(CPS) in a batch reactor containing low concentrations of heavy metals (B sample).
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322 A5 334 09 Asis: s
B A4 Ajals: Almel CPs 89 0% F W U] 4

2 o]z 549 ®ISkE Fig. S(all AXEAT A A
A= 2o, B AR AlECAME CPS 5571 0.03%E &
H3l= AIHFE pH 9F ORPE] syt #EFHA o=
WEE Tudk AR HF CPs FY FE=Q 03% Wl
ofF 10 vl e ==, Al Alg W Cpset v &
4:0] o] AJiF o= #Ho - whgol] Bag CPS
s AFS ou|gith. =% DOE CPS F=7}
0.03%= 23 A9 FHsshe Zl0F ERIFUET, o=
2 FUF olde] CcPs7t A8H o] FAFe] CPSE 3]
HWheE W 85 A 4l 7 VIR Kk Blo R
gadn. a8y ECeE 1EE NSk A8 A gy
HA FUF ol CPS7} A& Ho® F7HFo] At
o7 37 FE, ol CP7t 23 FUETiEkE CPs)
32 Qg §EEA] Yol ¥hgE U ECY TVHE
FrofmlsiAl 308 v A 947] wiiEe] A0 siiddnt.

B A A8l A8l CPS &4S FYP3t &
W S5 w59 ¥WElE Fig. 5(bpell Al 4 ©
88k 53] wslel 292, CPS E57) 0.01%5 ZHh=

It

nLo- =z

—_

745, Cdo] E-7HZNot Detected, N.D.)E .21, 0.06%2]
CPS 557} 8% AlFA Zn %7} 108.81 myL —
0.03 mg/LE 7Ha3ked oF 99.97%2] AA &8-S5 BHach
ol#gt A= 4 o|seld 5439 wslel] 7|9iek CPSe]
HA U TR 0.03%2F B Apol7E /low, CPS

FY A DS FEA(H,S) B FekE ol (HS )

ASE TEEHY e EE a5 vhE- oiHl fA)
TE5 e AAES dAskA Hsta 2As)

(crystalization) I4-S 93 F714<1 CPS F=H&o] T8
2 7] wiZolt}. o]ulgk CPSe} 8 FTEEe v &
o} JHFL 2ol CPSY Fwe}t HE AL, WS-
Z Ul pHoll W2} 24 22}tk Aspillaga et al., 2023).
ATE S5 49 2840 o] Hash 443}
o] Az WAEHA] a1 Bk & CPS %ol
STEEE pH 2 ORPE] W8} 79 CPS Y& K}
A AHE Ao® deEn) w3k vkgxo) CPS S-S
5F FdstA -&Ho] TS} (supersaturated) FEN7} F]o]
F2ol=u 22 A o] Ags= 7] TAlolA vk
Ee7b Adidez =3d 4= Qe Ao® HuH Qo
(Luther et al., 1999; Finney and Salvalaglio, 2023). ©]2{gk
ARE THE A AFre FEEHAAME pHY ORPE
HslElejEle Fadel IRE7] Yalirte 71421 cpsY

L

Table 3. Comparison of the optimal mass ratios of CPS to Cd and CPS to Zn with initial concentrations of Cd and Zn between this study

and previous studies

Initial Concentration (mg/L) CPS/Cd CPS/Zn
Contents
Cd Zn (W/w) (W/w)
Yoon et al., 2024 1,000~10,000 1,000 1.74 3.00
Go, 2023 130.17 3,563.6 1.45 2.50
High-concentration heavy metals on sample A 27.18 1,529.8 2.29 3.16
Low-concentration heavy metals on sample B 1.58 113.64 15.88 5.33
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|
%4‘:—7} SSTE AR CPS FHHY HAE AT
dof sk= TA7F 4 AT McGinty et al.,

S -
géﬁ
o?rl

323. 355 52 3 Cps FUF Hln

a5 2 HH FE5(C, Zn)2 FHmeE THE
CPSPJ Z % (mg)2] weight ratio (CPS/Heavy metal, w/w)

£ Table 39 AABIATEH 1= Ao 748 74 5

FE(Cd, Zn)H FYE CPSY] weight ratio (CPS/Heavy
metal, w/w)y= CPS/Cd=2.29, CPS/Zn=3.13%] Ao& %
AR ATE. o]= oA A (Yoon et al., 2024)014 Harg
CPS/Cd = 1.45, CPS/Zn=2.5 W8] FZ o2 & 53|
o}, o] AT Cde] F== 9F 1302 mg/L, Zn2
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Fig. 6. X-ray Photoelectron Spectroscopy (XPS) results of the precipitates recovered from sample A (Fig. a) and sample B (Fig. b).
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Fig. 7. Scanning Electron Microscopy coupled with Energy Dispersive X-ray Spectroscopy (SEM-EDS) results of the precipitates

recovered from sample A (Fig. a) and sample B (Fig. b).
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