This article was downloaded by:

On: 17 January 2011

Access details: Access Details: Free Access

Publisher Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

-"'""""‘-'-' "’-'{ " International Journal of Environmental Analytical Chemistry
3

Publication details, including instructions for authors and subscription information:
http://www.informaworld.com/smpp/title~content=t713640455
International Journal of

ENVIRONMENTAL . o .
ANALYTICAL Levels of radium in oily sludge

Fadhil M. Salih? Avin E. Pillay®; Kirthi Jayasekara®
ﬂ‘mrl meac | °Department of Clinical and Biomedical Physics, College of Medicine, Sultan Qaboos University, Al
Prosestings of the 8% Werkshep on Khoud, 123, Sultanate of Oman " Department of Chemistry, College of Science, Sultan Qaboos
Erreenertn et Gt A University, Al Khoud, 123, Sultanate of Oman

ENEA, Boma, fEaly, 5-13 Dctabar 2004

Gasat Bditar Rabesis Pillaten
Parl 2: Ersernrsenial e Foed Applic sliee

@ Tanhor & Francis

To cite this Article Salih, Fadhil M. , Pillay, Avin E. and Jayasekara, Kirthi(2005) 'Levels of radium in oily sludge’,
International Journal of Environmental Analytical Chemistry, 85: 2, 141 — 147

To link to this Article: DOI: 10.1080/03067310512331324763
URL: http://dx.doi.org/10.1080/03067310512331324763

PLEASE SCROLL DOWN FOR ARTICLE

Full ternms and conditions of use: http://ww informaworld.coniterns-and-conditions-of-access. pdf

This article nay be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, |loan or sub-licensing, systematic supply or
distribution in any formto anyone is expressly forbidden.

The publisher does not give any warranty express or inplied or make any representation that the contents
wi ||l be conplete or accurate or up to date. The accuracy of any instructions, fornulae and drug doses
shoul d be independently verified with prinmary sources. The publisher shall not be Iliable for any |oss,
actions, clainms, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this material.



http://www.informaworld.com/smpp/title~content=t713640455
http://dx.doi.org/10.1080/03067310512331324763
http://www.informaworld.com/terms-and-conditions-of-access.pdf

15:19 17 January 2011

Downl oaded At:

International Journal of Environmental and Analytical Chemistry e Taylor & Francis
Vol. 85, No. 2, 15 February 2005, pp. 141-147 Taylor & Francis Group

Levels of radium in oily sludge
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(Received 15 July 2004, in final form 20 September 2004)

Radium in oily sludge is unexglored, and this investigation could serve as a baseline study.
We report elevated levels of ***Ra and ***Ra in 55 oily sludge samples that were collected
from different sites and subjected to high-resolution gamma-ray measurement. The levels in
our samples were more than five times higher than the estimated guidelines for soil and regular
sludge. The period of investigation extended from January 2003 to January 2004. Both radium
isotopes were identified by their characteristic gamma rays, whilst the short-lived one (P*Ra)
was also identified by its half-life. Samples (1 kg dry weight) were counted for 12 hours, and
activities between 150-1000 Bq/kg were recorded. The sludge is regarded as a useful building
material and as an additive for soil enrichment, and remediation procedures are suggested
to deplete the activity levels in the sludge prior to its use for these purposes.
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1. Introduction

The current method for the disposal of oily sludge is land farming [1]. The reuse of the
sludge in asphalt paving mixtures was considered as an alternative [1]. The economic
advantage of reusing the sludge as a substitute in asphalt is considerable. The compo-
nent of the sludge in such mixtures could be as high as 50%, and the recycled product
would be used to build roads, car parks, and shopping malls. The recycling of oily
sludge, therefore, could result in immense savings in materials haulage and treatment
costs and could help conserve natural resources. Radioactive contamination of the
sludge would threaten the immediate biosphere, and from this perspective our study
is significant [2-5].

Radium levels in soil and regular sludge can vary from location to location [6-8],
but the average concentration is about 200 Bq/kg. A preliminary study showed that
Ra levels in the oily sludge were relatively high, and our interest in this regard prompted
the present study. >°Ra and ***Ra originate from the Uranium and Thorium series,
respectively. Both are alpha- and gamma emitters, with respective half-lives of
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1600 years and 3.66 days. It is known [4-6, 9—15] that the accumulation of radium in
the environment is a significant hazard. Exposure to elevated alpha- and gamma
radiation creates serious biological problems [2-5], especially genetic damage, which
usually arises from exposure to low doses over an extended period [4, 5]. Suitable
protective measures should be put in place to shield the environment from such
radiation [7, 13]. The thrust of our investigation, therefore, involved an assessment
of the impact posed to our environment by the uses of oily sludge, and possible
suggestions for remediation.

2. Experimental

2.1 Sample collection and detection

Fifty-five oily sludge samples were obtained from different sites in Oman. The collec-
tion period extended from Jan 2003 to Jan 2004. The samples were prepared for
gamma-ray counting in standard Marinelli beakers. The detection system [16] consisted
of a high-purity Ge detector (diameter: 59.0 mm, length: 74.2 mm) and standard elec-
tronics (EG & G Ortec, Oak Ridge, US). The detector resolution was 1.71keV for
the *°Co 1.33 MeV gamma ray, and 0.807 keV for the >’Co 122keV line. The sample
was shielded in a lead well to minimize the ambient background. Radioactive reference
standards were used to calibrate the system and validate our methodology. In order to
obtain statistically valid data the samples were counted overnight (12h). The
ambient background was monitored for an equivalent time. Prior to obtaining
counts for each of the samples the system was checked for linearity. Specific procedures
were used to identify **°Ra and ***Ra'¢.

2.2 Spectral analysis

The recorded gamma-ray spectra were processed for radioisotope identification and
specific activity. The software included a radionuclide directory, which was used to
identify the detected radioisotopes [16]. Peaks in the spectra that were below the
limit of detection (<1 Bq/kg) were automatically omitted by the software. The most
intense peaks were considered for computation of the total activities [17]. Some of
the more prominent peaks are shown in figure 1, which represents a typical gamma
ray spectrum.

3. Results and discussion

3.1 Method validation

The monitoring technique was validated in terms of repeatability and accuracy. A *°Co
reference standard and 2°*TI from a natural sample were counted six times, and
these data, together with the means and relative standard deviations (RSD), appear
in table 1. The RSDs were less than 2%, indicating that the reproducibility was
acceptable. Apart from this, it was necessary to examine the accuracy to fully confirm
the operational performance of the system. These measurements were obtained
using standard reference sources (**'Am and '*’Cs), and their present activities were
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Figure 1. Gamma-spectrum of oily sludge showing typical assignments of ***Ra and ****Ra. (Unassigned
lines refer to other components of the general decay series).

Table 1. Repeatability measurements.

Measurement Reference source Natural source
0o 208y

1 1514 1167

2 1541 1153

3 1512 1187

4 1542 1151

5 1518 1158

6 1527 1120

Mean £+ RSD: 1525 +0.85% 1156 +1.98%

measured against their corrected original certified activities [16]. In all cases the
magnitude of the relative error did not exceed 2%, indicating that the accuracy attained
was satisfactory.

3.2 Presence of ***Ra and ***Ra

22°Ra and ***Ra originate naturally, but their intensities tend to increase with
depth below the earth’s surface [6]. Figure 2 represents the combined nuclear-energy
level diagram of ***Ra and **Ra and shows their appropriate decay by alpha emission
to radon. Two methods [16] were used to establish the existence of ***Ra. The first
involved identification by detecting the energies of the characteristic gamma ray(s)
[17] originating from its decay. This is evident from figure 1. The second method [18§]
was the ‘half-life technique’. This is shown in figure 3, which is a plot of the natural
logarithm of the activity against time. The slope yielded the appropriate decay



15:19 17 January 2011

Downl oaded At:

144 F.M. Salih et al.

0+ 3.66d 0+ 1600 y

224 226

s3 Ra os R@

0o 5.78905 15 0. 487079 30
0+ 55.6s 0+ 3.8235d
220 222
Rn Rn
86 86

Figure 2. Nuclear-energy-level diagram showing decay schemes of **Ra and ***Ra.
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Figure 3. Activity vs time plot for computing the half-life of ***Ra.

constant, thus confirming the presence of ***Ra. In the case of **°Ra it was not
possible to establish its existence by the haf-life procedure, because of its long half-
life of 1600 years. We therefore confirmed its existence only by its characteristic
gamma rays [17] (figure 1). The ‘room background count’ showed minimal levels
of these radionuclides.

3.3 Elevated radioactivity

The radionuclide of extreme significance in drinking water is radium [4], which
is usually removed from water using the same chemical methods for calcium removal.
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The maximum allowable contaminant level for radium in drinking water [4], as
specified by the U.S. Environmental Protection Agency is, <0.1 Bq/L. Therefore,
elevated levels of radium activity in any medium should be noted with great concern,
because such radioactivity could eventually contaminate water sources. The distribu-
tion of ?°Ra and ***Ra from January 2003 to January 2004 appears in figures 4
and 5, respectively. The dispersion of the data in these figures was plotted in
ascending order for convenience. Each data point represents the aggregrate of the
relevant assignments associated with the most prominent gamma rays [17]. There is
little information in the literature on the acceptable levels of °Ra and ***Ra in oily
sludge. However, the documented level [6] of such radioactivity in soil and regular
sludge is around 200 Bq/kg. As can be seen from our results the levels in oily sludge
were up to five times higher, and such activities could affect the environment when
the sludge is used as a component in construction material or on sludge farms. We
observe from figures 4 and 5 that over the one-year monitoring period the levels of
radioactivity varied between 200-1000 Bq/kg (dry weight). This interval could be
used as a possible guideline to other authors who wish to work in this area.

3.4 Environmental impact and suggestions for remediation

Use of radioactive sludge in our surroundings can be a cause for concern. First, there is
the general contamination of the environment when the sludge is recycled in asphalt;
and secondly, there is a possible contamination of water when the sludge is used on
sludge farms. These points are considered in greater detail below.

(1) Some safety measures should be implemented to protect workers who handle
and dispose of the sludge from exposure to the harmful alpha and gamma emis-
sions. Even if the dose is low it is undesirable, and the sludge should be stored in

Ra-226
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Figure 4. The distribution of **Ra over one year.
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Figure 5. The distribution of ***Ra over one year.

(ii)

suitable lead-lined vessels that would adequately contain the radiation. On the
other hand, these radionuclides could be leached from the sludge by rain water
when the sludge is recycled in construction material. This can ultimately con-
taminate the general surroundings. One method of remediation would be to
restrict levels of specific activity in the sludge during recycling. This can be
done by dropping the proportion of sludge in asphalt to about 20%.

The effect of using radioactive sludge on farms needs to be considered in the
light of possible contamination of plants and organisms found in these soils.
This contamination can be spread by birds that feed on organisms found in
the radioactive soil. The bioaccumulation of radioactivity in the food chain
is, therefore, a potential hazard [19, 20] and merits further investigation. In
addition, possible radioactive contamination of water supplies (such as streams
and borehole sources) from agricultural run-off [19, 20] should be considered.
The acceptable level of radium in potable water [4] is <0.1 Bq/L, so such
contamination can pose a significant threat. Therefore, ceasing to use sludge
on land farms can curb these particular problems.

4. Conclusions

The suggested remediation procedures could be implemented as a possible means to
reduce the radioactivity in oily sludge to make it suitable for use as a construction
material. For recycling of the oily sludge we propose a reduction in asphalt to 20%,
but it would be in the interest of the environment to reduce this fraction even
further. Possible contamination of the soil and water table would threaten the
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immediate biosphere, and the only prevention to contamination is to stop using sludge
on farms. A useful extension to this work would be a study of ***Ra and ***Ra.
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