Meanaging Validation

> PDP 1991
« 7 commodities
« 11 pesticides

» PDP 2006
« 75 commodities
« 230+ pesticides




Commodity Groupings

There are several approaches on how to
group commaodities




PDP Commodity Groupings
Changes

Created new groups

« High sulfur group (broccaoli, cabbage, and
cauliflower from leafy vegetables and legume
vegetables group and onions from the bulb
vegetables group)

« High sugar fruits group (grapes, grape juice,
and strawberries from the pome, stone, and
other fruits group)

Marker Pesticides

Marker pesticides are chosen to be
representative of a broad range of similar
pesticides and the assessment of method
performance can be extended to apply to
others in the group

Chemicals are assigned to groups based
on functional groups and extraction/
analytical characteristics

PDP Marker Groups

|8 |Pyrethroids and metabolies |
| 9 |Triazines

PDP Commodity Groupings
Changes

Added commodities

« Eggs — animal tissue/high protein group
« Raisins — single commodity

Added laboratory flexibility by stating
“Based on their experience with a
commodity, a laboratory may request
changes to the assigned commodity
groupings from the PDP Technical
Director”

PDP Marker Groups
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PDP Marker Groups

Methoxy-acetamides




PDP Marker Groups

Groups 12 and 13 were consolidated into
Group 11
Other groups may be consolidated in the

Marker Pesticides

Diacylhydrazines future

acid (OA) metabolites

Recent literature suggests statistical
analysis may be used for group selection
in addition to functional groups and
extraction/ analytical characteristics

Scenarios

Implementing a new method
Changing an analytical method

« Extraction

« Post-extraction/pre-instrumentation

Instrumentation

New technology

« New LOD

« Current LOD
Replacement/duplicate

Minor modifications

Modules

Establishment of Estimated LODs and LOQs
Verification of LODs
LOD Check

Determination of Consistent Instrumental
Response

Determination of Method Range

Determination of Method Precision and
Accuracy

Method Evaluation Reporting

Scenarios

Adding a new commodity grouping

Adding a new commodity or processed
commodity to an existing commodity group.
Adding pesticides related to marker
groups to an existing commaodity group.
Adding pesticides not related to marker
groups to an existing commodity group.

Establishment of Estimated LODs
and LOQs

Procedures for estimating LODs and
LOQs are specified in Standard Operating
Procedure (SOP) PDP-QC-10, Estimation
of LOD and LOQ for Chromatographic
Methods

» LOD > 3x method noise

» LOQ > 10x method noise




Establishment of Estimated LODs
and LOQs

Required for these scenarios:

« New method

« Adding any new pesticides

« New LOD for an established pesticide

Verification of LODs

Required for these scenarios:

« New method

« Adding a new commodity group

» Adding a new commodity to an existing group
» Adding any new pesticides

« Major extraction changes

« Major post-extraction changes

« New technology/new LOD for an established
pesticide

Consistent Instrumental Response

Consistent Instrumental Response is
demonstrated by running a three point curve at
1x LOQ, 5x LOQ, and 10x LOQ three times over
three days for a minimum total of nine points
Standards can be in-matrix or in-selution

Fitness of curve is demonstrated by:
o 1>0.995

r2 > 0.990
« %RSD < 20

%D < 15

Verification of LODs

All calculated or established LODs are
verified by fortifying duplicate blank
commodities at the LOD level and
subjecting them to the analytical method

Verification consists of the observation of
distinct, detectable peaks in the
chromatogram at 3x noise

LOD is pesticide-specific and must be
evaluated for every pesticide

LOD Check

The LOD for each reported compound is
checked at least yearly by extraction of an
LOD spike

An LOD standard is used when instrument

systems are changed, and is required for
these scenarios:

- Duplicate/replacement instrument

« New technology/current LOD for an
established pesticide

Consistent Instrumental Response

Required for these scenarios:

« New method

« Adding any new pesticides

« Major extraction changes
Duplicate/replacement instrument
New technology:




Determination of Method Range

Method Range is demonstrated by fortifying
samples in triplicate at 1x LOQ, 5x LOQ, and
10x LOQ for each marker and processing the
fortified samples through the entire analytical
method

The % recovery (R) and coefficient of variation
(CV) are calculated for each level

The %R is expected to be £50 and the %CV is
expected to be below the Horwitz level for intra-
laboratory analyses

Method Precision and Accuracy

Precision and Accuracy data is compiled
from the commodity groupings

The pesticides are spiked at 2x LOQ

A minimum of seven data points with at
least two points fream the commodity being
validated is required

Data points can be obtained:

» During method validation, or

« Concurrently with sample analysis

Method Precision and Accuracy

Required for these scenarios:
« New method
« Adding a new commodity group
Adding a new commodity to ani existing group
Adding any new pesticides
Major extraction changes
Major post-extraction changes
New technology:

Determination of Method Range

Required for these scenarios:
« New method
« Adding a new commodity group

Adding new pesticides not related to markers
to an existing commaodity group

Major extraction changes
Major post-extraction changes

Method Precision and Accuracy

The % recovery (R) and coefficient of
variation (CV) are calculated for each
pesticide

The %R is expected to be £50 and the
%CV is expected to be below the Horwitz
level for intra-laboratory analyses

Method Evaluation Reporting

Method Evaluation Reporting involves
submitting the method validation results
and a brief narrative to MPO for review
and concurrence

Required for all scenarios




Method validation requirements are

addressed in these PDP SOPs

« PDP-QC-07: Demonstration of Method
Performance

» PDP-QC-10: Estimation of LOD and LOQ for
Chromatographic Methods

« PDP-QC-13: Reguired Compounds, Marker
Pesticides, Process Control Compounds, and
PDP Commodity Groupings

For more information, visit the PDP
website at:




