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Abstract 

The contamination and potential ecological risk posed by heavy metals from thirteen (13) sediment samples from 

different sampling sites along the lower portion of Agusan River were analyzed and assessed using different 

pollution indices. The results obtained shows that the total digest concentrations of different heavy metals under 

investigation have the following order: Cd < Pb < Zn < Mn, for both first sampling periods. The speciation and 

distribution pattern have shown that significant amounts of all metals are present in the residual fraction. 

Similarly, oxide-bound and organic-bound fractions were found to be highly important for Zn and Mn while Cd 

and Pb were significantly associated in the residual and exchangeable fractions. The results of different pollution 

indices moreover, showed that among all the heavy metals being studied, Cd posed the highest environmental 

risk across all sampling stations in both sampling periods and Mn metal was highly enriched and abundant in all 

of the sampling stations. Importantly, PCA results suggest that Zn, Mn and Pb may have the same origin while Cd 

might be coming from different sources, and this is corroborated well with the cluster analysis results. The results 

obtained from this work provide baseline data on the assessment of heavy metal pollution in the lower portion of 

Agusan River. Importantly, the acquired environmental indices will certainly help safety managers in assessing 

and interpreting the potential risk of the sediment associated chemical status that might adversely affect aquatic 

organisms in the selected sampling sites. 
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Introduction 

The growing global concern about heavy metal 

contamination and environmental pollution has 

prompted the scientific community to do extensive 

research to address this problem (Zerbe et al. 1999, 

Abdallah 2012, Zhao et al. 2012, Vega and Weng 

2013, Aktaruzzaman et al. 2014, Zhuang and Gao 

2014, Xu et al. 2015). Human activities, as a result of 

rapid industrialization and economic development 

have resulted to a rapid discharged of different heavy 

metals in various point sources (Wang et al. 2011, 

Yuan et al. 2013). Most of these heavy metals were 

reported to be indestructible and have toxic effects on 

living organisms, especially when the permissible 

limits were exceeded (MacFarlane and Burchett 

2000, Ekeanyanwu et al. 2011, Jayaprabha et al. 

2014. As being known, heavy metals from different 

anthropogenic sources will be transported thru 

various processes and being deposited in the aquatic 

sediments. Studies have shown that metal ions often 

have a strong tendency to associate in the particulate 

matter in the water column and may exists in 

different forms which dictates their reactivity and 

toxicity (Tessier and Campbell 1987, Ideriah et al. 

2012). Hence, the study on the speciation pattern of 

these heavy metals call for a special attention and was 

considered as one of the important research areas in 

environmental studies. Furthermore, establishing 

considerable evaluation measures in terms of the 

possible contamination and potential ecological risks 

posed by different heavy metals based on different 

environmental quality indices is of paramount 

importance. Certainly, these evaluation measures is of 

significant help for development, evaluation and 

converging raw environmental data to decision 

makers and managers for public interest (Caeiro et al. 

2005, Qingjie et al. 2008).  

 

Accumulation of metal contaminants in sediments 

can pose serious environmental problems to the 

surrounding areas (Zakir et al. 2008, Kumar and 

Patterson Edward 2009, Ong and Kamaruzzaman 

2009, Wang et al. 2010). Trace metal contamination 

in sediment matrices have been reported to affect the 

water quality and the likelihood of bioaccumulation 

into aquatic organisms, resulting in potential long-

term implications on human health and ecosystems 

(Fernandes et al. 2007, Li et al. 2012, Abdel-Baki et 

al. 2013. However, the total metal concentration 

provides a poor indication of environmental risk since 

this information is not sufficient in understanding 

their chemical behavior. More often than not, trace 

metals undergo numerous changes in their speciation 

during their transport due to dissolution, 

precipitation, sorption and complexation phenomena 

(Akcay et al. 2003, Odukoya and Abimbola 2010).  

 

This study presents a baseline data on the assessment 

of heavy metal pollution in the lower portion of 

Agusan River, Caraga Philippines. As of this writing, 

there has no documented report which deals into 

specific investigation on the speciation of heavy 

metals in sediment samples which is a significant 

factor in the transport of heavy metals in the chosen 

study sites. The extent of heavy metal pollution in 

Agusan River has great impacts on the different 

settlements along the area. Thus, the main purpose of 

this work was to demonstrate and evaluate different 

environmental indices (multi-element indices) 

derived from total content-based and speciation-

based indices in interpreting the potential risks posed 

by heavy metals in the chosen sampling sites.  

 

Materials and methods 

Description of the Sampling Sites 

Agusan River is the third largest basin of the 

Philippines (2008). It is also the draining majority of 

Caraga Region and some parts of Compostela Valley 

province with major gold mining and/or processing 

operations which can be considered as culprits of 

heavy metal pollution.  

 

Sediment samples were strategically collected in 13 

chosen sampling sites which represent the whole 

lower portion of the river. Mostly, the selected 

sampling stations were chosen in areas with noted 

tributaries in the main river (Fig. 1). Likewise, these 

sites were characterized by some manufacturing 
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industries, mixing factories with residence and with 

agricultural activities nearby. Moreover, mining 

industries upstream of the river were reported to be 

in operation that may contribute for the heavy metal 

load in the lower portion of the river. Exact locations 

for all sampling sites were determined using a global 

position system and entered into the geographical 

information system for processing. 

 

Fig. 1. Graphical representation of all the sampling sites in Agusan River. 

Sample collection and preparation 

About 1 kg of sediment samples were collected, stored 

in a polyethylene bottle/container and transferred to 

the laboratory for analysis. Sample treatment, 

extraction and subsequent analytical determinations 

are being performed in a clean laboratory and with 

acid-washed glassware’s. The sequential extraction 

method for the analysis of heavy metal speciation is 

being analyzed according to the outlined method. 

Quantitative amount of the heavy metal fraction and 

free heavy metal (total heavy metal content) were 

analyzed using the Atomic Absorption Spectroscopy 

(AAS).  

 

Total concentration of Mn, Zn, Cd and Pb 

Sediment samples were digested using a concentrated 

HNO3 and HCl (aqua regia). In brief, 20.0 mL aqua 

regia was added to 1.0 g of dry sediment sample and 

was digested for 3 hours. Then, about 20 mL of 0.08 

M HNO3 was added and it was heated continuously to 

near dryness. The supernatant solution was then 

filtered and diluted to 50 mL with doubly-deionized 

water. 

 

Chemical Fractionation 

A modified sequential chemical extraction protocol as 

described by previous literature (Tessier and 

Campbell 1987) was employed in this study for the 

determination of the different operationally-defined 

metal fractions (Fig. 2). All reagents were prepared 

from reagent-grade chemicals and doubly- deionized 

water. Similarly, triplicate trials were performed in all 

of the analyses. 

 

Environmental quality indices 

Quantitative interpretation on the potential impacts 

of different metal ions is an integral part as far 

environmental assessment is concerned. Various 
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pollution calculation methods were usually used in 

order to assess the heavy metal enrichment and the 

degree of contamination in sediments and other 

biota. In this particular study, eleven (11) different 

environmental quality indices were applied to assess 

the level of contamination of the four (4) sediment-

associated metals in the lower portion of Butuan 

River. These indices covered the speciation/total 

content and individual and multi-element 

approaches. Calculations of these indices were 

adopted from these reported literatures (Muller 1969, 

Buat-Menard et al. 1979, Hakanson 1980, Perin et al. 

1985, Ikem et al. 2003, Priju et al. 2006, Qingjie et al. 

2008, Yaqin et al. 2008, Rabee et al. 2011, Varol 

2011, Zhao et al. 2012, Banu et al. 2013, Nwankwoala 

2013, Asrari 2014, Aktaruzzaman et al. 2014, Zhuang  

and Gao 2014). 

 

Results and discussion 

Small and coarse particles were observed to be 

present in all of the sediment samples. The sediment 

particle sizes were monitored by sieving it using 

0.850 mm mesh sieve. It has also been observed that 

some samples were made up of sand-particles, as 

expected, due to deposition of siliceous sand derived 

from long-shore water current. As noted, sediments 

are generally the sinks for metals in aquatic 

environment and constitute in an enriched metal 

aquatic environment and comprises an enriched 

metal pool that can be potentially accumulated by the 

benthic animals (Campbell et al. 1988).  

 

Fig. 2. Schamatic diagram showing the.extraction and fractionation process. 

Total digest concentrations of Cd, Pb, Zn and Mn 

The total digest concentration of all metals (Cd, Pb, 

Zn and Mn) expressed in mg/kg is graphically 

represented in Fig. 3.  As shown, the total digest 

concentrations of Cd across all sampling stations are 

almost comparable which ranges from 0.622 to 2.44 

mg/kg and 0.733 to 2.48 mg/kg for sampling 1 and 

sampling 2, respectively. On the other hand, similar 

results were obtained in the total digest concentration 

of Pb across sampling stations for both sampling 1 

and 2 except in stations 2 (33.1 mg/kg) for second 

sampling period and station 5 (39.1 mg/kg) for the 

first sampling period.  Similarly, the total 

concentration of Zn and Mn were noted to have 

similar results as well and doesn’t show any 

significant difference, except in station 11 (1.89 × 103 
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mg/kg) for the second sampling of the total digest 

concentration of Mn.  

 

It is also obvious in the figure that the second 

sampling period has notably higher values than the 

first sampling period for all metals across sampling 

stations.  Plausibly, this may be due to the difference 

in weather conditions between sampling periods.  It 

should be noted that the typical season during the 

first sampling period was moderately dry, while 

maximum rain period is experienced starting 

December (Sampling 2).  As reported (Gaur et al. 

2005), high concentrations of all the metals were 

noticed in water and sediment in rainy season 

compared to summer and winter. Probably because in 

rainy season runoff from open contaminated sites, 

agricultural field and industries, directly comes into 

the river without any treatment.  

 

Fig. 3. Total digest concentrations (in mg/kg) of (A) Cd, (B) Pb, (C) Zn and (D) Mn. 

Significant amount of total Cd was likewise recorded 

in sampling stations 6, 7 and 8 for both sampling 

periods. It is a known fact that cadmium commonly 

contaminates the environment due to the presence of 

cadmium-containing materials in household and 

industrial wastes and due to bio-industrial manure. 

Farming was also noted to be one of the sources of 

cadmium contamination due to the application of 

phosphate fertilizers (Nicholson et al. 2003, 

Sundaray et al. 2011, Ling et al. 2012). In particular, 

farming activity was found to be the major activity in 

all of these sampling stations. Too, piggery and 

poultry establishments were known to be one of the 

major sources of income of the community in station 

6 as well, which can be considered as a possible 

source of Cd, hence corroborates to the fact that 

considerable higher Cd results were obtained in the 

mentioned sampling stations. 

 

Fig. 3B also showed that the total digest 

concentration of lead is maximum at station 5 (first 

sampling) and station 2 (second sampling).  Station 5 

(Bit-os) has an existing pumping station aside from 

few households with farming as a major activity, 

while station 2 (Bitan-agan) has at least 40 

households with farming and fishing as the main 

source of income of the residents in the said area.   To 

some extent, peeling-off the lead-based paint used in 
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the protective film inside the PVC pipes may degrade 

due to inappropriate disinfection and can cause the 

lead metal to leach into the river system.  Also, 

galvanic corrosion on lead, copper and bronze pipes 

can contribute lead contamination.  Similarly, use of 

fertilizers, irrigation, and early pesticides (lead 

arsenate) may increase the soil’s toxic load of 

elements and salts.  Lead contamination can also be 

attributed as well from spill of leaded gasoline from 

fishing boats which then be distributed in the 

sampling sites (Akan et al. 2010, Ling et al. 2012, 

Selanno et al. 2014). On the other hand, significant 

amount of the total digest concentration of 

manganese (Fig. 3D) was recorded at station 13 (first 

sampling) and station 11 (second sampling).  As 

noted, station 13 (Maug) is a residential area near 

Celebes Coconut Corporation, while station 11 

(Bading) has an existing storage area of finished 

plywood (Pramac Plant).  Likewise, it has been 

reported that the main anthropogenic source of 

manganese release to air are industrial emissions and 

released to water thru waste discharge from industrial 

facilities or as leachate from landfills and soil (Howe 

et al. 2004).  

 

Fig. 4. Speciation and distribution pattern of (A-D) and (E-H) Cd, Pb, Zn and Mn for both 1st sampling and 2nd 

sampling periods, respectively. 

Speciation and distribution pattern of Cd, Pb, Zn and 

Mn 

The extraction process adopted in this study is the 

sequential extraction method modified from the 

reported extraction method (Tessier et al. 1979). This 

is basically based on the five operationally-defined 

host fractions: exchangeable, carbonate, Fe-Mn 

oxides, organic and residual fractions. The results 

from the sequential extraction process can provide 

information on the possible chemical forms of the 

desired heavy metals. The order of metal 

bioavailability is in the order: exchangeable > 

carbonate > Fe-Mn oxide > organic > residual with 

the assumption that the bioavailability is related to 

solubility (Tessier et al. 1979). 

 

The distributions of different metal fractions are 

graphically shown in Fig. 4. As shown, significant 
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amounts of Mn was detected in exchangeable metal 

fraction (F1) for both sampling periods, while 

insignificant amount of Pb, Zn and Cd were detected 

in this fraction in all sampling stations. It has been 

widely accepted that metals in this fraction is 

considered to be labile, highly toxic and the most 

bioavailable fraction (Wang et al. 2010), which only 

shows that Mn metal can be considered to be more 

labile and most bioavailable as compared to other 

metals mentioned.  Sources of Mn metal, as well as 

the other metals under study can be attributed to 

small-scale mining activities and smelting of the ore 

in the upper portion of the river, which includes acid 

mine drainage with solublePb (water pollutant), 

tailing from ore dressing (particulate water pollutant 

and soil pollutant) which oxidizes to release the 

soluble Pb (Salbu and Steinnes 1995). This fraction 

also includes the portion which is held by the 

electrostatic adsorption as well as those specially 

adsorbed (Sharmin et al. 2010).  The amount of 

metals in this fraction indicated the environmental 

conditions of the overlaying water bodies. Also, 

metals in this fraction are considered to be the most 

mobile and easily available for biological uptake in 

the environment (Singh et al. 2005, Zakir et al. 

2008). 

 

Fig. 5. Contamination and Ecological risk of individual metal in the sediment samples along the lower portion of 

Agusan River (A) Individual Contamination Factor (ICF), (B) Index of geoaccumulation (Igeo), (C) Enrichment 

Factor (EF), (D) Contamination Factor (CF), (E) Risk Assessment Code (RAC) and (F) Ecological Risk (ER). 

However, the carbonate metal fraction (F2) was of 

negligible importance for Mn, Cd and Pb, while 

dominant contribution of Zn metal in this fraction 

was observed. The trend in Zn metal amount 

corroborates to the noticeable significant variations 

on the results obtained; particularly on the results for 

the first and second sampling periods. Variation in 

the obtained results might be due to rain-fed floods 

which substantially increase the potential toxicity of 

river water (Byrne et al. 2009). The principal source 

of metals and acidity during flood events is most 

likely the dissolution of efflorescent salts from small-
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scale mining at the upper portion of the river. The 

data obtained, moreover deviated from the previous 

reported study (Zerbe et al. 1999) which 

demonstrated that Pb metal was strongly bound to 

the carbonate fraction. Plausibly, there were other 

concomitant reasons that can be accounted for the 

obtained results; nature of the sediment matrix, 

environmental condition, laboratory protocols, 

among others. Perhaps, the calcite has a strong 

affinity to Zn metal but not for other metals under 

study (Pb, Cd and Mn). On the other hand, the 

obtained results agree with reported studies (Zerbe et 

al. 1999, Sobczyński and Siepak 2001) of which 

negligible amounts of Cd have a strong affinity with 

the carbonate fraction. 

 

Fig. 6. Comprehensive contamination and ecological risks of a given site (A) Global Contamination Factor (GCF), 

(B) Degree of Contamination (DC), (C) Pollution Load Index (PLI), (D) Global Risk Index (GRI) and (E) Risk 

Index (RI). 

The mineral oxide-bound metal fraction (F3) was 

observed to be highly important for Zn and Mn but 

insignificant to Cd and Pb metal. The results were in 

good agreement with the previous studies (Zerbe et 

al. 1999, Burton et al. 2005). This probably explains 

the high affinity of Zn and Mn metals to the 

amorphous oxide minerals and opposite case 

happened in Cd and Pb metals. In addition, this 

fraction was considered as one of the most important 

geochemical phases that affects the mobility and 

behavior of trace metals (Swallow et al. 1980, 

Petersen et al. 1993). The figure also showed that 

significant affinities of Mn and Zn were noted in this 

fraction. In contrast, Cd and Pb metals were found to 

be insignificant in this fraction. As discussed 

previously (Bordas and Bourg 2001, Sharmin et al. 

2010), metals in this phase are sensitive to 

anthropogenic inputs and are unstable under 

reducing conditions. These conditions resulted to the 

release of metal ions to the dissolve fractions. 

Moreover, this fraction has been considered as a 

significant sink for trace metal in the aquatic system 

through various co-precipitation and adsorption 

mechanisms. The same trend was observed for the 

organic-bound metal fraction (F4). As shown, Zn and 

Mn metals were observed to be strongly bound in 

organic matters compared to Cd and Pb metals. 

Reason for the observed non-association behavior of 



J. Bio. Env. Sci. 2016 

 

9 | Capangpangan et al.  

Cd and Pb metals to organic materials is not well 

understood. The result obtained is in contradiction 

with the results from some of the studies conducted 

stating that Cd is strongly adsorbed in the organic 

fraction and this can be possibly be attributed to some 

factors occurred during the analysis. In contrast, Zn 

and Mn metals showed significant association with 

the organic materials present in the sediment 

samples. It is therefore, believed that these metals 

may possibly form stable organic complexes.

 

Fig. 7. Principal component loadings of (A) Different metals across sampling stations at both first (a) and second 

(b) sampling period and (B) Different contributing sources of bioavailable fractions of different heavy metals : bio 

– bioavailable fraction; non-bio – Non-bioavailable fractions and Sum – total of bioavailable and non-

bioavailable fractions. 

Lastly, the residual metal fraction (F5) was found to 

be highly important to all metals under investigation. 

It has also been reported that this metal fraction is 

not available for biological or digenetic processes 

except for over a period of years. This fraction 

represents the metals which are notably fixed within 

the crystal lattice (Zakir et al. 2008) and expected to 

be chemically stable and biologically inactive 

(Sharmin et al. 2010). Likewise, metals associated in 

this phase were most likely to be occluded within the 

crystal structure of recalcitrant minerals (Burton et 

al. 2005) and corresponds to the lattice bound metal 

which cannot be remobilized at least under normal 

polluting circumstances (Pardo et al. 1990). Further, 

this metal fraction is very important geochemical 

phase for trace metal retention in uncontaminated 

settings (Burton et al. 2005). In ecotoxicological point 

of view, the greater the amount of trace metals 

present in this fraction, the smaller the chances that it 

can harm to the different biota because of the 

difficulty in the mobilization of trace metals that are 

occluded in the crystal lattice at normal condition.  

 

Speciation results revealed that contamination of Zn 

metal is most likely due to anthropogenic sources, as 

significant concentrations were observed in the non-

resistant fractions (sum of the first four fractions). In 

particular, noticeable amount of Zn metal was also 

reported that is strongly bound to carbonate fraction 

which indicates that pollution brought by this metal 

experienced a more recent pollution (Abdallah 2012). 

Likewise, Mn and Pb metals seem to be brought by a 

combination of lithogenic sources and anthropogenic 

sources while Cd maybe contributed from lithogenic 

in origin. Among of all heavy metals being 

investigated, much concern has been focused on the 

concentration of Cd metal due to its high toxicity 

(Qiao et al. 2013). Though, higher concentrations of 
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this metal have been found in the residual fractions, 

however, considerable amount of Cd metal has also 

been found in the exchangeable fraction (F1). This 

result suggests that appreciable amount of Cd could 

be remobilized in the environment due to minute 

changes of the environment conditions such as 

variations in pH or changes in the ionic strength, thus 

becoming more available to aquatic biota.  

 

Contamination Assessment and Evaluation of 

Potential Ecological Risk using Different 

Environmental Quality Indices 

The contamination and ecological risk degrees were 

summarized in Fig. 5. The contamination indices used 

were the individual contamination factor (ICF), index 

of geoaccumulation (Igeo), enrichment factor (EF) and 

contamination factor (CF). Similarly, risk assessment 

code (RAC) and potential ecological risk factor (ER) 

were used to evaluate the potential ecological risk 

posed by the different heavy metals being studied. As 

shown, Mn metal was found to be highly abundant in 

almost all of the sampling sites (Fig. 5A). As noticed, 

moreover, all of the sampling sites were notably 

contaminated with Cd metal (Fig. 5B-D).  

 

In similar manner, RAC data (Fig. 5E) revealed that 

Mn, Pb and Cd metals posed low to high risk to the 

environment, while Zn was categorized to be at no 

risk. However, the results obtained from the ER (Fig. 

5F) shows that among all the metals being studied; 

only Cd metal posed a very high ecological risk. It is 

noticeable, moreover that based on different indices 

being examined, it turns out that all the sampling 

sites were contaminated with Cd metal which is 

highly enriched and it showed very high ecological 

risk. To have a clear overview on the comprehensive 

risks of a given sampling site, global risk and 

pollution indices were also evaluated as shown in Fig. 

6.

 

Fig. 8. Clustering of different sampling stations. 

It can be observed that the results obtained from GCF 

(Fig. 6A) were different from that obtained from DC 

(Fig. 6B). Markedly, the GCF (speciation index) result 

shows that all sampling sites were only modestly 

(lowly) contaminated by the four metals, as the 

results were all below the critical line, except at 

station 7 (farming and fishing are the major activities 

and heavy populated area). On the other hand, DC 

(total content index) revealed that all the sampling 

sites were all moderately contaminated. The observed 

differences of the two indices have also been reported 

by other group (Zhao et al. 2012); however the results 

from DC are more severe over the GCF results. The 

same trend was also observed for the results obtained 

from GRI (Fig. 6D) of that obtained from RI (Fig. 6E). 

Results from GRI shows that all the sampling sites 
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were lowly contaminated but based on the speciation 

index, RI, some of the sampling sites, particularly 

sites 6,7,8, 11 and 13, were moderately contaminated. 

However, PLI data revealed that all sampling sites 

were highly contaminated by the four metals. This 

PLI is more often used index to evaluate the severity 

of pollution state in a given environment (Tomlinson 

et al. 1980, Wilson 2003, Priju and Narayana 2006, 

Rabee et al. 2011, Asrari 2014).  

 

Principal component analysis (PCA) for heavy 

metals in sediment samples 

To evaluate the interrelationships and the dynamics 

of the different heavy metals, PCA and clustering 

analysis was performed. Shown in Fig. 7 are the 

principal component loadings of different metals 

across sampling stations. As reflected in Fig. 7A, there 

were three components being extracted. As noted, Zn, 

Mn and Pb metals, particularly the one obtained in 

the second sampling period showed positive relation 

in the first component which constitute to 30.12% of 

the total variance. Similarly, PC2 which explained 

21.69% of the total variance has a positive relation to 

Zn metal (first sampling) and Cd metal (second 

sampling) but having negative relation to Pb metal 

(obtained in first sampling period). The results 

suggest that an increase in concentration of other 

metals may lead to a decrease of Pb metal, 

particularly in the first sampling period. Variations in 

the obtained results have already been explained 

previously, as this maybe due to the difference in the 

weather conditions between the two sampling 

periods. Lastly, Mn metal (first sampling) showed 

positive relation while Cd metal (first sampling) 

showed negative relation in PC3 which explained 

18.98% of the total variance. This means that this 

component increases when there is an increase in Mn 

concentration while there is a decrease in Cd 

concentration. Importantly, the result suggests that 

these two metals had different sources and 

geochemical activities. 

 

On the other hand, the contribution of bioavailable 

fraction of metals in the sediment samples across 

sampling stations was also evaluated (Fig. 7B). As 

shown, there were also three components being 

extracted where PC1 explained the 38.27% of the total 

variance. This component revealed a very strong 

association of the non-bioavailable fractions and the 

total of bioavailable and non-bioavailable fractions 

(sum) of Zn and Cd metals. Likewise, PC 2 which 

explained 23.23% of the total variance showed strong 

positive relations to all fractions of Pb metals and also 

to the bioavailable fraction of Zn metal. However, this 

fraction showed negative relations to both the 

bioavailable fractions of Pb and Cd metals. Lastly, the 

significant variables in PC 3 (11.6%) which showed 

strong positive relations are the non-bioavailable and 

the sum fractions of Mn metal. Based on the 

component analysis, PC 2 is mostly comprises of the 

bioavailable fractions of metals, while PC 1 comprises 

the total fractions and non-bioavailable fractions. The 

results may further suggest that organic matters is of 

high significant effects in PC 2, which can also be 

explained that farming is the major activity in most of 

the stations that can be categorized in PC 2, such as 

Bit-os, Bitan-agan, Pangabugan and Bilay. As 

reported, organic matters not only solubilize the 

metal species by complexing the metal ions but also 

take out the metal ions from the solution (Sundaray et 

al. 2011). Similarly, hierarchical clustering analysis 

using nearest neighbor method produced five possible 

clusters (shown in the dendogram in Fig. 8). As 

noted, highly related stations were found on Groups I 

(stations 1 and 12) and II (stations 7 and 8). Possible 

contamination from a small mining operations and 

effluent sources from a saw mill establishment were 

commonly found in stations 1 and 12, respectively. 

Likewise, both stations 9 and 10 were located in 

highly dense residential and commercial areas while 

stations 7 and 8 were located in areas where farming 

is the major source of living. Similarly, stations 5 and 

6 were residential areas and with pumping stations 

located nearby; stations 2 and 11 both have plywood 

manufacturing establishments. Lastly, Veneer Plant 

was situated near station 4; purely agricultural area 

with few households in station 3 and station 13 was 

located near at the mouth of Butuan Bay where local  
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effluents input along the seashore were prevalent. 

 

Conclusion 

The current study showed that the total digest 

concentrations of heavy metals have varied results 

across sampling stations. It was noted, that the order 

of increasing total digest concentration of all the 

metals under study for both sampling periods 1 and 2 

is in the following order (mg/kg): Cd < Pb < Zn < Mn. 

Further, the fractionation results showed that Cd 

metal has been observed to dominate in the residual 

fraction which follows the fact that the said trace 

metal lies mostly in the crystal lattice making it hard 

to be remobilized under normal condition. Likewise, 

Mn and Zn showed variable results; particularly in 

the residual and exchangeable metal fractions. On the 

other hand, most of the Pb metal was in the residual 

fraction and considerable amounts have also been 

found in exchangeable metal fraction.  

 

Different environmental quality indices approach 

showed that Mn metal is highly abundant in both 

sampling periods across sampling stations while Cd 

metal was highly enriched among other metals being 

studied. Also, all sampling stations were highly 

contaminated as supported by the PLI data. Principal 

Component Analysis (PCA) revealed that Zn, Mn and 

Pb metals showed similarity in origin of which from 

anthropogenic or a combination of anthropogenic and 

lithogenic sources  while Cd was from other origin, 

might be from purely lithogenic in origin. 

Contributions from anthropogenic sources were 

highlighted in the cluster analysis. 

 

Acknowledgement 

The authors are thankful to the following people and 

agencies who in one way or the other have 

contributed to the success of this project: UPLB-

CHED ZRC for the research grant; Chemistry Division 

of Caraga State University for the use of equipments. 

The following individual needs to be acknowledged as 

well; Mr. Felmer Latayada, Kenneth Ciudad, Mr. 

Margarito Caadaan, Jereme Cirera and Engr. Meriam 

M. Santillan. 

References 

ADB Report. Master Plan for the Agusan River 

Basin, Philippines (2008). 

 

Abdallah MAM. 2012. Chemical speciation and 

contamination assessment of Pb and V by sequential 

extraction in surface sediment off Nile Delta, Egypt. 

Arabian Journal of Chemistry. Article in Press,  

http://dx.doi.org/10.1016/j.arabjc.2012.06.001. 

 

Abdel-Baki A, Dkhil M, Al-Quraishy S. 2013. 

Bioaccumulation of some heavy metals in tilapia fish 

relevant to their concentration in water and sediment 

of Wadi Hanifah, Saudi Arabia. African Journal of 

Biotechnology 10, 2541-2547. 

 

Akan J, Abdulrahman F, Sodipo O, Ochanya A, 

Askira Y. 2010. Heavy metals in sediments from 

River Ngada, Maiduguri Metropolis, Borno State, 

Nigeria. J. Environ. Chem. Ecotoxicol, 2, 131-140. 

 

Akcay H, Oguz A, Karapire C. 2003. Study of 

heavy metal pollution and speciation in Buyak 

Menderes and Gediz river sediments. Water Research 

37, 813-822. 

 

Aktaruzzaman M, Chowdhury M, Fardous Z, 

Alam M, Hossain M, Fakhruddin A. 2014. 

Ecological risk posed by heavy metals contamination 

of ship breaking yards in Bangladesh. International 

Journal of Environmental Research, 8, 469-478. 

 

Asrari E. 2014. Heavy metal contamination of water 

and soil: Analysis, assessment and remediation 

strategies, CRC Press, Taylor and Francis Group. 

 

Banu Z, Chowdhury MSA, Hossain MD, 

Nakagami K. 2013. Contamination and ecological 

risk assessment of heavy metal in the sediment of 

Turag River, Bangladesh: An index analysis approach. 

Journal of Water Resource and Protection 5, 239-

248. 

 

Bordas F, Bourg A. 2001. Effect of solid/liquid  

http://dx.doi.org/10.1016/j.arabjc.2012.06.001


J. Bio. Env. Sci. 2016 

 

13 | Capangpangan et al.  

ratio on the remobilization of Cu, Pb, Cd and Zn from 

polluted river sediment. Water, Air, and Soil Pollution 

128, 391-400. 

 

Buat-Menard P, Chesselet R. 1979. Variable 

influence of the atmospheric flux on the trace metal 

chemistry of oceanic suspended matter. Earth and 

Planetary Science Letters, 42, 399-411. 

 

Burton ED, Phillips IR, Hawker DW. 2005. 

Geochemical partitioning of copper, lead, and zinc in 

benthic, estuarine sediment profiles. Journal of 

environmental quality 34, 263-273. 

 

Byrne P, Reid I, Wood PJ. 2009. Short-term 

fluctuations in heavy metal concentrations during 

flood events through abandoned metal mines, with 

implications for aquatic ecology and mine water 

treatment. International Mine Water Conference, 

124-129. 

 

Caeiro S, Costa M, Ramos T, Fernandes F, 

Silveira N, Coimbra A, Medeiros G, Painho M. 

2005. Assessing heavy metal contamination in Sado 

Estuary sediment: an index analysis approach. 

Ecological indicators 5, 151-169. 

 

Campbell PGC, Lewis AG, Chapman AA, 

Crowder AA, Fletche WK, Imber B, Luoma S 

N, Stokes PM, Winfrey M. 1988. Biologically 

available metals in sediments. NRCC Report No. 

27694, National Research Council of Canada, Ottawa. 

 

Coetzee P. 1993. Determination and speciation of 

heavy metals in sediments of the Hartbeespoort Dam 

by sequential chemical extraction. Water S. A., 19, 

291-300. 

 

Ekeanyanwu CR, Ogbuinyi CA, Etienajirhevwe 

OF. 2011. Trace metals distribution in fish tissues, 

bottom sediments and water from Okumeshi River in 

Delta State, Nigeria. Environmental Research Journal 

3, 6-10. 

Fernandes C, Fontainhas-Fernandes A, 

Peixoto F, Salgado MA. 2007. Bioaccumulation of 

heavy metals in Liza saliens from the Esmoriz–

Paramos coastal lagoon, Portugal. Ecotoxicology and 

environmental safety, 66, 426-431. 

 

Gaur VK, Gupta SK, Pandey S, Gopal K,  Misra 

V. 2005. Distribution of heavy metals in sediment 

and water of River Gomti. Environmental monitoring 

and assessment 102, 419-433. 

 

Hakanson L. 1980. An ecological risk index for 

aquatic pollution control. A sedimentological 

approach. Water research 14, 975-1001. 

 

Howe PD, Malcolm H, Dobson S. 2004. 

Manganese and its compounds: environmental 

aspects. Concise international chemical assessment 

document. 

 

Ideriah T, David-Omiema S, Ogbonna D. 2012. 

Distribution of heavy metals in water and sediment 

along Abonnema shoreline, Nigeria. Resources and 

Environment 2, 33-40. 

 

Ikem A, Egiebor N, Nyavor K. 2003. Trace 

elements in water, fish and sediment from Tuskegee 

Lake, Southeastern USA. Water, Air, and Soil 

Pollution 149, 51-75. 

 

Jayaprabha N, Balakrishnan S, Purusothaman 

S, Indira K, Srinivasan M, Anantharaman P. 

2014. Bioaccumulation of heavy metals in flying 

fishes along southeast coast of India. International 

Food Research Journal 21, 1381-1386. 

 

Kumar SP, Patterson Edward J. 2009. 

Assessment of metal concentration in the sediment 

cores of Manakudy estuary, south west coast of India. 

Indian Journal of Marine Sciences, 38, 235-248. 

 

Li X, Liu L, Wang Y, Luo G, Chen X, Yang X, 

Gao B, He X. 2012. Integrated assessment of heavy 

metal contamination in sediments from a coastal  



J. Bio. Env. Sci. 2016 

 

14 | Capangpangan et al.  

industrial basin, NE China. PloS ONE7, e39690. 

 

Ling TY, Kho CP, Nyanti L. 2012. Spatial and 

temporal variations of heavy metals in a tropical river. 

World Applied Sciences Journal, 16, 550-559. 

 

MacFarlane G, Burchett M. 2000. Cellular 

distribution of copper, lead and zinc in the grey 

mangrove, Avicennia marina (Forsk.) Vierh. Aquatic 

Botany 68, 45-59. 

 

Muller G. 1969. Index of geoaccumulation in 

sediments of the Rhine River, Geojournal 2, 108-118. 

 

Nicholson F, Smith S, Alloway B, Carlton-

Smith C, Chambers B. 2003. An inventory of 

heavy metals inputs to agricultural soils in England 

and Wales. Science of the Total Environment 311, 

205-219. 

 

Nwankwoala HO, Amadi A. 2013. Evaluation of 

heavy metal in soils from Enyimba dumpsite in Aba, 

Southeastern Nigeria using contamination factor and 

geo-accumulation index. Energy and Environment 

Research 3, 125-134. 

 

Odukoya A, Abimbola A. 2010. Contamination 

assessment of surface and groundwater within and 

around two dumpsites. International Journal of 

Environmental Science & Technology 7, 367-376. 

 

Ong M, Kamaruzzaman B. 2009. An assessment 

of metals (Pb and Cu) contamination in bottom 

sediment from South China Sea Coastal Waters, 

Malaysia. American Journal of Applied Sciences 6, 

1418-1423. 

 

Pardo R, Barrado E, Lourdes P, Vega M. 1990. 

Determination and speciation of heavy metals in 

sediments of the Pisuerga River. Water Research 24, 

373-379. 

 

Perin G, Craboledda L, Lucchese M, Cirillo R, 

Dotta L, Zanette M, Orio A. 1985. Heavy metal 

speciation in the sediments of northern Adriatic Sea. 

A new approach for environmental toxicity 

determination. Heavy metals in the environment 2, 

454-456. 

 

Petersen W, Wallmann K, Schröer S, 

Schroeder F. 1993. Studies on the adsorption of 

cadmium on hydrous iron (III) oxides in oxic 

sediments. Analytica chimica acta, 273, 323-327. 

 

Priju C, Narayana A. 2006. Spatial and temporal 

variability of trace element concentrations in a 

tropical lagoon, Southwest Coast of India: 

Environmental Implications. Journal of Coastal 

Research 39, 1053-1057. 

 

Qiao Y, Yang Y, Gu J, Zhao J. 2013. Distribution 

and geochemical speciation of heavy metals in 

sediments from coastal area suffered rapid 

urbanization, a case study of Shantou Bay, China. 

Marine pollution bulletin 68, 140-146. 

 

Qingjie G, Jun D, Yunchuan X, Qingfei W, 

Liqiang Y. 2008. Calculating pollution indices by 

heavy metals in ecological geochemistry assessment 

and a case study in parks of Beijing. Journal of China 

University of Geosciences 19, 230-241. 

 

Rabee A, Al-Fatlawy Y, Najim A, Nameer M. 

2011. Using pollution load index (PLI) and 

geoaccumulation index (I-Geo) for the assessment of 

heavy metals pollution in Tigris river sediment in 

Baghdad Region. Journal of Al-Nahrain University, 

14, 108-114. 

 

Salbu B, Steinnes E. 1995. Trace elements in 

natural waters. Springer Science & Business. 

 

Selanno D, Tuahatu J, Tuhumury NC, 

Hatulesila G. 2014. Analysis of Lead (Pb) content in 

the mangrove forest area in Waiheru District, Ambon. 

Aquatic Science and Technology 3, 59-69. 

 

Sharmin S, Zakir H, Shikazono N. 2010.  



J. Bio. Env. Sci. 2016 

 

15 | Capangpangan et al.  

Fractionation profile and mobility pattern of trace 

metals in sediments of Nomi River, Tokyo, Japan. 

Journal of Soil Science and Environmental 

Management 1, 001-014. 

 

Singh VK, Singh KP, Mohan D. 2005. Status of 

heavy metals in water and bed sediments of river 

Gomti–A tributary of the Ganga river, India. 

Environmental monitoring and assessment 105, 43-

67. 

 

Sobczyński T, Siepak J. 2001. Speciation of heavy 

metals in bottom sediments of lakes in the area of 

Wielkopolski National Park. Polish Journal of 

Environmental Studies 10, 463-474. 

 

Sundaray SK, Nayak BB, Lin S, Bhatta D. 2011. 

Geochemical speciation and risk assessment of heavy 

metals in the river estuarine sediments—a case study: 

Mahanadi basin, India. Journal of Hazardous 

Materials 186, 1837-1846. 

 

Swallow KC, Hume DN, Morel FM. 1980. 

Sorption of copper and lead by hydrous ferric oxide. 

Environmental Science & Technology 14, 1326-1331. 

 

Tessier A, Campbell P. 1987. Partitioning of trace 

metals in sediments: relationships with 

bioavailability. Hydrobiologia, 149, 43-52. 

 

Tessier A, Campbell PG, Bisson M. 1979. 

Sequential extraction procedure for the speciation of 

particulate trace metals. Analytical chemistry 51, 

844-851. 

 

Tomlinson D, Wilson J, Harris C, Jeffrey D. 

1980. Problems in the assessment of heavy-metal 

levels in estuaries and the formation of a pollution 

index. Helgoländer Meeresuntersuchungen 33, 566-

575. 

 

Varol M. 2011. Assessment of heavy metal 

contamination in sediments of the Tigris River 

(Turkey) using pollution indices and multivariate 

statistical techniques. Journal of Hazardous Materials 

195, 355-364. 

 

Vega FA, Weng L. 2013. Speciation of heavy metals 

in River Rhine. Water Research 47, 363-372. 

 

Wang S, Jia Y, Wang S, Wang X, Wang H, 

Zhao Z, Liu B. 2010. Fractionation of heavy metals 

in shallow marine sediments from Jinzhou Bay, 

China. Journal of Environmental Sciences 22, 23-31. 

 

Wang Y, Yang Z, Shen Z, Tang Z, Niu J, Gao F. 

2011. Assessment of heavy metals in sediments from a 

typical catchment of the Yangtze River, China. 

Environmental monitoring and assessment 172, 407-

417. 

 

Wilson J. 2003. Evaluation of estuarine quality 

status at system level using the Biological Quality 

Index and the Pollution Load Index. In Biology & 

Environment: Proceedings of the Royal Irish 

Academy, 49-57. The Royal Irish Academy. 

 

Xu X, Lu X, Han X, Zhao N. 2015. Ecological and 

health risk assessment of metal in resuspended 

particles of urban street dust from an industrialized 

city in China. Current Science 108, 72-79. 

 

Yaqin J, Yinchang F, Jianhui W, Tan Z, 

Zhipeng B,  Chiqing D. 2008. Using 

geoaccumulation index to study source profiles of soil 

dust in China. Journal of Environmental Sciences, 

20, 571-578. 

 

Yuan GL, Sun TH, Han P, Li J. 2013. 

Environmental geochemical mapping and 

multivariate geostatistical analysis of heavy metals in 

topsoils of a closed steel smelter: Capital Iron & Steel 

Factory, Beijing, China. Journal of Geochemical 

Exploration 130, 15-21. 

 

Zakir H, Shikazono N, Otomo K. 2008. 

Geochemical distribution of trace metals and 

assessment of anthropogenic pollution in sediments 



J. Bio. Env. Sci. 2016 

 

16 | Capangpangan et al.  

of Old Nakagawa River, Tokyo, Japan. American 

Journal of Environmental Sciences 4, 654-665. 

 

Zerbe J, Sobczynski T, Elbanowska H, Siepak 

J. 1999. Speciation of heavy metals in bottom 

sediments of lakes. Polish Journal of Environmental 

Studies 8, 331-340. 

 

Zhao S, Feng C, Yang Y, Niu J, Shen Z. 2012. 

Risk assessment of sedimentary metals in the Yangtze 

Estuary: New evidence of the relationships between 

two typical index methods. Journal of Hazardous 

Materials 241, 164-172. 

 

Zhuang W, Gao X. 2014. Integrated assessment of 

heavy metal pollution in the surface sediments of the 

Laizhou Bay and the coastal waters of the Zhangzi 

Island, China: comparison among typical marine 

sediment quality indices. PloS ONE, 9, e94145. 

 


