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so no correction of the standard deviation is
necessary (see Section 6.2.5).
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From results of m replicate
measurements during validation

calculate the standard de

viation sy

Will results be blank
corrected during
routine use of the
method?

5y =5y [—+—

Use the calculsted standard deviation.
5. for caloulating the LOD and LOGQ

—

.
5 15 the estimated standard devistion of m single results at or near zero concenmation.
55 is the standard deviation used for calculating LOD and LOQ

n  is the number of replicate observations averaged when reporting results where sach replicate is obrainsd
following the entite messurament procedure.

ny is the mumber of blank observations sveraged when calculating the blank correction sccording to the
measturament proedurs,

Figure 2 - Calculation of the standard deviation, 55 to be nied for estimation of LOD and LOQ. The flow
chart starts with an experimental standard deviatiom, su calcnlated from the resmlts of replicate
measnrement: under repeatability condition: on a sample near zers concentration, sither without blanlk
correction or with a blank correction applied to all results as specified by the method. Thi: blank
correction may be bazed on a single blank observation or on a mean of several blank ob:ervations.
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Example 3 — A validation exercise is based on the
analysis of a sample blank Ten (m) independent
measwrements of the sample blank are made uvnder
repeatability conditions. The results have a mean
value of 2mgks and a standasd deviation 5, of 1
mgks.

Case 1 — The measurement procedure states that
test samples should be measured once (r=1) and
the results corrected by the result for a single
sample blank sample (m=1). In a series of
measurements each mun consists of single
replicates of routine samples and one (i) blank
sample. The standard deviation for calculating
LOD/LOQ is then. according to Figure 2 equal

10!
_
1,1 1 1
s6=5p [—-+—=1|-+-=12Z =14 mgkg
\H'ﬂ. 'r'l.el '\,J]. 1

Case 2 - The measurement procedure states that
test samples should be analvsed in duplicate
{n=2) and also that the blank sample should be
analysed 1 duplicate. In a series of
measurements each run consists of duplicates
{n=2) of routine samples and two (m) blank
samples. The concenfration obtained for routine
samples 1s comected by subfracting the mean
value of the two blank samples. The standard
deviation for calculating LOD/LOQ is then.
according to Figure 2 equal to:

1 1
sh=5%5p [-+—=1|-+-=1mgkg
*w. A
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