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Abstract

Reynolds' (1967) method for relating the mass absorption coefficient on the long wavelength
side of a major element absorption edge to the intensity of the emission line of the element
causing the absorption discontinuity is shown to be a special case of a more general relation.
The systematic positive errors noted by Reynolds in using his method are consistent in sign
and of similar magnitude to errors generated by neglecting the general relation. If the ratio
of the mass absorption coefficient on the short wavelength side to that on the long wavelength
side of a major element's absorption edge is plotted against the peak intensity of this element'
the plots allow use of the general relation and permit simultaneous comparisons to be made
to more than one standard. The technique is used to best advantage (in common geologic ap-
plications) in the analysis of elements of atomic numbers from calcium to iron.

Introduction

Quantitative X-ray fluorescence analysis requires
that matrix absorption effects be either uniform or
known if nonuniform when comparing X-ray emis-
sion line intensities of standards and unknowns. The
use of standards very similar to the unknowns or
the use of high dilution and/or heavy absorbers
are techniques which make use of uniform absorp-
tion qualities of standards and unknowns. The
absorption characteristics need not be specifically
known. The use of internal standards or the use of
iterative calculations based on the content of all
major elements present or the use of mass absorp-
tion coefficients estimated from either transmitted
or scattered radiation are methods which correct for
non-uniform matrix absorption effects.

Reynolds (1963) described a very useful tech-
nique for determining the X-rav mass absorption
coefficient of a rock (for wavelength regions near
the primary X-ray beam not disrupted by major
element absorption edges) by measuring Compton-
scattered radiation generated by the primary X-ray
beam interacting with the sample. This method has
been checked by Powell, Skinner, and Walker
(1969) and found to give results of high accuracy
and precision. Inasmuch as there are elements of
interest with emission lines of longer wavelength
than the absorption edge of the heaviest element

present, Reynolds' (1.967) suggestion for calculating
mass absorption coefficients in a wavelength region
on a long wavelength side of a major element absorp-
tion edge when the coefficient on the short wave-
length side is known is most welcome. A more gen-
eral treatment of this problem is now presented
and includes a comparison with Reynolds' treatment,
followed by a suggestion for a better solution to
the problem.

Discussion of Theory and Comparison Methods

In general the rnagnitude of the disruption of the
smooth variation with wavelength of mass absorp-
tion coefficient of a sample in wavelength regions
near the absorption edge of a major element present
in that sample will be a function of how much of
that element is present in that sample. If p(,fe) is
the mass absorption coefficient of the sample in the
region of high absorption relative to the edge (short
wavelength side) and lr(rn) is the mass absorption
coefficient of the sample in the region of the emitted
line associated with the absorption edge (long wave-
length side), then since the intensity In of the
emission line of the element causing the absorption
discontinuity increases with increasing amounts of
that element present, we should expect that lp(x^) /
p(rE)l should increase with Ip.

Liebhafsky, Pfeiffer, Winslow and Zemany ( 1 9 60)
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and Norrish and Chappell (1967) among others
have justified the following expression for the intens-
ity of an element's emission line In as a function of
the weight fraction of the element present XB and
the absorption coefficients of the sample at the wave-
lengths of the absorbed and emitted radiation.

I s :
X- I "K

p ( t re ) . sec  d  *  p ( t rn ) . sec0

where d is the angle between the primary beam and
the normal to the sample, f is the angle between
the secondary beam and the normal to the sample,
16 is the intensity of the primary radiation, and K
is the yield factor which is a measure of excitation,
detection, and collimation efficiency.

Equation (1) can be rearranged to give

f_
," : 

ft- [p(\a).sec 0 * p(trn).sec 6] Q)

The mass absorption coefficient of a sample at
any wavelength is a linear function of the weight
fraction of the components of the sample times
the mass absorption coefficient of the component
of the sample.

p(Xa) : Xo.p(X-o)' + (1 - X,).p(tr.o)^ (3)

where p,,(,la)s and p(,1,a)* refer to the mass absorp-
tion coefficients of the element causing the edge in
question and the remainder of the sample, respec-
tively. Rewriting:

p( t r " )n. ( l  -  Xu)  :  p( \a)  -  p( t ra)o.Xn (4)

Similarly for the wavelength of emission:

p( t r ' ) " . ( l  -  X ' )  :  p( t ro)  -  p( t r , ) " .Xu (5)

Dividing (a) by (5) and rearanging:

p(xo) : p(r").45* * x"{p(r^)"'  - ' l r ( A e ) n  - l '  " "

P(Io)*\- p(tre)e 
ffi/ 

(6)

At this point we can substitute (2) for XB and
obtain after some rearrangement:

4p : u!l^J- + l!- (-^^ ̂ r p(\e)  ̂̂ ^ "1p( t r " )  p0" ) "  -  t  r  \ sec I  t  - ' sec  u /

L ,  ,  p ( r o ) o \'\r(Ie)n - p(tro)r 
ffil Q)

Reynolds' (1967) equation (6) is analogous to
equation (6) above. Reynolds' approach to substi-

tuting for XB involved an implicit assumption which
is not strictly correct for a situation involving a
major element absorption edge in the wavelength
range of interest. The implicit but incorrect assump-
tion of Reynolds' equation (7) could have been
stated this wav.

P(tre)n
P(trn)n

(r2)

It can be seen that. for small amounts of an
element present, [p ( r." ) /rr( rr ) ] approaches [p(re ) n/

If for the sample only the element in question
has an absorption edge in the wavelength region
of interest, the expression [p(Ie)n/p(In)nJ can be
considered a constant, and the absorption expression
in equation (2) can be recast into the following
form:

p( t ra ) ' sec  d  *  p (XB) .sec f :  p ( t r6 )

L ,  p(xo)o l
\sec d * f f i 'sec d/ (e)

Equation (2) could be then simplified:

Io -  , l  ,  p(tro)* ^\x":  i f t .p( Ie) \secd +f f i  sec 0/  (10)

This is only strictly valid when there is no major
element absorption edge between ),e and ,\a, hence
use of this expression will introduce errors when
dealing with major elements. Substitution of expres-
sion (10) for Xt of equation (6) gives:

p(tro) : p(tro)n -r Ie ( ̂ ^^ ̂  - p(tro)n ^^^ \
p(x') p(trr)e ' /oK \secd + 

ffi 
sec o)

|  . n  r )'{r(r^)" - p(r')''ffi} tttl

Equation ( 11) above is analogous to equation
(8) of Reynolds (L967). It can be seen that
(11) linearly relates 1n to [p.(Ie)/p(rr)], since
[,"(r")n/r,(In)n] can be regarded as a constant.
Equation (11) differs from equation (7) only in
the expression for the slope of the line. Equation (7)
is not linear since the slope depends on [p(Ie)/
/.,(IE)1. The expressions for the slope differ by a
factor {:

(8)P(tra)
p(tru)

( l )
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p(rn)nl and { approaches 1. Evidently for small
amounts of the major element, equation ( 11) is a
viable approximation. The errors introduced by this
approximation tend to cause [p(fe)/rr(rr)] to be
evaluated at less than its true value. Consequently
p(ro) is overestimated and so is Xr. Note that
Equation (2) must be used to find Xs rather than
Equation (10) when Xr refers to a major element.
Reynolds (1967) noted that systematic positive
errors relative to accepted values were encountered
in his analytical work. We have just seen that neglect
of the general relationship will introduce systematic
positive error. This error can be calculated for
various materials, wavelengths, and spectrometer de-
signs. For the example of iron in Reynolds' Xnn-5
spectrometer the error introduced in G-l (1.33
percent Fe) is negligible, and indeed his data for
G-1 show no particular bias, but show relative errors
of up to 8 percent. On the other hand Reynolds'
iron-aluminum oxide mixtures (6-12 percent Fe)
show a positive bias with "overall errors in the
vicinity of. *4 percent" and a spread of relative
errors of about 8 .percent. The relative error intro-
duced by neglect of the general expression is calcu-
lated to be about 2 percent. Considering the 8 per-
cent spread, this effect may be a substantial part of
the 4 percent positive bias.

Graphical Method

The preceding discussion has suggested that the
relation between r[rr0e)/p(rr)l and 1B is nearly
linear. For selected ranges of [r,(Ir)/p(ru)] the
curves are indistinguishable from linear, and for low
16 the slope of the curve follows from equation ( 11).
A useful way to avoid systematic bias in determin-
ing [r,.(r.e)/p(IE)] and to allow comparison of the
sample to several standards simultaneously is to
plot Lr(Ia),/,p(rr)l versus 18. The resulting curve,
in practice indistinguishable from a straight line
although the slope may not be given by Equation
(11), may be used to find [r,(r.o)/p(rr)] for a
sample. Figure 1 contains some examples of curves
of [p(rr)/p(trn)] versus In. For convenience in
using such curves, calculated values of p(.1,a),
p(trr), and [p(Ia)//,(IE)] for a variety of absorp
tion edges are tabulated for the uscs standards in
Table 1. Henrich's (1966) mass absorption coeffi-
cients and Fleischer's (1969) and Flanagan's
(1969) tabulations of recommended analyses for
the uscs standards are used to compute the values
in Table 1.

When ir(,1,e) has been determined by Compton
scattering (Reynolds, 1963), the value of p(.1,n) is
easily obtained. To determine the amount of major
element in the unknown sample, an equation of
the form

x," :  { ' l  lpq^) l  sec d- t  p0s)- 'sec d].  , , "  (13)- 
1"" [p(trr)" .sec 0 f  p(trs)".sec g]

is used where superscripts u and s refer to unknown
and standard. If the wavelength region around ),r
contains trace elements which have no major ele-
ment absorption discontinuity intervening between
the emission and absorption wavelengths, then equa-
tion (13) reduces to the simpler form used by

;  o 7
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FIc. 1. Graphs demonstrating linear relation between 1o
and [p(rn)/p(re)] for limited ranges of composition. Data
are for pressed powder samples having 30 percent by weight
cellulose as a binder. (A) Shows relations at the calcium
absorption edge. The three points for W-l correspond to
different percentages of cellulose binder. (B) Shows rela-
tions at the iron absorption edge. The dashed line is drawn
through SiO, and the value of [p(0.93)/p(1.94)] which
was calculated for W-l by Reynolds' method. This line
helps estimate the amount of systematic error introduced by
not using the solid line.



to12 MINERALOGICAL NOTES

Tesls 1. Mass Absorption Coefficient Data for U.S.G.S. Standards

w-l G S P - I AGV-1 PCC-1 DTS-I  BCR-I

v  (  . 9 2 7 )
y  ( I . 9 3 7 )
v  ( 2  . 7  4 8 )
u  ( 3 . 3 5 9 )
t J  ( 3 . 7  4 2 )
p  ( 7  . 1 2 6 )
u  ( 8 . 3 3 6 )

v (  . 9 2 7 ) / v ( 1 . 9 3 7 )
u ( 1 . e 3 7 ) / v ( 2 . 7 4 8 )
v  ( 2  . 7  4 e l  / v  ( 3  . 3 5 9 )
u  (  3 .  3 5 9  ) , / u  1 3 . 7  4 2 )
v  ( 3 . 7 4 2 ' )  / r  1 7  . I 2 5 1
v ( 7 . 1 2 6 ) / v  ( 8 . 3 3 6 )

1 0 . 8 2  L 6  . 2 5
7 6  . 2 0  I  3 .  3 2

I99  . 7  2 ] - 3 .7
3 3 6 . 7  2 7 8 . 6
3 8 8 . 5  3 6 8 . 2
9 9 0 . 9  1 2 3 3 .

1182 .  L527  .

I 1 . 2 3  t 2 . 2 5
7 6 , 5 4  7 8 . 1 9

1 9 6 . 8  2 0 0 . 8
3 2 6 . 6  3 3 3 . 1
3 8 6 . 9  3 8 4  . 0

I 0 4 5 .  1 0 5 5 .
t 2 3 I .  1 2 5 I .

1 3 . 4 5  1 2  . 0 4
7 8 . L 2  6 0 . 7 0

1 9 8 . 8  1 5 7 . 5
3 0 4 . 1  2 7 0 . 8
3 7 5 . 7  3 5 5 . 5

r r 5 2 .  1 4 3 0 .
1 3 4 9 .  2 2 0 5 .

L 2 . 3 9  I 7 . 0 9
6 r . 9 2  8 0 . 8 r

1 5 9 . 5  2 0 0  . 2
2 7 7  , 7  2 8 9 . 9
3 7 4 . 7  3 7 r . 0

1 5 1 1 .  1 2 1 0  .
2 3 3 8 .  1 5 2 5 .

. 2 0 0 1  . 2 I 1 5

. 3 8 8 I  . 4 0 3 5

. 5 7 4 6  . 6 9 0 8

. 7 4  1 0  . 7 8 1 3

. 2 4 8 0  . 3 0 5 7

. 6 4 6 5  . 7 9 3 2

. r 4 2 0

. 3 8 1 6

. 5 9 3 1

. 8 5 6 3

.3922

. 8 3 8 4

I  q  ( n

. 3 9 0 0

. 7  6 6 9

.  r ) o f ,

. 2987

. 8 0 7 1

. 1 4 6 8

. 3 8 8 8

. 6 0 2 6

. 8 4 4 2

. 3 7 0 4

. 8 4 8 9

I  ( ( r

. 3 8 9 4

.6029

. 8 5 7 5

. 3 6 4 0

. 8 4 3 4

. 1 7  2 2

. 3 9 3 0

. 5 5 3 6

. 8 0 9 5

. 3 2 6 0

. 8 5 4 6

.  r 9 8 3

. 3 8 5 5

. 5 8 1 4

. 7  4 0 9

.2555

. 6 4 8 7

Reynolds:

(14 )

Applications and Limitations of; the Technique

Reynolds' (1963, 1967) Compton scattering tech-
nique for determining mass absorption coefficients
coupled with the proposed method for extending
the absorption coemcients across absorption edges
is general in application but may be used to best
advantage in situations that do not require (or where
one is not able to) determine all the major elements
present and where simple rock-powder samples may
be used. This extension of Reynolds' technique is
probably used to best advantage in the analysis of
the elements calcium through iron in rock samples.
The technique could be usefully applied in many
other specific situations, for example the analysis
of iron, copper, and zinc in sphalerite ores.

Instrumental factors conspire to limit the useful-
ness of the technique for atornic numbers below
calcium. For the lighter elements a vacuum spec-
trograph is required which is normally capable of
determining most of the rock forming major ele-
ments. For this situation some proaedure of iterative
calculation such as suggested by Norrish and Chap
pell (1967) is most useful. In addition, for the
lighter elements, grain size and absorption property
contrasts between mineral constituents often require
fusion for hornogenization, which introduces the
possibility of using dilution andf or heavy absorbers
with little extra effort.

The principal advantages of this technique are that
it allows determination of specific elements without

determining all the elements present and that it
requires a bare minimum of sample preparation.
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