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The heavy fuel oils (HFOs) and crude oils are themain oil types in themarine oil spill accidents in China. It is usu-
ally a challenge to distinguish the HFOs from crude oils due to the highly similar physicochemical characteristics.
In this paper, the distributions of phenanthrene (Phe), anthracene (Ant), methyl-phenanthrene (MP) and
methyl-anthracene (MA) in hundreds of HFOs and crude oils samples which were collected from all over the
world were characterized. Nine new diagnostic indexes, such as Ant/(Ant + Phe) and other eight diagnostic ra-
tios based on theMP isomers andMA, were developed for effective distinguishing HFOs from crude oils. The his-
togram with normal fit plots, the double ratio plots and Bayes discriminant analysis (BDA) method were
employed to illustrate the effectiveness of the new diagnostic indexes. BDAmodel based on nine new diagnostic
indexes demonstrated high precision with discriminant ratio which lay between 93.92% and 99.32%.
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1. Introduction

China is the second largest oil consumer and the fifth largest oil pro-
ducer in the world (Li et al., 2009). Owing to increasing transportation
of petroleum by ocean going tankers and extensive exploitation of ma-
rine petroleum, marine and coastal environments are particularly vul-
nerable to petroleum pollutants in China. According to correlative
statistic data, there were a total of 2635 oil spill accidents in offshore
China from 1973 to 2006. The spilled oil mainly consists of the heavy
fuel oils (HFOs) from ships and crude oils from oil platforms in China
at present. After the oil spill accidents, successful forensic investigation
and identification of oil type timely and accurately is extremely impor-
tant for settling disputes related to liability selecting of spill response
and taking effective clean-up measures (Wang and Fingas, 2003). Cur-
rently, the common approach to the characterization of spilled oil sam-
ples and identification of the potential source relies on analyses by gas
chromatography (GC) and gas chromatography–mass spectrometry
(GC–MS). Correlations are developed on the basis of the molecular dis-
tribution of aliphatic and aromatic hydrocarbons, or more specifically
steranes and terpanes biomarker fingerprints (Wang and Fingas,
2003), however, the identification of HFOs and crude oils is extremely
difficult.

HFOs, which are abundant with non-hydrocarbon compounds, resin
and asphaltene, and are mainly derived from the residues of various re-
finery distillation and cracking processes, share the similar physical
properties and chromatographic characteristics with crude oils. There
is high risk that draws erroneous conclusions sometimes without
knowledge of the type of spilled oil. It is urgent to establish the finger-
print identification method of HFOs and crude oils with more and
more demands on oil source identification in spilled oil accidents.

Crude oils and the refined products with different sources often
show different polycyclic aromatic hydrocarbon (PAH) distributions.
Many PAH compounds are more resistant to weathering than their sat-
urated hydrocarbon counterparts, which make PAHs as one of the most
valuable fingerprinting classes of hydrocarbons for oil identification. A
series of target alkylated PAH species have been successfully used as in-
dicators for oil spill identification (Yunker et al., 2002;Wang and Fingas,
2003; Zhou et al., 2014). Ratios of individual source-specific isomers
within the same alkylation level and the relative distributions of
isomer-to-isomer have been used for oil spill source identification
(Fayad and Overton, 1995; Wang and Fingas, 2003; Yim et al., 2011).

In this work, the distributions of phenanthrene (Phe), anthracene
(Ant), methyl-phenanthrene (MP) and methyl-anthracene (MA) in
hundreds of HFOs and crude oils samples were analyzed in detail.
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Fig. 1.Mass-chromatograms ofmass 178, 192 (Phe, Ant,MP andMA) of HFOand crude oil.

Fig. 2. Histogram with normal fit plots of Ant/(Ant + Phe) values of HFOs (a) and crude
oils (b).

59H. Zhang et al. / Marine Pollution Bulletin 106 (2016) 58–61
Furthermore, a number of new diagnostic indexes based on Phe, Ant,
MP and MA were developed for effective distinguishing HFOs from
crude oils.

2. Materials and methods

210 HFOs and 230 crude oils samples were mainly collected from
China, Kingdom of Saudi Arabia, Iraq, Kuwait, Venezuela, Korea,
Singapore, etc. Approximately 0.15 g pure oil samples were extracted
with 10.0 mL of high purity n-hexane (Merck, HPLC, German)/dichloro-
methane (Merck, HPLC, German) (1:1, v/v), and about 1.00 g of anhy-
drous sodium sulfate was added to remove water. The mixture was
vortexed for 30 s, and then centrifuged at 3000 r.p.m. for 5 min. After
that, 1.0 mL of the supernatant was transferred to a vial containing
1.00 g of silica gel. 5.0 mL of high purity n-hexane/dichloromethane
(1:1, v/v) was added to the vial. The mixture was vortexed and then
centrifuged at 3000 r.p.m. An aliquot of 1.0 mL of each extract was sub-
jected to analysis.

The treated oil samples were analyzed with 7890A GC-5975C MS
(Agilent Technologies, USA) equippedwith a HP-5MS fused silica capil-
lary column (60 m, 0.25mm i.d., 0.25 μm film thickness, J&W Scientific,
USA) in the pulsed splitless mode. The GC oven temperature was pro-
grammed from 60 to 300 °C at 6 °C/min, and maintained at 300 °C for
30 min. Helium was used as carrier gas with 1.0 mL/min constant
flow. The temperature of injector, transfer line and ion source were
290 °C, 280 °C and 230 °C, respectively.

Qualitative analysis of oil samples was performed in selected ion
monitoring (SIM) mode. All samples were analyzed twice in order to
eliminate the effect of analytical variability and sample heterogeneity.

3. Results and discussion

Molecular indices based on the ratios of individual PAH levels can be
used to assess the origin of PAHs (Yunker et al., 2002; Marusenko et al.,
2011). For example, phenanthrenes are dominant aromatic hydrocar-
bons in most of the oils and mass 178 is commonly used to distinguish
between combustion and petroleum sources (Yunker et al., 2002). The
oil samples often contain five methyl-phenanthrenes (MPs) (in two
pairs of doublet peaks: 3- and 2-, 9-/4- and 1-MP). In general, 3- and
2-MP (β-type) isomers are more stable than the 9-/4- and 1-MP (α-
type) isomers (Rdake et al., 1986; Wang and Stout, 2007).

3.1. Distribution of Phe, Ant, MP and MA

The peak identifications were summarized in Fig. 1 combining rep-
resentative chromatograms for the Phe, Ant, MP and MA of HFO and
crude oil. The relative abundance of Ant in crude oil was less than that
of HFO. In addition, the relative abundance of 2-methyl-anthracene
(2-MA) in crude oil was also lower than that of HFO. MA, particular 2-
MA, was suggested to be produced under some pyrolytic conditions ex-
perienced in the course of refining (e.g., thermal cracking). Based on
this, the presence of 2-MA might be served as an effective indicator to
distinguish HFOs from crude oils.

3.2. Ant to Ant plus Phe ratio

For mass 178, the values of Ant to Ant plus Phe ratio (Ant/
(Ant + Phe)) b 0.10 are characteristic of petroleum input or diagenetic
sources, whereas values N0.10 are the feature of combustion processes
(Budzinski et al., 1997; Yunker et al., 2002).

The histogram with normal fit plots of Ant/(Ant + Phe) values of
HFOs (Fig. 2a) and crude oils (Fig. 2b) were drawn by histfit function
of MATLAB software (R2014a). The ratio of Ant/(Ant + Phe) ranged
from 0.05 to 0.37 for HFOs. In contrast, the Ant/(Ant + Phe) values of
crude oils were mainly concentrated in the vicinity of 0.02, and only a
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small portion of the ratio exceeded 0.05. In summary, Ant/(Ant + Phe)
values of crude oils samples were lower than those of HFOs.
3.3. Double ratio plots of MP isomers and MA

The proportions of the fiveMP isomers (which appear as four prom-
inent peaks in them/z 192mass chromatogram of most oils) have been
Fig. 3.Double ratio plots of 2-MA/2-MP vs. 2-MA/3-MP ratios (a), 2-MA/1-MP vs. 2-MA/9-MP r
vs. 2-MA/∑MP ratios (g) and the corresponding enlarged drawings of overlap region of HFOs
widely used to monitor the thermal stress under geological heating of
coals and oils (Yawanarajah and Kruge, 1994; Sivan et al., 2008).

In thiswork, a suite of diagnostic ratios based onMP isomers andMA
were proposed to differentiate HFOs and crude oils. Double ratio plots of
2-MA/2-MP vs. 2-MA/3-MP ratios (Fig. 3a), 2-MA/1-MP vs. 2-MA/9-MP
ratios (Fig. 3c), 2-MA/(3- + 2-) MP vs. 2-MA/(9- + 1-) MP ratios
(Fig. 3e) and (3- + 2-) MP/(9- + 1-) MP vs. 2-MA/∑MP ratios
(Fig. 3g) were shown in Fig. 3. For clarity, the overlap region of HFOs
atios (c), 2-MA/(3-+ 2-)MP vs. 2-MA/(9-+ 1-)MP ratios (e), (3-+ 2-)MP/(9-+ 1-)MP
and crude oils for each pair of ratios (b, d, f, h).
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and crude oils for each pair of ratios were enlarged (Fig. 3b, d, f, h). It
was shown that HFOs and crude oils were well distinguished according
to enlarged drawings. 2-MA/2-MP and 2-MA/3-MP ratios b0.20 were
associated with crude oils. Except for 7 HFO samples, 2-MA/2-MP and
2-MA/3-MP ratios of the majority of HFOs (more than 96.68%) were
N0.20 (Fig. 3b). In addition, 2-MA/1-MP ratio b 0.30 and 2-MA/9-MP
ratio b 0.20 belonged to crude oils.With the exception of 9HFO samples,
2-MA/1-MP and 2-MA/9-MP ratios of the majority of HFOs (more than
95.73%) were higher than 0.30 and 0.20, respectively (Fig. 3d). For
crude oils, 2-MA/(3- + 2-) MP ratio and 2-MA/(9- + 1-) MP ratio
were below 0.10 and 0.15, respectively. Except 5 HFO samples, 2-MA/
(3- + 2-) MP and 2-MA/(9- + 1-) MP ratios of the majority of HFOs
(more than 97.63%) were above 0.10 and 0.15, respectively (Fig. 3f).
For crude oils, (3- + 2-) MP/(9- + 1-) MP ratio was below 0.05 and 2-
MA/∑MP ratio was below 1.50. Apart from 5 HFO samples, the values
of (3- + 2-)MP/(9-+ 1-) MP ratio and 2-MA/∑MP ratio of themajor-
ity of HFOs (more than 97.63%) were above 0.05 and 1.50, respectively
(Fig. 3h). In summary, above mentioned ratios of crude oils samples
were lower than those of HFOs.

It is reasonable that the linear MA is considerably less thermody-
namically stable than the nonlinear MP. Therefore, MA is absent or pre-
sents lower concentrations relative to MP in most crude oils under
geologic heating conditions. As for HFOs, the relative abundance of MA
will be increased due to the course of refining.

3.4. Distinguishing results based on Bayes discriminant analysis

Bayes discriminant analysis (BDA) is a kind of commonly used classi-
fication method, which distinguishes new samples and classifies them
into known groups (Xu et al., 2013). In this section, BDAmethod running
onMATLAB software (R2014a) was applied to demonstrate the effective-
ness of new diagnostic indexes to distinguish HFOs and crude oils. Nine
diagnostic indexes (Ant/(Ant + Phe), 2-MA/2-MP, 2-MA/3-MP, 2-MA/
1-MP, 2-MA/9-MP, 2-MA/(3- + 2-) MP, 2-MA/(9- + 1-) MP, (3- + 2-)
MP/(9- + 1-) MP and 2-MA/∑MP ratios) and their combinations were
selected as discriminant indexes. 153 HFOs and 140 crude oils samples
were chosen as training samples to establish discriminant analysis
model, and 77 HFOs and 70 crude oils were used as test samples. The dis-
criminant results were shown in Table 1.The results showed that BDA
model had high precision and discriminant ratio lay between 93.92%
and 99.32%. As for the highest recognition rate, the combinations of diag-
nostic indexes were 2-MA/9-MP vs. 2-MA/1-MP, 2-MA/9-MP vs. 2-MA/
(9- + 1-) MP and 2-MA/1-MP vs. 2-MA/(9- + 1-) MP.

4. Conclusion

It is urgent and crucial to establish a method for effective
distinguishing HFOs from crude oils. Nine new diagnostic indexes,
based on Phe, Ant, MP and MA had been developed for discriminating
between HFOs and crude oils. The histogram with normal fit plots
based on Ant/(Ant + Phe) ratio illustrated that Ant/(Ant+ Phe) values
Table 1
Discriminant results based on Bayes discriminant analysis.

Number of parameters used to
combine

Highest recognition
rate

Lowest recognition
rate

1 98.65% 93.24%
2 99.32% 93.92%
3 98.65% 93.92%
4 98.65% 96.62%
5 98.65% 97.97%
6 98.65% 97.97%
7 98.65% 97.97%
8 98.65% 97.97%
9 98.65% 98.65%
of crude oils samples were lower than those of HFOs. According to the
double ratio plots of 2-MA/2-MP vs. 2-MA/3-MP ratios, 2-MA/1-MP vs.
2-MA/9-MP ratios, 2-MA/(3- + 2-) MP vs. 2-MA/(9- + 1-) MP ratios
and (3- + 2-) MP/(9- + 1-) MP vs. 2-MA/∑MP ratios, the HFOs and
crude oils samples were well distinguished. Moreover, BDA model
based on nine new diagnostic indexes also demonstrated high precision
and the discriminant ratio lay between 93.92% and 99.32%. These results
could have great potential for application in tracing the source of spilled
oil in complex situations.

Acknowledgements

This workwas financially supported by Science and Technology Pro-
ject of Maritime Safety Administration of the People's Republic of China
(Grant No. 2015-14), Project of on-site sedimentmicrobial remediation
of public area of central Bohai Sea, North China Sea Branch of State Oce-
anic Administration (QDZC20150420-002), Science and Technology
Service Network Initiative (Grant No. KFJ-EW-STS-127) and Key Pro-
jects in the Yantai Science & Technology Pillar Program (Grant No.
2011060).

References

Budzinski, H., Jones, I., Bellocq, J., Pie'rard, C., Garrigues, P., 1997. Evaluation of sediment
contamination by polycyclic aromatic hydrocarbons in the Gironde estuary. Mar.
Chem. 58, 85–97.

Fayad, N.M., Overton, E., 1995. A unique biodegradation pattern of the oil spilled during
the 1991 Gulf war. Mar. Pollut. Bull. 30, 239–246.

Li, Y., Xiong, Y.Q., Yang, W.Y., Xie, X.L., Li, S.Y., Sun, Y.G., 2009. Compound-specific stable
carbon isotopic composition of petroleum hydrocarbons as a tool for tracing the
source of oil spills. Mar. Pollut. Bull. 58, 114–117.

Marusenko, Y., Herckes, P., Hall, S.J., 2011. Distribution of polycyclic aromatic hydrocar-
bons in soils of an arid urban ecosystem. Water Air Soil Pollut. 219, 473–487.

Radke, M., Welte, D.H., Willsch, H., 1986. Maturity parameters based on aromatic hydro-
carbon: influence of the organicmatter type. Org. Geochem. 10, 51–63.

Sivan, P., Datta, G.C., Singh, R.R., 2008. Aromatic biomarkers as indicators of source, depo-
sitional environment, maturity and secondary migration in the oils of Cambay Basin,
India. Org. Geochem. 39, 1620–1630.

Wang, Z.D., Fingas, M.F., 2003. Development of oil hydrocarbon fingerprinting and tech-
niques. Mar. Pollut. Bull. 47, 423–452.

Wang, Z.D., Stout, S.A., 2007. Oil Spill Environmental Forensics: Fingerprinting and Source
Identification. Academic Press, Boston, MA, pp. 327–348.

Xu, W.B., Jing, S.C., Yu, W.J., Wang, Z.X., Zhang, G.P., Huang, J.X., 2013. A comparison be-
tween Bayes discriminant analysis and logistic regression for prediction of debris
flow in southwest Sichuan, China. Geomorphology 201, 45–51.

Yawanarajah, S.R., Kruge, M.A., 1994. Lacustrine shales from Stellarton basin, Nova Scotia,
Canada: organofacies variations and use of polyaromatic hydrocarbons as maturity
indicators. Org. Geochem. 21, 153–170.

Yim, U.H., Ha, S.Y., An, J.G., Won, J.H., Han, J.M., Hong, S.H., Kim, M., Jung, J.H., Shim, W.J.,
2011. Fingerprint and weathering characteristics of stranded oils after the Hebei Spir-
it oil spill. J. Hazard. Mater. 197, 60–69.

Yunker, M.B., Macdonald, R.W., Vingarzan, R., Mitchell, R.H., Goyette, D., Sylvestre, S.,
2002. PAHs in the Fraser River basin: a critical appraisal of PAH ratios as indicators
of PAH source and composition. Org. Geochem. 33, 489–515.

Zhou, P.Y., Chen, C.S., Hu, P., 2014. Oil fingerprinting of polyaromatic hydrocarbons ap-
plied to the identification study of oil spill from ship. Acta Oceanol. Sin. 36, 91–102.

http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0005
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0005
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0005
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0015
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0015
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0025
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0025
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0025
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0035
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0035
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf2000
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf2000
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0040
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0040
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0040
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0050
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0050
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0055
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0055
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0070
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0070
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0070
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0080
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0080
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0080
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0085
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0085
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0090
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0090
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0100
http://refhub.elsevier.com/S0025-326X(16)30164-3/rf0100

	New diagnostic ratios based on phenanthrenes and anthracenes for effective distinguishing heavy fuel oils from crude oils
	1. Introduction
	2. Materials and methods
	3. Results and discussion
	3.1. Distribution of Phe, Ant, MP and MA
	3.2. Ant to Ant plus Phe ratio
	3.3. Double ratio plots of MP isomers and MA
	3.4. Distinguishing results based on Bayes discriminant analysis

	4. Conclusion
	Acknowledgements
	References


