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CHAPTER 1

Introduction and Installation

1.1 Program Overview

PolySNAP M is a software package designed to match and analyse
powder diffraction patterns utilising their full profiles. The use of the
full-profile allows for more flexible and accurate identification of
samples, even when data quality is low or preferred orientation effects
are significant.

The software provides an easy to use interface to several powerful
and novel statistical methods to rank patterns in order of their
similarity to any selected sample, allowing unknowns to be quickly
identified. In quantitative mode, given a mixture pattern and potential
pure phase patterns, it can identify which patterns are in the mixture,
and quantify their proportions quickly and easily using a non-Rietveld
based approach.

The matching procedure can be automated for high-throughput
analysis. PolySNAP M allows for datasets of up to 96 patterns to be
analysed in a single run, and provides highly flexible graphical output
to summarise and visualise the results. This highlights any unusual
data, and means that time is not wasted looking at the very many
patterns that behave exactly as expected. It can work with or without
the provision of reference patterns, and includes features such as an
automated report writer and a time/date stamped logfile to assist with
audit trail procedures.




1.2 Introduction

Four main stages are involved in a standard program run:

1. Import and processing of data files.

2. Match all data files against all other data files.

3. Perform cluster, quantitative and other analyses if required.
4. Output results to file and graphically to screen.

A flowchart representation of the main PolySNAP M processes is
shown overleaf.

1.3 Program Requirements

PolySNAP M requires a modern, high-specification PC running
Microsoft Windows 2000 SP2 or XP SP1 or later. Additionally, a
monitor with minimum 1024 x 768 resolution at 32 bit colour depth
is needed, and an active connection to the Internet.

1.3.1 Note on run-times

On a 2.4Ghz Intel Xeon with 512 Mb RAM, running Windows 2000
Professional SP4, some approximate average program run-times are
shown below.

Times are assuming there are no delays waiting for data, and are
measured from launching the program to the results display screen
being displayed:

No. of Patterns Time
50 10 seconds
96 20 seconds

These times are approximate, and may vary depending on the
analysis options selected for a given program run - in particular,
allowing for an offset in the matching calculations will greatly add to
the run time.

1.4 Installation

If there has been a previous version of the software installed, then it
is recommended to install the new version in a different location than
the older one; do not install a new version directly over the top.




Program Requirements

Insert the CD containing the software in the CD-ROM drive of your
computer. On the CD (normally drive D:\ on most PCs), open the
folder

PolySNAP M Install
and launch the program Setup.exe by double-clicking it.

Note that to install software on Windows 2000/XP systems, the user
must be logged on to an account with system administrator priviliges.

It will display a welcome window:

15! Setup - PolySNAP M =1

Welcome to the PolySNAP M
Setup Wizard

Thiz will install PalySHAP b 2.0 on your computer.

It iz recommended that you close all ather applications before
continuing.

Click Mext to continue, or Cancel to exit Setup.

Mest > I Cancel |

Followed by a dialog box allowing the user to control where the
program is installed:

Select Destination Location
Wwhere should PolySHAP M be installed?

’J Setup will install PolySMAP M inta the following folder.

To continue, click Mext. IF you would like to select a different folder, click Browse.

Browse... |

At least 22,4 MB of free disk space iz required.

< Back I Mest > I Cancel

The default path,

C:\Program Files\PolySNAP M\




should be suitable for most environments, but a different location
may be chosen if required by clicking on the Change Directory
button (please note that installing or running PolySNAP M from a
remote network drive is not a supported configuration).

The next two screens control if a shortcut to the software is added to
the Start Menu and/or the Desktop. The final screen displays a
summary of the selected options; click Install to start the installation
process.

Installation should then proceed automatically, and once completed,
the installer will quit. Depending on the version of Windows, a
restart may be required at this point; if so the installer will notify that
this 1s the case.

1.5 Launching PolySNAP M

Assuming a default installation, the program may be accessed in one
of the following two ways:

* Run the shortcut to PolySNAP M which the installer will have
placed on the desktop by double-clicking its icon.

* From the Start Menu, select the Programs sub-menu, followed by
the PolySNAP M folder, and then the PolySNAP M option. (It is
usually installed at the very bottom of the list of programs).

1.6 Registering PolySNAP

The copy of PolySNAP that is now installed needs to be registered
before it can be used. A dialog box will appear asking for a Product
Key.

You will have been provided with a product code of the form:
SNAPx-XXXX-XXXX-XXXX
Enter this code now (case-sensitive, including dashes), and click OK.

The program will now try to connect to the internet to validate the
registration. It will display a message warning you of this, and a
progress dialog box will appear letting you know that this is
happening.

You will then be asked to fill in some registration details. If you have
purchased a license, you will only be asked for your name and email
address. If you are running in a Trial mode, you will be asked for
some more details. Click OK when complete.
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NB: your email address and other information will not be passed to
any third party and will not be used for any other purpose.

If you have any problems with the process, or are unable to connect
to the internet, please contact us directly at

snap@chem.gla.ac.uk

Once this registration process is complete, the program logo screen
will appear for a few seconds, before being automatically dismissed:

UNIVERSITY [
of V17
e
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“ersion 2.0.0 Copyright & 1999 - 2006 The University of Glasgow, All Rights Reserved

The main PolySNAP M window will then appear, and will by default
fill the entire screen:

File Edit Tools Graph Patbtern  Window Help

You are now ready to begin working with the software.




Please note that a searchable PDF on-line version of this manual can
be viewed at any time during the program by selecting View Manual
from the Help menu.

1.7 Installation Troubleshooting

Problem
Program registration was not completed, because PolySNAP was
unable to connect to the internet.

Solution
If the registration process could not connect to the internet to validate
the install, then it will have displayed an error and a corresponding
unique Installation Code for your copy. Please either email this num-
ber, along with your Product Code, to snap@chem.gla.ac.uk or
using another computer visit

www.copyminder.com/activate.php
to obtain an activation code manually.

Problem

A message box displaying an error ‘51 is displayed during program
installation. The program will not launch correctly and may display
further errors after this occurs.

Solution

Search the Windows System Folder and its subfolders (usually
C:\WINNT for Windows 2000, or C:\Windows\ for Windows XP), for
copies of the file CCMOVE32.DLL. Move this file to a different loca-
tion (e.g. C:\temp), then re-run the program installer.

Problem
When PolySNAP M is launched, a Microsoft Office Installer window
keeps repeatedly appearing and cannot easily be dismissed.

Solution

This problem occurs on a system where the currently logged in user
has never previously run any of the installed Microsoft Office appli-
cations on this machine. Keep clicking Cancel until the window
finally goes away, and then quit PolySNAP M. Launch any installed
Office application, e.g. Word, and the same installer window will
probably appear. This time allow it to run to completion, and click
OK when requested. Once Word has fully loaded as normal, exit the
program and then run PolySNAP M again. It should now run nor-
mally without any further interruptions from Office.
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Problem

Problems may occur with the graphics panes — for example, strange
artefacts may appear on the graphics panes in the results display
screen (such as some of the lines in the dendrogram not being visi-
ble), the program may freeze when a graphics pane is being inter-
acted with (e.g. rotated, zoomed efc.) or the program may hang when
attempting to first display the results screen at the end of a program
run.

Solution

This problem can occur on systems that have graphics cards that are
not 100% compatible with the standard OpenGL libraries. As a
workaround, first quit PolySNAP M, then go to

Start Menu -> Settings -> Control Panel -> Display. .

Plug and Play Monitor and N¥IDIA Quadro F ﬂﬂ
Color Management I &4 Quadro FX 1100 |
General I Adapter I Moriitor Troubleshoot

. Are you having problems with your graphics hardware? These
zettings can help pou troubleshoot display-related problems.

r~ Hardware acceleration

Manually control the level of acceleration and performance supplied by
your graphics hardware. Uze the Digplay Troubleshooter to azsist pou in
making the change.

Hardware acceleration: Mone —J— Full
I

Dizable all but basic accelerations. Use this getting to corect more
zevere problems.

[V Enable wiite combining

QK I Cancel | Apply |

Under the Settings tab, click the Advanced button on the bottom right
of the pane. In the window that appears, select the Troubleshooting
tab, and move the Hardware Acceleration slider down to one notch
above the far left hand side (“None”). Click OK, then OK again.
Restart PolySNAP M and see if the problem has been resolved
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CHAPTER 2 Using Automatic Mode

2.1 Starting Automatic Mode

To run in automatic mode, select the Automatic Analysis option from
the File menu (this is only available when no other databases or
match windows are open).

|Fi|e Edit Tools Graph Pattern Window  Help

Automatic Analysis Run ©n...
Manual Analysis 3 Wiew Results, .,

Exit Chrl+Q

The options from which to choose are presented:

11



2.1.0.1 Run on...

This menu item gives the following options:

— Select folder containing 5ample data files:

C:Apolysnap_tutorial\PS_simple_txth Folder... |

— [ Use folder containing Known/Reference data files:

<Mone> Falder... |

— Select folder to save output files:

C:hkemph Falder... |

—&dvanced Option:
[~ Subtract Background [ Allow x-shift refinement [zin theta)
[~ Denoise Patterns [V Check for amorphous samples

[ wait far I 95 data files to load before starting analyzis.

[~ Mask selected pattern regions ...

[~ Only Match within the rangel 0 to I 180

Cancel

This allows the location of the required files to be selected on a run-
by-run basis, without having to change the default settings in the
PolySNAP M program options.

Note that setting the input folder to be the same location as the output
folder is not permitted.

The initial paths listed in this window will correspond to those
defaults found in the options window. The three main sections are as
follows:

» Select folder containing Sample data files

This option allows the user to run PolySNAP M analysis on either a
folder containing multiple individual data files.

Folder Selection:

12



Starting Automatic Mode

Clicking on the Folder... button will open the following window:

. Select a folder location: 10l =|
Select Drive: | = ¢: [Lacal Disk)] |

Select a folder on this drive:

| 7] Kriown

Mew Folder...l Cancel | ()8 |

This window allows selection of an entire folder, rather than a single
file within a folder.

From the upper selection area any available local or network drives
can be selected, and doing so updates the lower region to display all
folders contained on that drive.

By double-clicking on a folder name, it may be opened, and any
folders contained within that folder are then shown.

To select a folder to use as the main folder, double-click on it to open
it. For example, in the screenshot above, the folder at
C:\tutorial\simple_txt\ is selected.

Clicking OK results in the selected folder path being displayed in the
settings window.

* Use folder containing Known/Reference data files

When importing files, new samples can be optionally compared to
patterns of known samples. If known samples are available to be

compared, their location may be set here after turning on the
checkbox. In this case, two options are available to the user:

- to select a folder containing one or more individual pattern files,
click on Folder... and select a folder as described above

or

- to not select any known phase source at all, turn the checkbox back
off, and the location is set to <None>.

13



Copies of the selected patterns are stored in a file knownphaseDB.par
within the selected output directory. The original data files are left
untouched.

» Select folder to save output files

The program has to be given a set location in which to save all of the
output files created by an automatic run. This can be manually set to
any folder as required by the user (although having the output and
input locations the same is not permitted).

Note that if an output folder is selected that already contains files
from a previous run, those files will be deleted prior to the new run
starting.

Click on Folder...to open the folder selector as above. From here any
output folder can be selected as required; note that a New Folder
button is available to allow the creation of a new, empty folder if
required.

* Advanced Options

The options here allow additional optional processing to be
performed upon the data as it is imported. The options are to subtract
background, de-noise the signal, check for amorphous samples, and
to allow an x-shift between the patterns.

Additionally, when turned on, the checkbox Mask Selected Pattern
Regions... brings up a dialog box allowing up to three independent
regions of the pattern to be masked to zero intensity.

x
¥ Mask pattern regions bebween I 0 and I 180 degrees.
[~ and between I 0 and I 180 degrees.

[~ and betiween I 0 and | 1280 dedrees.

Cancel | ok |

This allows for impurity peaks or problem background areas etc. to
be removed prior to matching.

The final option, Only match within the range [] to [], allows a single
subregion of the full angle range to be used for comparison. This can
be useful to concentrate the analysis on a single area of interest
within a larger pattern.

The processing options (Background subtraction, smoothing,
shifting, etc.) available here are discussed in more detail in the
Options and Defaults chapter.

14



Starting Automatic Mode

2.1.0.2 View results...

This option allows the results from a previous run of PolySNAP M to
be displayed and examined without having to wait for all the analysis
to re-run. Selecting it will open a standard file-selection dialog box:

Lok ift | & Win38_se [C:) - & @ i
[ ivmssetup b Cjorwright 1 PolySHAP testing !
|_1 Cabs e log files 2 Prafiles
| 1Ed ﬁ My Documents @ Program Files
e CI0UTPUT FILES (0 project
|1 Filess [0 Palyshap [ QuartRound Rabi
| Images 5 PolySHAP manual Ea Scanned_stuff
I — o
File name: | Open I
Filez of type: IPattem Dratabses [*.par] j Cancel |

™ Open a3 read-only
Z

Locate the folder containing all of the output files from a previous
run. Inside this folder will be a database file, whose filename will be
in a similar format to Run_09-11-2002.par (the numbers refer to the
date on which the run was performed).

Select this database file and click Open. The main PolySNAP M
results window will appear and display the results - see Section 2.3.

Note that certain program options are not available in View Results
mode.

15



2.2 Running PolySNAP M

2.2.1 File formats that can be imported
Text files (filename.txt) (filename.prn)

These should be standard ASCII text files. The angle should be the x
data, and the corresponding intensities the y data. The x-y data must
be in the format:

x1 yl
x2 y2

etc.
The fields must be tab-delimited.

If the first line in the file begins with either a '#' or the string 'ID: ', the
rest of that line is used as the 'Pattern Name' for the pattern.

Any subsequent lines beginning with the '#' character are ignored.
Comma-separated value files (filename.csv)

These should be standard ASCII CSV files, containing the x-y data in
the format:

x1,yl
x2,y2

oy
etc.

If the first line in the file begins with either a '# or the string 'ID: ', the
rest of that line is used as the 'Chemical Name' for the pattern.

Any subsequent lines beginning with the '#' character are ignored.

CIF (Crystallographic Information Format) files
(filename.cif)

The program contains a CIF-format translator that reads standard
version 2.0 Powder CIF files. Although the only data necessary for
SNAP is the x-y intensity data, the rest of the CIF information - such
as chemical names and formulae, author names and addresses efc. are
also retained in the database for reference purposes, and may be
viewed from the Pattern Editor window. Additionally, unit cell

16



Starting Automatic Mode

dimensions and contents are read in if present for use in Quantitative
Analysis mode.

For more information on CIF format files, see the IUCr website at:
http.://www.iucr.org/iucr-top/cif/pd/index.html

Bruker Raw Format files

The program can import data from Bruker RAW format. This is a
binary file-format, so cannot be edited or viewed in a conventional
text editor. There are several different types of RAW format; PolyS-
NAP M should be able to import all versions up to Version 4.

Although the only data necessary for PolySNAP M is the x-y inten-
sity data, much of the rest of the information stored in the file - such
as chemical names and formulae, author names and addresses etc. are
also retained in the database for reference purposes, and may be
viewed from the Pattern Editor window.

PolySNAP M Pattern files (filename.pat)

Patterns in PolySNAP M databases can be individually exported in
the program’s own .pat format. This format contains the original x-y
raw data, any processed data - e.g. the profile after noise removal,
marked peak positions and any other data fields present. Once saved
as separate files, they can then be re-imported to the same or a
different database at a later date.

2.2.2 Import all data files

Assuming no data files are present when the automatic mode run is
started, a screen similar to the following is displayed:

| File: Edt Tools Graph Pattern Window  Help

Shatu

Looking for datain: C:Mutariahsimple_teth Dutput files saved in
No known phases present C:iemph

B flles lnaded of a possible 96 Waiting for new dala files...

The location of the directory which the program is monitoring for
input data is displayed. The number of files expected, and the number
loaded so far are also given. It is possible to change these settings at
this stage by clicking on the Preferences button to bring up the
program options dialog described previously.

17



Clicking Exit Auto Mode returns the program to the usual interactive
mode, and cancels the automatic run. The user will be asked to
confirm that they did mean to select this option.

The Match Now option overrides any settings to wait for more
patterns, and causes the program to proceed directly to the next
phase. Again, the user is asked if they mean to pursue this course of
action, as it may cause some data files to not be imported.

If all file locations were correctly set, a database file is created in the
output folder defined earlier. This contains all the imported patterns.
Any output from PolySNAP M is saved in this same directory,
including the logfile, SNAPlog.txt, which describes the success or
otherwise of importing each datafile, the results of the matching and
clustering process, and other useful information.

Once files are found and imported, extra information is displayed at
this stage in the form of a list of imported files, and a graphical
representation of the most recent pattern to be imported:

L — [l
(=

The first file imported to the database is displayed by the top graph,
the most recently imported file is represented by the lower graph.
Other patterns imported can be displayed on the upper graph by
selecting the pattern of interest from the list.

Any files which could not be imported are recorded in both the
SNAPlog.txt, and the errorlog.txt file.

2.2.3 Examine the imported data files

Once all of the expected samples have been imported, the program
examines the patterns. Several steps are performed at this stage (see
also the flowchart in section 1.3 on page 5):

18



Starting Automatic Mode

1. Patterns are checked to see if they may be amorphous. This
involves calculating how much pattern would be left if all of the
background areas were removed, as well as how many peaks of
reasonable intensity there are superimposed on that background.

2. If known phase files were provided, the program compares each of
the imported patterns to each of the known phases. Any good
matches are recorded and will be displayed later.

3. For patterns that did not match any of the known phases
sufficiently, quantitative analysis is performed to establish if they
might possibly represent mixtures of more than one of the known
phases provided. The quantitative analysis techniques described in
the manual analysis section are performed with an additional step
which removes each suggested component in turn, to establish if that
improves or worsens the fit to the original pattern. In this way,
patterns that are incorrectly included can be weeded out.

2.2.4 Match all data files against all other data files

Upon commencement of this phase, a progress dialog is displayed:

Performing full-profile pattern matching...
38%

IDODEEm

The various matching tests selected are then performed, and this may
take some time, so patience is required.

2.2.5 Perform cluster and quantitative analyses

Once the matching has been completed, the results are passed into
the cluster analysis module, which then starts to try to group the data
into similar clusters, and estimate their number. Again, this may take
some time.

When more than 50 patterns are being examined, a progress bar is
displayed to give some information about how far through the
calculation is:

Progress

E stimating the number of clusters [zowl ]

7%
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Note that while the clustering is underway, the main screen display is
not updated in any way. Therefore, it may sometimes appear as if the
program has crashed or frozen, as it will not respond to the mouse or
keyboard during this process. Patience is recommended at this point.

2.2.6 Output results to file

Once the clustering is complete, a copy of the raw numerical results
from the matching is saved to the PolySNAP M output folder within
the current working directory in the file correlations.txt; other output
is saved to the logfile. Various other output files are also created,
which are described in Section 2.5.

20



Results Display

2.3 Results Display

Once the analysis is complete, the display screen is loaded and
results can then be examined in a variety of ways.

B e [ Took Diplay Patem o ek altt] x|

B o vt | B Coratognares | (B 20 Pt s = | [ 20 P P | [ P ot | [ i Lol |

FORMAT  FORMAZ  FORMAT  FORMAA  FORM ' FORMIY  FORMIA

FORMEY  FORMC?  FORMCI  FORMCA  FORMD]  FORMOS  FORMDS  FORMED

(N Y

FORMEZ ~ FORME]  FORMEA Ml [

In general the display consists of a display area at the top, in which
the style of view can be altered by selecting the different tabs running
along the top of the window.

The bottom half of the results display is an area giving information
on the currently selected sample file or files. This comprises relevant
textual information relating to the selected pattern, and a graphical
representation of the pattern profile. By default, the first pattern to be
imported is displayed at first. Note that the pattern information
display is by default common to all display modes.

Additional controls are available from the menus at the top of the
screen.

2.3.1 Display Options Overview

The various display modes available from the tab bar are as follows:

B8 el Display | B Denchograms | M8 2D Pt (MD5] | BB 30 Piot (PC&) | [ Mumerical Resuts | [ View Logfie |

The first four displays each provide separate and different
assessments of the number and types of groups of patterns presented,
calculated using the various different methods described below. As a
result, the groups suggested in each display mode may not
correspond to the groups suggested by another. It is the responsibility
of the user to determine which of the separate methods is providing
the best results. The more the results from different methods are

21



internally self-consistent, the more confidence there is in the overall
result.

Cell Display

This screen displays the results of comparing the samples with any
known phases provided, and any resulting quantitative analyses of
mixtures. (If no known phases are present, the Cell Display shows
the Dendrogram-plotted results in a different form - see
Section 2.3.5.1 for more information.).

Dendrogram

This screen displays the results of the cluster analysis of the patterns
provided.

3D (MMDS)

This screen shows the plotted results of performing metric
multidimensional scaling upon the distance matrix.

3D (PCA)

This screen shows the plotted results of performing principal
component analysis upon the modified correlation matrix.

N.B: If either the 3D (MMDS) or 3D (PCA) have two stars next to

their name, e.g:
1| 3 20 Fiot [‘

then this informs the user which method of the two has produced
markedly better results than the other for this particular run. If no
stars are displayed, then the methods are producing relatively similar
results, in terms of their reliability.

Numerical Results

This tab displays the numerical values returned from the Match All
process undertaken that compared each sample with every other
sample.

View Logfile

This tab displays all of the textual output written to the SNAPlog.txt
file during the importing, processing and analysis undertaken by the
program earlier. It is also updated automatically if the user manually
overrides any of the PolySNAP M results.

Each of these options are described in detail later.
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Results Display

With the exception of the the Logfile pane, all of the displays above
allow the selection of one or more sample data files; this is normally
done by clicking once on the sample of interest, which will then
become highlighted. Information regarding the selected sample will
then be displayed in the Sample Information pane at the bottom left
of the window.

2.3.2 Sample Information Pane

For a selected sample, the sample information pane displays relevant
textual information on the left, and a graphical representation of the
sample profile on the right. Although this information pane is always
available by default, it is possible to hide it if more screen space is
required to examine results in the graphical display areas of the
window.

Selecting Hide/Show Pattern Information from the Display menu
allows the information region to be hidden or shown as required.

“
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The right-most region shows the current powder pattern profile; it
can be zoomed in by using the mouse to drag a rectangle over the
relevant area:

1.00

10

The graph pane is part of a larger area that shows information
regarding the selected sample. To the left of the graph appears an area
with text information associated with that sample:

— Selected Sample: (1]
D ata file: 05039707 kxt

Angle Range: 204°-5504°
[rata Points - Raw: 2651 [0.02°]  Processed: 2650 [0.02%)
Iost similar to: None

Mazs: B0 mg | Sample Counts:
Reactor [dentity: 114 Max 1984.0
Total Volume: 1 ml

Salvent: Ethanol R
Salvent Ratio: 1 :

Counterion: Citric cid Edit Pattern. |
[aquenus]

Stirrer rate; 70 rpm ‘iew Frame... |
Initial kermp: Bl degC

Cooling R ate: 1 deg Cémin

|zolation Temp: 2061 deg C LI

Typical information displayed includes the data file location, the
angle range, the data points for the original raw data and once any
processing has been performed, the known phase most similar to this
pattern (if present), and finally other relevant information regarding
the sample preparation, if saved in the data file headers.

2.3.2.1 Multiple Selection

If more than one sample pattern has been selected in a given display
screen, the pattern information pane displays a list of the patterns

24



Results Display

selected, and shows their profiles plotted on top of each other for
easy comparison:

1
0
0.60
0

WINPT

To identify which profile corresponds to which sample, hover the
mouse over part of the line, until a tooltip appears containing the
sample filename:

Alternatively, selecting the Show Pattern Key on Graph item in the
Display menu brings up a visual colour-coded key:

Multiple non-contiguous selection is achieved by clicking on
multiple patterns with the Control key held down on the keyboard,
for example:

Individual patterns can be de-selected in a similar manner, and their
profiles will be removed from the graph.
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Alternatively, a continuous number of consecutively displayed
patterns may be selected by holding the Shift key down and clicking
on the first and then last pattern in the desired range, for example:

When multiple patterns are plotted, selecting Toggle Mode from the
right-click menu displays all but the most recently selected pattern in
the same colour, to allow easier comparison between one particular
pattern and several others.

2.3.2.2 Additional Pattern Options

More options for examining and editing patterns and their
assignations are available from the main program menubar. When an
individual pattern is selected, the Patfern menu is available. It
contains the following options:

|Pattern Window  Help
Edit...
Manual MatchfQuantitative 3

‘Wiew/Edit Nearest Known Phase...
‘Wiews Frame Image with GADDS. ..
View Pattern Using EVA. ..

Override Crystallinity Indicator...
Cyerride Mixbure Analysis, ..
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Edit...

Selecting this option, or clicking the Edit Pattern button causes the
standard PolySNAP M pattern editor to appear with the current
selected pattern loaded into it:
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Refer section 3.3.1 on page 76 for full Pattern Editor description and

functions.

Manual Match/Quantitative...

Pattern  Window Help
Edit...
Manual MatchfQuantitative

‘Wiew/Edit Nearest Known Phase...
‘Wiews Frame Image with GADDS. ..
View Pattern Using EVA. ..

Owerride Crystallinity Indicator...
Cyerride Mixbure Analysis, ..

Against Sample Database
Against Reference Database

This submenu has the options for matching the selected sample
pattern to either the rest of the sample database, or the database of
known phases (references), if present.

This opens a standard PolySNAP M Match window, allowing a
manual comparison or analysis to be performed on the selected
pattern. See section 3.4.1 on page 92 for more information on the

Match window.

View/Edit Nearest Known Phase...
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This option is only available if a comparison with a known-phase
database was done during the analysis. If so, selecting a particular
pattern and selecting this option brings up the following window:

Set Nearest Known Phase [

Selected sample:  FORM & [3].kt Matching results ko selected known phase:
[Green] Overall Rank: 0.943 /1.000

Spearman: 0.925 Kol-Smir. 0117

Beasinounhas I Bl j MI Parametric: 0.960  Para Peaks: 0953
(Blug) : e

1.00

0.a0

0.60

0.40

020 n )
uinu '\/\Juuw Piviie =

15.00 20,00 25.00 30.00 35.00 40.00 45.00 50.00

Cancel | Ok I

The selected sample is plotted in green, and the known phase the
program considers to be the best match to it is shown overlaid in
blue. The actual matching statistics are displayed on the top right.

To see how well the sample compares to any of the other known
phases provided, select the name of the phase from the pop-up list,
and click Change:

The pattern overlay, and matching statistics, will update to represent
the newly selected pattern.

To retain a changed assignation of a nearest known phase, click OK,
and answer in the affirmative to the presented dialog box.

To keep the program-calculated nearest phase, click Cancel.
View Frame Image...

If the original GADDS frame file corresponding to the current
pattern is available, and was saved in the same input data directory,
clicking the View Frame button or selecting this menu item will open
the Bruker GADDS software to display the frame image.

Note that this option requires both the GADDS software to be
installed on the local computer, as well as a script file,
DisplayFrame.slm, to be placed in the GADDS scripts directory. This
should have been done by use of the option Set GADDS... in the
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program options Automatic: Advanced tab, but if this menu item fails
to work, check that this file is correctly placed.

View Pattern Using EVA

If the current pattern was imported from a RAW format file, this
option allows it to be opened in the EVA software package for
examination. Note that EVA must be set up as the default editing
software for RAW files, and be installed on the local computer.

Override Crystallinity Indicator...

This brings up a dialog box allowing the user to manually override
the program-calculated crystallinity marker setting:

To overide the program assignation, mark this pattern as either Crystalline or
Mon-cryztalline:
Cancel | Mon-Crystalline |

The user can then choose to mark the currently selected pattern as
either Crystalline, or Non-crystalline. (The criteria for what the
program considers to constitute a non-crystalline phase were defined
earlier in section 4.6 on page 144).

It may be useful to view a list of all samples from a current run that
are marked as non-crystalline; this functionality is available from the

Tools menu option List Non-crystalline Patterns... described in
Section 2.3.15.1.

2.3.3 General Graphical Display Pane Options

The various graphical display panes - the Cell Display, Dendrogram,
Screen and two 3D plots - all share many similarities in their options
and controls, and are hence initially described together here.
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2.3.3.1 Display Controls Common to All Modes

To zoom in to a region of a graphical display, with the left mouse
button held down, drag a rectangle over the region you wish to zoom:

B ot Cinpt | ) Comciogparns | B 20 Pt vzt = | [ 50 Pt s | D shormmicd et | [ View Logite |

FORME

FORMAI  FORMA? FORMAI  FORMAA | FORMBI  FORMB?

FORMET oML

FORMEZ  FORMED  FORMEA MK METE

The screen will then redraw with the contents of the rectangle filling
the display area:

B Fle Edt Took Depley Pamen Window Heb al® x|

Pt 5= | [ 0 Pt | D st | I Vi o |

FORMAT FORMET

FORMCT FORMEE FORMED FORMDOT

To move the contents of the display window, for example to move the
contents up to see more results than will fit in the window by default,
hold down the A/t key on the keyboard, and drag the mouse in the
desired direction of movement.

2.3.3.2 Additional General Options of the Graphics Panes

Right clicking on the graphics pane causes the following menu to
appear:

Reset Yiew
Zaoom In
Zoom Out
Toggle Mode

Centre Selection
Deselect Al

Mz
Show Taolbar

Print...
Copy Chrl-C
Copy Selection, ..
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Reset View - This feature will return to the original view of the
display if it has been moved or zoom has been activated.

Zoom In - Will zoom in on the centre area of the current display.
Zoom Out - Will zoom out from the centre of the current display.

Toggle Mode - This feature switches between viewing the patterns as
Pie Charts or Stacks when in Cell Display mode, or between the full
and simplified views of the Dendrogram in that mode.

Centre Selection - The currently selected item will be centred in the
display.

Deselect all - Any patterns that have been highlighted in the display
will be de-selected with this option.

Show Toolbar - The optional toolbar at the top of the graphics pane
can be hidden or shown with this feature. The toolbar provides access
to most of the options available through the right-click menu; for a
full description see Section 2.3.3.3.

Print - The standard Windows print dialog box will appear, allowing
the current graphics display region to be sent to a printer.

Copy - The whole of the current graphics display will be copied to
the clipboard, and then can be pasted into any other standard
Windows program - for example, Microsofi Word.

Copy selection - This option allows smaller specific regions of the
graphic display to be copied. Click on Copy Selection, and then drag
a rectangle over the area to be copied: This area only will now be
copied to the clipboard, and can then be pasted in elsewhere as
required.

Other mode-specific display options (e.g. Show Grid/Show Labels/
Show MRP Marks are discussed under the relevant display section).

2.3.3.3 The Toolbar

The basic functions of the toolbar are illustrated below:

Centre Selection

Print and
Move Down Toggle Mode Copy

Move Left\‘ \ l /

Zoom in —>@l|®‘|®|-¢|{ﬁ~|a|%| 2| 4@ v|j & v|// v|4@|<— Change Font

A

Zoom out

—>

Reset View
Move up Line size
Move Right Colour
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Reset View - This feature will return to the original view settings of
the display.
B

Reset View
Deselect Al

Clicking on the small arrow next to the Reset View button allows
access to the options for both Reset View and Deselect All.

Zoom In - Will zoom in on the centre area of the current display.
Zoom Out - Will zoom out from the centre of the current display.

Toggle Mode - This feature switches between viewing the results as
Pie Charts or Stacks for Cell Display Mode.

Clicking on the small arrow next to the Toggle Mode button allows
access to the options for use on graphics panes where there are a Grid
or Labels displayed - these two options then allow them to be
switched on or off as desired.

Centre Selection - The currently selected item will be centred in the
display.

Move Left - The current display will move one unit to the left.
Move Right - The current display will move one unit to the right.
Move Up - The current display will move up one unit.

Move Down - the current display will move down one unit.

Print - The standard Windows print dialog box will appear, allowing
the current graphics display region to be sent to a printer.

B

Copy
Copy Selection...
Ta Printer...

Clicking on the small arrow next to the Print button can be further
used to access the Copy and Copy Selection options described above.

Line size - Clicking on the arrow next to the Line Size button opens a
pull-down menu with a series of options for line size numbered 1 to
5, with 1 being the thinnest and 5 being the thickest. A dot appears
next to the thickness currently selected. The line size options changes
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the thickness of lines on the graphical displays which may be useful
when preparing images for publication.

Colour - This option allows the colours of both the foreground and
background to be altered to suit the user’s requirements. Note that
these will be reset on the next launch of PolySNAP M:

Background: The default colour is black, simply click on the
down arrow next to the colour box and select Background:

& -3

Foreground
BrES

This will now display the colour palette from which a colour
can be chosen.

Color 2] x|

Basic colors:

T
I
EETEN
EEEEN
EEEEN
o

Custorn colors:

EEEEEEEN

EEEEEEEN

Define Custom Calors > > |

Cancel |

The colour selected here will then be applied to the background
of the current view. Note that it may be useful to change the
colour of the background to white before printing.

Foreground: The foreground selection is performed in the
exact same way as the background, only this time selecting
Foreground from the options presented:

o[- 2
Background

BrES !g

The foreground option will alter the colour of the text or axes
used in the current display.
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Font - Finally clicking on the Font button will open a standard font
options dialog box:

Fort x|

Fan

Font style: Size:

[Bold 12 oK
N[ T
Eold Italic Cancel |

Tahoma

Terminal
Times Mew Roman
€} Trebuchet M5
) Verdana it
() ‘webdings ;I LI
~Sample—————————————
| AaBbYyZz
Script:
IWestern __VJ

This can be used to select the format of the text that will appear on
axes labels, plot headers and pattern labels.

2.3.3.4 The Display Menu

Further options to control the output screens are available from the
Display menu:

esults Display]
i | Display Pattern ‘Window Help

v Show Pattern Information

Show Pseudo Cell Display

v Show Dendrogram Colours on 3D plots

| v Show Amorphous Samples on 30 plots
v Show Sample Labels IF Available

Show Pattern Key on Graph

Show Graphics Toolbars
v Show Mormalised Patkern Profiles
v Show Processed Pattern Profiles
v Show Calculated X-Shift

Offs erlaid Path

o

30 Flat [PE4) |

an X-axis

on y-axis

Show Pattern Information, Show Pseudo Cell Display, Show Pattern
Key on Graph and Show Dendrogram Colours on 3D plots are
discussed elsewhere.

Show Amorphous Samples on 3D Plots

This toggle determines if samples that are flagged by the program as
being amorphous are shown or not on the standard 3D plots. It is only
enabled when more than one pattern is labelled as amorphous. In

34



Results Display

some cases, hiding such samples can make the plots appear quite
different - this is often especially the case in the PCA plot.

In the examples shown here the majority of the patterns are
artificially 'flattened out' by the extreme distance between them and
the amorphous; removing the amorphous allows for a better
representation of the distances between the remaining patterns.

Show Sample Labels if Available

If the sample filenames are of the form where some form of sample
ID is contained within the filename, then that information can be
extracted and displayed to help identify the samples.

For example, with this option turned off, a typical display might
resemble:
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Whereas with the option turned on, the display would look like this:

The default for this toggle is on.

Note that all the files in a given dataset must have the same consistent
format for Well IDs to be displayed. See the Options and Defaults
section for details.

Show Graphics Toolbars

This toggles the toolbar displays which are available on some of the
graphics panes. The setting is persistent for a given run, but may be
overridden temporarily by means of the Show Toolbar option
available in the right-click pop-up menu of most of the different
displays.

Show Normalised Pattern Profiles

This option toggles the graph pane between displaying all profiles on
a common intensity scale, where the maximum value is always 1.0,
to displaying the profiles with their maximum intensities as recorded
in the original data files. The default for this toggle is off.

Show Processed Pattern Profiles

This option toggles the graph pane between displaying all profiles
with any processing - such as background subtraction or smoothing -
or in their unprocessed original form. The default for this toggle is
on.

Offset Overlaid Profiles -> on x-axis, on y-axis

The two options in this submenu may be selected independently of
one another. They control how patterns are displayed when more
than one profile is shown on the graph pane at a time.

By default, overlaid profile traces are plotted directly on top of each
other. By using these display toggles however, they may be plotted
with a slight offset in either the x- or y-axes, or both. This may enable
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differences or similarities between the patterns to be observed more
clearly.

For example, the screenshots below show first, several directly
overlaid patterns, then the same shifted in the x, and then in the y, and
finally shifted with both options turned on:

150 0.0 5.0 ann

Note: it is important to remember to check that the x-shift option is
turned off when trying to see if the peak positions of two patterns
coincide or not!

2.3.4 Cell Display

This display mode is the default display choice.
X N N N N N N N N N

ca 4 (2 Ch 7 ca clo ch ciz

FOHMA[T
FORME[1
C15

cl4 Ci6

FOMME(
Other

The Cell Display comprises of a pane in which the patterns loaded
are each represented by an individual pie chart. Each pie chart is
colour coordinated to group together similar patterns.
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The cell display can be shown in either of two modes - as standard
pie charts (the default), or as 'stacks'":

To switch between the two view modes, right-click on the display,
and select Toggle Mode from the resulting menu.

Depending on the presence or absence of known phases for a given
run, the colour-coding is obtained from two different sources.

If known phases are available...

When a database of known phases were provided to compare the new
samples to, the 'key' on the left hand side of the display shows a list
of those known phases, with the labels shown generated from the
relevant pattern filenames:

Each known phase has a unique colour assignment; and in addition
colours are shown for patterns considered to be either non-
crystalline/amorphous (4dmorph.) or unlike any other known pattern
provided (Other).

Each individual pattern that corresponds to a known phase (i.e. one
that gave good matching statistics when being compared to a known
phase) is given the same colour as that known phase - for example, in
the screenshot above, the patterns that matched well to Form B are all
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the same colour of yellow. All of the patterns that match to Form B
can be selected at once by clicking on the colour in the key:

(e o
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ot | Sy e v U Y A o~ v vy ey v s
L A 22 Sk = AL

R i )

A pie that contains multiple colours (e.g. sample P21 above)
represents a pattern which is thought to be a mixture of two or more
of the known patterns, and the colours within the pie-chart again
correspond to the phases thought to comprise it. Allowing the cursor
to hover over a particular component of a mixture brings up a tooltip
describing which phase and in what amount:

.
k P14, phase Forméa, 43%

' Z
4
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If no known phases are available...

On the other hand, if no known phases are available what appear to
be similar results are displayed:

However, there are subtle and very important differences. The colour
of the pies obviously no longer correspond to those of known phases,
the colours are now merely representative of patterns which are
similar to each other. In the example above Pies 1, 2, 3 and 4 are
similar to each other as are 5, 6, 7 and 8. Pattern 21 is dissimilar to all
the other samples, as it is a colour not shared by any other samples.

This information is generated from the cluster analysis results as
presented in the dendrogram view (see the next section). As a result
of this, a warning message is displayed that the results shown are no
longer determined separately, but are merely clustering results
presented differently:

L e —
Mate: &3 no reference phases were provided, this display is generated from the Dendrogram plat, at cut-level 0.4607

Because clustering results are being used, the groups shown are
entirely dependant on the cut-level used on the dendrogram display.
The cut-level is discussed in more detail in Section 2.3.5.1, but it is
important to note that when no known phases are present, altering the
cut-level or otherwise editing the dendrogram display will cause the
cell display colours to be altered and updated accordingly.

This display mode can also be accessed when known phases are
present, by means of the Show Pseudo Cell Display option in the
Display menu.
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Note that once a particular well is selected, the wells on either side
can be selected in turn by means of the left and right arrow keys, thus
allowing for quickly scanning through multiple patterns.

2.3.5 The Dendrogram

The dendrogram display can be accessed by clicking on the
Dendrogram tab along the top of the display window.

The dendrogram provides a visual means to display the results of the
hierarchical method of data classification using cluster analysis. The
dendrogram itself takes the form of a tree-diagram in which each
single terminal branch is representative of a single object (in this case
an individual pattern from the data input).

The initial cut point is set by the program, and is shown by the yellow
horizontal line. Upper and lower confidence limits on this cut-level
are shown with yellow dotted lines where appropriate.

D

Each pattern is numbered along the bottom axis of the dendrogram.
Each number is the same as in the other displays - for example,
number 1 on the dendrogram is the same pattern as number 1 in the
cell display.

Each pattern can be selected by clicking on the box above its number.
When a pattern is selected, the sample information along with its
pattern profile is displayed in the bottom half of the display window.
Multiple patterns can be selected by holding down the Control key
and clicking on different patterns.

Note that once a particular pattern is selected, the patterns on either
side can be selected in turn by means of the left and right arrow keys,
thus allowing for quickly scanning through multiple patterns.

The view of the dendrogram can be zoomed in on by dragging a
rectangle over the relevant area with the left-hand mouse button
down as with the graph and cell displays.
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The position of the dendrogram position on the horizontal axis can be
altered by holding down the A/t key and moving the mouse left or
right. This can be useful if the zoom has been used and the whole tree
no longer fits on the screen at one time.

Patterns are joined together by a series of lines. The further up the
similarity axis (y-axis) the patterns are joined, the less similar they
are. Therefore, in the screenshot above, patterns 1 and 3 are joined at
a high level of similarity (nearly 1.0), and are therefore very similar,
whereas patterns 1 and 12 are not joined until a similarity of less than
0.4, indicating a large difference between them.

Given the calculated similarity between patterns, it is then possible to
categorise similar patterns as belonging to the same cluster. This is
done by drawing a horizontal line across the display at a given
similarity level - this is called the cut-level.

The optimum cut-level is determined by PolySNAP M using a
combination of several different techniques in order to determine the
number of clusters that statistically best represents the data given.
These techniques include principle component analysis, metric
multidimensional scaling, the C-H test, gamma statistics, efc.

The cut-level is then drawn on the dendrogram, and different patterns
which are grouped together below this line are considered to be
similar enough to be thought of as being in the same cluster:

S
i
m
i

|
a
r
i
t
Y

In the screenshot above, the horizontal cut-point is set at around 0.72,
and 1s therefore considering patterns 1, 3, 2 and 4 to be in one cluster,
whereas 13,14, 15 and 20 are in a separate and distinct one.

The different clusters are colour coded, and if no known phases are
present, these dendrogram results are used to generate a pseudo-cell
display (see Section 2.3.4). In this case the colours used here will
correspond to the colours in that display. Optionally, the same colour-
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coding can be used to help interpret the results in the various 3D
plots.

The Toggle Mode option, accessed through the right-click menu,
redraws the dendrogram with only the first, last and middle patterns
of each cluster shown. This allows easier interpretation of a crowded
display when many patterns are being analysed. Note that while
showing the simplified dendrogram, the cut-level and other
modifications cannot be made. A label is displayed on the top-left of
the display to indicate that the display is in simplified mode.

It is possible to toggle the showing of the axes on and off using the
Show Axes option, accessed through the right-click menu.

2.3.5.1 Modifying the Dendrogram
-Changing the Cut-level

If the program-calculated cut-level is not considered to be correct, it
can be overridden by the user. This is done by holding down the Shift
key and left mouse button, while dragging the mouse up or down.
The cut-line on the dendrogram display will move, and the cluster
colouring will update in real time. For example, moving the cut-level
up to around 0.1 results in the following:
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Note that the colour assignations have updated accordingly. If the
user chooses to retain this change when closing the dendrogram
display or switching to another display pane, then the pseudo-cell
display will be updated accordingly, and the modification noted in
the program logfile. If the change is not retained, the previous value
is kept.

[In addition to this method, if a mouse with a scroll wheel is used, it
is possible to just click once in the display area with the left mouse
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button, and then move the mouse wheel up or down to move the cut-
level indicator.]

-Manually changing the contents of clusters

PolySNAP M makes its assignation of the contents of clusters using a
combination of powerful statistical techniques. It should not
normally be necessary to override its results, but for the occasions
when this is necessary, it is possible to reassign either a single pattern
or group of patterns manually.

To do this, hold down the Shift key and click and hold down on the
vertical line attached to the pattern or sub-cluster required to be
moved:

Continuing to hold both the Shift key and mouse button, drag the unit
to the desired location. To add it to an existing cluster, release the
mouse when the cursor is over the area the sample is to be added to:

To create an entirely new, separate cluster, drag it to an empty space
between existing clusters:

To cancel a drag operation part-way through, it is only necessary to
release the Shift key.

A ome-step Undo is available for this method of altering the
dendrogram, if for example a user changes their mind, or a cluster is
incorrectly joined. To do this, right click on the dendrogram, and
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select Undo from the pop-up menu. Note that only the most recent
operation can be undone.

The only way to be able to undo multiple operations is to choose not
to save the changes to the dendrogram when closing or switching the
window; that way the original dendrogram will be retained and
shown the next time the results are examined.

When changes to the dendrogram are saved, the changes and the
resulting new clusters and corresponding component patterns are
listed in the program logfile.

2.3.5.2 Saving and Reverting Changes

When another tab is clicked on after the dendrogram has been altered
in one of the ways described above, the following message is
displayed:

Tree

& Save changes to dendrogram?

Selecting No will cause any changes to be discarded, and the
previous version of the dendrogram, prior to any manual changes,
will be retained.

Selecting Yes causes the changes made to the dendrogram to be kept,
and also be recorded in the program logfile. Changes to the
dendrogram can also be saved at any point using the Save Modified
Tree option in the right-click menu.

Reverting to a previous dendrogram:

Because the program retains earlier saved versions of the
dendrogram, it is possible to revert to them if required at a later stage.
This function is accessed through the 700ls menu option Undo
dendrogram modifications... Selecting this option brings up the
following dialog box.

If more than one set of changes to the dendrogram have been saved,
the user is offered the choice between the original, program
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generated tree, and the most-recently saved previously modified
version of the dendrogram:

Fevert the dendrogram cut-level and clusters to original or last-saved uzer
modified version?
Cancel | Modified | i Original

Selecting Cancel retains the current version with no changes.
Selecting Original reverts to the original version. Selecting Modified
causes the current, modified dendrogram to be replaced with the
most recently modified saved changes.

2.3.6 3D Plot (MMDS)

This option displays the results of metric multidimensional scaling
which make use of distances between objects calculated from the
correlation matrix generated by the matching process to produce a
three-dimensional spatial representation of the samples. Each point
which appears on this spatial representation corresponds to one of the
patterns. The closer two points appear on the plot, the more similar
the patterns are, and the more different an object is to another the
further apart they will appear. Therefore groups of similar patterns
appear to cluster together.

The multidimensional scaling performed is based on calculated
proximities rather then observations. First for »n patterns, we generate
an (n x n) distance matrix D based on dissimilarities, J., = 1,2,....,n,
computed from the correlation matrix. Each object is compared
against itself and every other object. The result of an object being
paired against itself gives a dissimilarity of zero, which corresponds
to the diagonal of the matrix. The goal of this method is to derive a
set of underlying dimensions, with co-ordinates that should create a
Euclidean distance matrix, which in turn should be the same or very
close to the 9., of the original D.

The initial view of the 3D plot shows only the X and Y axis - the Z
axis lies in projection.
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In the Display menu, the option Use Dendrogram Colours on 3D
Plots is available. When this item is selected, a check mark appears
next to it in the menu, and the individual points plotted on either of
the 3D plots are coloured to correspond to the colour groupings
shown in the Dendrogram plot - e.g. if samples 11, 12 and 13 are all
in the same cluster according to the dendrogram, they will all be the
same colour - green:

In the 3D plot, they will all still be coloured similarly:

Changing the dendrogram cut-level causes the colours in the 3D plots
to be updated.. A small numerical label in the top-left corner of the
display gives an indication as to the goodness of fit of these results.
Numbers close to 1.0 suggest that it is a good fit, and low numbers
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suggest that caution may be required, or that the program had trouble
adequately partitioning the data.

Note that as the number of samples increases, the average GOF score
will decrease.

The orientation of the 3D plot can be altered by holding down the
Shift key and dragging the mouse in any direction as desired; the plot
rotates as shown below:

In the above plots it can be seen that there are 4 or 5 clusters
depending on P16 and whether it can be considered to belong to an
adjacent cluster or not.

A variety of views can be achieved to gain a better understanding of
the distribution of the pattern data points in the three-dimensional
space.
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As in the other graphics screens, any particular area of the 3D view
can be zoomed in by dragging a rectangle over the relevant region:

The powder pattern corresponding to each display point can be
selected by clicking on it, this in turn updates the pattern information
display in the lower portion of the window.

The points representing the patterns can be enlarged or shrunk to suit
any zoom level by holding down the Ctrl key and moving the mouse
either up or down. An upward movement will reduce the size of the
spheres, a downward movement will increase the size.

The 3D plot position itself can be translated by holding down the Alt
key and then moving the mouse in any direction as required.

The drawing quality of the spheres can be altered if needed - with
many points plotted, working with the display can be much faster if
the rendering quality is reduced (this is especially the case with
lower-powered graphics cards). To do this, with the 3D display
visible, press the F2 button on the keyboard:

Rendering
Fendering Quality: [ | J—
1 10
Tranzparency: [ | j—
1 10

T
Light Diirection: I r ’— R ‘r
B

Fes

Moving the slider causes the drawing of the spheres to update in real
time, so the effects of a particular setting can be easily seen. The
chosen quality setting is saved and used from that point on. The
higher quality settings can be useful when preparing screenshots for
use in reports or for publication.
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Further options can be accessed by right clicking on the display area
to show the standard pop-up menu. Options relevant to the 3D plot
include:

Find Item...
Findttem |

Find Item:

%' By label " By sequence
[ Match case
[ selecting found exclusively

I | Centeting selecked item

Find I Cancel |

This brings up a dialog box allowing a particular pattern of interest to
be located on the display by means of its index number, or label as
appropriate.

Additional options allow the pattern to become automatically
selected when found - thus updating the pattern information display,
and optionally centred in the display. This is useful when dealing
with large numbers of patterns, as locating an individual pattern of
interest on a crowded plot can be difficult.

Show Grid - the grid which appears in the 3D plot can be hidden or
displayed.

Show Labels - the labels which appear next to the plotted points can
be turned on or off with this option. This may aid in seeing an overall
clustering pattern when the display is crowded with many points.
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Show MRM Marks - the Most Representative Member in each cluster
can be highlighted if required with this option. it appears on the
display as a normal pattern with several 'spikes' coming out of it:

These spikes can be hidden or shown by means of this menu option.
Clicking on an MRM sphere brings up a dialog box containing
information about the mean pattern-pattern distance for that
particular cluster. The smaller the distance, the tighter the cluster.

MRM

FORMD4 : MR of the cluster
Mean Member-tdember Distance = 0.0510

Show Top View - this option brings up a small simplified overview of
the plot in the lower right hand corner. It can be useful for orientating
yourself when zoomed into the display:

Render as Dots and Transparent alter the way the spheres are plotted
as shown in the diagrams below. This can be useful to identify if for
example, a single pattern of one colour is hidden within a group of
another patterns:

Mask Group
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This option is useful in a crowded display with lots of different
clusters overlapping each other - select the Mask Group option, and
the next cluster you click on is temporarily removed from the display.
A key in the top left corner shows the colour of the hidden cluster. To
restore the cluster, deselect the option from the menu. Alternatively,
click on a different colour, and that will be hidden instead. Only one
cluster at a time can be hidden.

D( Fit =099 Hiding-picked-group

With the Mask Group option selected, pressing the spacebar toggles
between hiding the selecting group and showing everything else, and
hiding everything else and showing just the selected group. The left
and right arrow keys can also be used at this point to cycle through
and have each group selected in turn.

Popup Group

This option can be used to bring the whole of a particular coloured
cluster to the front of the display, so it can all be seen at one time. A
key in the upper left shows the colour of the selected group.
Deselecting this option returns the display to normal.

& Fit - 0,99 Popup-picked-group

Drag Labels

With this option toggled on, the display is fixed and cannot be rotated
or zoomed. Therefore, it is necessary to use the normal zooming and
rotation controls to select a suitable view angle before selecting this
option. Once selected, all of the pattern labels on the display can be
moved individually by clicking on them and dragging to the required
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new location. This allows for neater diagrams to be created when
required for a report.

2.3.7 3D Plot (PCA)

The plot drawn here is based on the results from principle component
analysis of the modified correlation matrix. The use and interaction
options available for this plot are identical to those for the 3D Plot
(MMDS) described in Section 2.3.6.

2.3.8 Numerical Results

This pane is used to display the pattern correlation matrix. If there are
a large number of patterns then the entire matrix may not fit within
the display, and scroll bars will be displayed along the side and
bottom of the table.

T ot vt | I Coraograns | B B8 0 pa o [
Tk ([ i

et | EY e Lo |
P (YT ([ i

If the program was run with the Allow Offsets option turned on, an
additional file, correlations offsets.txt will also be created in the
output folder. The results from it can be seen by selecting a particular
cell, and then allowing the mouse to hover over that cell for a second,
until a 'tool-tip' appears. This contains two numbers in the form
(ag,a7), where a is the amount of linear offset applied, and a; the
amount of non-linear offset applied.

A diagonal line of 1 should be present to show the result of each
pattern matched against itself. Clicking on the / for each pattern will
produce the profile and information for that pattern in the relevant
area below.
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For comparison purposes two patterns can be overlaid on each other
by clicking on a number above or below the line of /.

Rank: FORM & [2)[FORM & (3] FORM & [4]fFORM B (2] FORM B (3]
FORM & [2] 0.8592 0.9038 0.3pa7 0.4366
FORM & [3]] 0.8592 1 0.8885 0.3)84 0.4531

KEORM & (4303 TrEaaT t L2914 0.4855
FORM B [2]] 0.3387 0.3184 0.2914 1 0.8482
FORM B [3]| 0.4366 0.4531 0.4855 0.8482 1

For example if 0.2914 is clicked on as highlighted above, the graph
of FORM A (4) and FORM B (2) will be displayed, one overlaid on
the other in the graph pane:

] |l |

Lot —

This allows a visual comparison to help decide if the matching results
displayed are sensible or not.

Right clicking on the matrix of results will produce the following
options:

Ut
Copy
Paste

Show Difference Plot...

Save A,

Print:

Print Selection, .

Clicking on Copy (or alternatively selecting Copy from the Edit
menu) will copy the contents of any selected cells to the clipboard.
To copy only part or all of the results, drag a rectangle over the
desired numbers, a blue highlight region will appear indicating the
numbers selected. Now right click to produce the options and click
on Copy.

Note that the numbers in this window are not editable in any way.
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The Show Difference Plot... option brings up a new window with a
plot showing the difference trace between the two currently selected
patterns, for example:

x
i~ Difference Spectum of; .
Test Pattern: FORM & [4] R Erint... | Close |

Databaze Pattern:  FORM B [2] Rl
[shown as 100 % of total pattem]

1.00

050

D_DDM”\MA;’\”MM o o, e S—n
Y

050

15.00 20.00 25.00 30.00 35.00 40.00 45.00 50.00

2.3.9 View Logfile

The results of the file import, processing, pattern matching,
clustering efc., and any subsequent changes to the results are written
to a file in the output folder named SNAPlog.txt. It is the contents of
this file which are displayed in the View Logfile Pane:

B cotispiny | [ Comograes

HAF-10 vZ kuto-mode
itarted by

| B 0 | B Y Lot |
ted at 30-11-2005 160351
40" i Somain

“WORKGROUP

11-30-2005 par

un pesk threshald D05
st 301172008 16:03-%

A scroll bar appears on the right hand side of the pane to allow the
user to view all of the text, as the output is normally quite long.

The text can be copied to the clipboard and pasted to other
applications by selecting the relevant text to highlight it and then
right-clicking in the text pane:

0t
Copy
Faste

Save As...
Print
Print Selection...
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Click on Copy to copy the text (alternatively choose the Edit menu
and click on Copy). Note that the Cut and Paste options are
unavailable, as the logfile cannot be edited manually.

The Save As... option causes a standard file saving dialog box to
appear

save s 2]
o ¢ @ckE-
[5MEPAD v2 Loatile e =l Save |
[ Tent Files [-.t) =l Cancel |,
7|

This allows a copy of the current logfile to be saved to a new file.
Select the desired location for the file, edit the filename if required.
The format for saving is an ASCII text file (*.txt)

The Print... option brings up the standard Windows print dialog box,
allowing the current selection of the logfile output to be printed.

2.3.10 Other Display Tools

Tools Display  Pattern  Window Help
List Mon-crystaline Patterns. ..
List Mixture Patterns. ..

List Pattern Cluster Members. ..

Export Pattern Clusters. ..

List Mosk Representative Patterns. ..
Undo Saved Dendrogram Modifications. ..

2.3.10.1 List Non-crystalline Patterns...

This option, accessed through the 7o0ols menu, allows the user to
examine a list of any patterns that the program has marked as being
possibly non-crystalline when it has examined them.
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Selecting it brings up a display window:

oo e, - W I, 5 S S PV .

S |

The upper region is a grid showing the pattern names, number of
peaks, and approximate percentage amorphous content. The larger
this value, the more likely the pattern is to have an amorphous
content.

Selecting a pattern in the list (by clicking on it once) updates the
profile display in the lower region of the window to show what the
pattern profile actually looks like. If the Show area used for
amorphous indicator calculation checkbox is selected, then a second,
green trace shows the rough profile that would be left if the program
subtracted out everything it thought was amorphous from the pattern.

If the user considers that the program has made an error in marking a
particular pattern as non-crystalline, they may override this by
clicking the Unmark button on the lower left. This action is recorded
in the program logfile.

It is also possible to do the opposite, and mark a pattern as
amorphous; for information on how to do this, see Section 2.3.2.2.
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2.3.10.2 List Mixture Patterns...

Selecting this option from the 700ls menu brings up a new window:
=10/

List of les thought to be mizhures:
AR NR IO I MRS i~ Selected Pattern Components:

Index Sample
14 MIXTURE 2.tat
15 Minture.tat

Phase Percent |Enar
Formd, txt 43.30 39.80

FormnlC. bt 26.00 33.40
FarmnD et 31.70

Yiew Residual |

1.00
0.sn A
| |
I I
NEIET IR

W TR e e R

18.00 20,00 2500 30.00 35.00 40,00 4500 R0.00
Cancel | 1]4 |

This consists of an upper region listing all of the patterns marked as
mixtures, and a lower graph-pane region. Selecting a particular
pattern from the list causes it to be displayed in the graph pane, and a
list of which known phases are thought to make it up are listed in the
display area. Clicking the Residual button opens a PolySNAP M
window to allow comparison of a simulated pattern created from the
suggested phase components, and the original sample.

N.B. this option is only available when powder patterns for known
phases were provided.

2.3.10.3 List Pattern Cluster Members...

This option is available only when the dendrogram is being
displayed, and generates a list of the current members of each cluster
suggested by the cluster analysis, according to the current saved
dendrogram cut-level.

58



Results Display

If the list of cluster members is short enough, it is displayed as a
message box, which can then be dismissed:

The current clusters at cut-level 0.744:

Group A
Sample# 1 FORMALkbxt.
Sample# 3 FORMA3.bxt.
Sample# 2 FORMAZ.bxt.
Sample# 4 FORMAdbxt.

Group B:
Sample # 13:  FORMDIbxt.
Sample # 14  FORMD3.bxt.
Sample # 15:  FORMD4.bxk.
Sample # 2@ MIRT2.txt.

Group C;
Sample #
Sample #
Sample #
Sample #

FORM E1.bxt,
FORM EZ.txt.
FORM E4.bxt,
FORM EZ.txt.

Group D;
Sample #
Sample #
Sample #
Sample #

FORM B1.bxt.
FORM BZ.txt,
FORM B4.bxt.
FORM B3.txt.

A

Group E:
Sample # 20:  MIETLbxt.

Group F:
Sample# 9 FORMCLbxt.
Sample # 10:  FORM C2ibxk,
Sample # 11:  FORMC3.bxt.
Sample # 12:  FORM C4.bxt,

If the list of members is too long for a standard message box, it is
automatically added to the end of the program logfile, from where it
can be copied into a report or other program as required.

2.3.10.4 Export Pattern Clusters...

This option brings up a dialog box allowing the list of pattern clusters
to be saved to a text file for use elsewhere.

2.3.10.5 List Most Representative Patterns...

This option is only available when either the MMDS or PCA plots
are being displayed. Note that the calculation of MRPs is specific to
the type of plot displayed, so different results may be obtained from
each of the two methods. Different results will also be obtained if the
dendrogram cut-level is adjusted manually.

A list of the pattern indexes and filenames for the most representative
patterns in each cluster to have 3 or more members is shown in a
dialog box on the screen. A copy of the list is also automatically
added to the logfile when this option is selected.
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2.4 Other Menu Items

Close Window in the File menu closes the automatic analysis results
window. The user will be asked if they wish to retain any unsaved
changes to either the dendrogram.

The Edit menu, in addition to giving access to the standard text
editing controls (Cut, Copy, Paste, etc.) also allows access to the
program defaults and preferences through the Options item.

The Window menu contains the following items:
Window List (submenu)

This submenu lists all of the currently open windows within the
PolySNAP M program. Selecting a window from the list brings it to
the front.

View Error Log

This option opens a new window containing an edited version of the
PolySNAP M logfile, which contains only lists of errors or problems
that have occurred during a run of the program:

% Log File L 10l =|
I

Error while parging pattemn C:\testbatchD atahFORM A [3).tst for sample information.
Error while parzing pattemn C:\testbatchD atahFORM A [4).tat for sample information.
Error while parging pattemn C:\testbatchiD atahFORM B [2).tst for sample information.
Error while parzing pattemn C:\testbatchiD atahFORM B [3).tst for sample information.
Error while parging pattemn C:\testbatchiD atahFORM B [4).tst for sample information.
Error while parzing pattemn C:\testbatchiD atahFORM C [2).tat for sample information.
Error while parzing pattern C:\testbatchiD atahFORM C [3).txt for sample information.
Error while parzing pattern C:\testbatch\D atahFORM C [4).tst for sample information.
Error while parging pattern C:\testbatch\DataVFORK D [3].tat for zample information.
Error while parging pattern C:\testbatch\Data\FORM D [4).t«t for zample information.
Error while parzing pattemn C:\testbatchiD atabFORM E [2).tst for sample information.
Error while parging pattemn C:\testbatchiD atabFORM E [3).tst for sample information.
Error while parging pattemn C:\testbatchiD atahFORM E [4).tst for sample information.
Error while parzing pattern C:\testbatch\D atabMIXTURE 2.tk for zample information.
Error while parzing pattemn C:\testbatchD atahMisture. bt for sample information.

Mo erors detected.

Error log file clozed at local time: 16:26:02 and date: 07-0ct-2002

[The time difference with respect to GMT [UTC) i +60 minutes.]

=

It may be a useful aid in the determination of where any problems are
occurring.
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View/Edit Reference Database

This option opens the current database of known or reference
patterns (if present) in a standard PolySNAP M database window:

2% C: testbakch',SNAPRun 10-07-2002.par

g [l

— Databasze Infarmation

M ame:
Mumber of items: 15

C:\bestbatch SMAPYR un 10-07-2002. par

2-theta display mode

Pattern Mame/D
FORM & [3] b=t
FORM & [4].tat
FORM B [2].tst
FORM B [3).tat
FORM B [4].tat
FORM C [2).tat
FORM C [3).tat
FORM C [4].tat
FORM D [3).t=t

Import... | Export... |

Filename -~

FORM & [4].bat
FORM B [2].tst
FORM B [3].tat
FORM B [4].tat
FORM C [2].tst
FORM C [3].tst
FORM C [4].tat
FORM D [3).t=t LI

Match | Bemove | Edit I

It can then be examined, edited or used as a basis for a manual match
or analysis procedure as required. For more details see section 3.4 on

page 92.

View/Edit Sample Database

This option opens the current database of imported patterns in a
standard database window. It can then be examined, edited or used as
a basis for a manual match or analysis procedure as required.

The Help menu contains the following relevant items:

View Manual

This option opens a new window containing a PDF version of this
manual that can be searched, displayed or printed as required.

About PolySNAP M
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Selecting this menu item brings up a screen describing the running
version of PolySNAP M, and includes useful information such as the
version number and build date:

£
PolySNAP M

tematic Non-j

Analysis of Patterns
UNIVERSITY Version 2.0.0 Build date: 17-Mar-2005
‘f This program was conceived, designed and written by:
GLASGOW G. Bar, . Dong, C. Gimaore and J. Paisley.
We S tc H E M [] 1999 - 2008, The University of Glasgow.

References:

Bar, G.. Dong, W, & Gilmore, C.J. (2004). o/ dand Sreer 37, B74-882,

Bar, G.. Dong, W, & Gilmore, C.J. (2004). o/ dand Srer 37, B58-664.

Gilmore, C.J.. Barr, G. & Paisley, J. [2004). ./ dand St 37, BES-EES.

Barr, G., Dong, ., Gilmare, C.) & Faber, J. (2004). o dand e 37, 635642,
Gilmore, C.J.. Barr, G. & Paisley, J. [2004]. ./ dand St 3F, 231-242,

Bar. G.. Dong, W, & Gilmore, C.J [2004). o/ dand S 3F, 243252,

For support, bug reports or suggestions:
E-mail: snapt@chem. gla.ac.uk System Info...
Faw: +44 (0] 141 330 4419




Output Files

2.5 Output Files

An average run of PolySNAP M creates a variety of different files in
the selected output folder. This section lists and describes the most
important of them:

Run_xx-yy-zz.par

This is the database file containing copies of all of the original data
files. It can be opened and examined manually in manual analysis if
required. The file was created on the date xx-yy-zz.

Known_phases xx-yy-zz.par

This is the database file containing copies of any individual known
phase files. It can be opened and examined manually in manual
analysis. This file only appears if known phases are being used, and
they are not already in a database file. The file was created on the
date xx-yy-zz.

SNAPlog.txt

This file is added to continually while the program is running. It
consists of a record of program operations and any user alterations to
the program-generated results. It can be viewed from within the
program, or in any text editor.

Errorlog.txt

This file is a very abbreviated version of the logfile, containing only
records of problems or difficulties encountered during data import,
processing, or pattern analysis. It can be viewed from within the
program, or using any text editor.

correlations. txt

These files contains the numerical values from the sample matching
process, where every individual pattern is compared to every other
pattern. It is these numbers which are displayed in the Numerical
Results pane of the Display window. Values can also be examined by
viewing this file in a spreadsheet program such as Microsoft Excel.

Dendrogram.dat Dendrogram_modified.dat
Dendrogram_original.dat Dendrogram_disused.dat

The output file containing data for the dendrogram display is saved
as Dendrogram.dat. If the user then makes and saves changes to the
dendrogram, the  original output file is  renamed
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Dendrogram_original.dat. If further changes are made and saved, the
previous version of the file is renamed Dendrogram modified.dat.
Should the user later choose to revert to an earlier version of the
dendrogram, the appropriate file is renamed to Dendrogram, and the
current, unwanted version renamed as Dendrogram disused.dat.
Both Dendrogram_disused.dat and Dendrogram_modified.dat retain
only the most recent changes, and may be overwritten. The original
results file is never overwritten, and can be returned to at any time.

Pie.dat and Pseudo pie.dat

If known phases were provided, Pie.dat contains information used by
the cell display to show colour-coding and mixtures compared to
known-phase patterns. If no known phase files were provided,
Pseudo pie.dat contains the current dendrogram groupings
reformatted for display in the cell context. If filename information
was used to label the cells with the correct well identity number, then

an additional file pie index.dat is used to store the original output
file.

mmds.dat and mmds_coloured.dat

This file contains display information used to display the 3D
(MMDS) plot, using either the default colour scheme (3dmmds.dat)
or the colour scheme utilised by the current saved version of the
dendrogram (3dmmds_coloured.dat).

pca.dat and pca_coloured.dat

This file contains display information used to display the 3D (PCA)
plot, using either the default colour scheme (pca.dat) or the colour
scheme utilised by the current saved version of the dendrogram
(pca_coloured.dat).

QuantitativeResults.dat correlations offsets.txt

The first file contains the output from the quantitative analysis of any
suspected mixture patterns. The second file contains the output of the
best calculated shift for each pattern matched.

amorphous.dat  membership.dat
mmds _na.dat  pca na.dat
Various files ending in .tmp

These are various internal files used by the program.
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CHAPTER 3

Using PolySNAP M: Manual
Analysis

3.1 Database and File Handling

In order to use PolySNAP M in manual analysis mode, the user must
first either create a new, empty database and load some patterns into
it, or open an existing database. This chapter describes both these
processes.

3.1.1 Database creation

Having launched the program, select New Database... from the
Manual Analysis section of the File menu.

File Edit Tools Graph  Fattern SWindow Help

Automatic Analysis 3
Manual Analysis Mew Database. .. Chrl+M
E Open Database. .. Chrl+O
Eail L Open Default Chrl+D
Close Databiase Chr|

Irnpark Patberns. ..
Save Results,.. Chrl4-S
Save Copy of Database, .,

Refresti
Recent Databases 3

A standard Windows file dialog will appear:

Save As 21
saveine [ S (C) H i
11 ~mazetup.t Cd Corel [ Hagw L
|1 scrobat3 ] Debwin2 [0 Macas [
21 acs CaDel @& M athtype [
|_1 &dabeapp (21 Drawing Files (2 mawk [
4t [ dvd 1 Mouze [
-1 Backup G Graphicorkshop 21 Multimedia Files [
|_1 Cdrom G gstools G Muppet [
<] | |
File name: oceszed.pa Save I
Save as tpe: | Archive Files [*.par) j Cancel |
i |
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This will initially suggest the filename processed.par and a location
at the root directory of the C:\ drive. The filename and location can
be changed in the normal Windows manner.

Note that the .par suffix indicates the database being is saved in the
standard PolySNAP M database format.

Once created, the database will be opened in a new window:

2% C:\processed.par M= 3
" D atabase Information

Mame: C:h\proceszed.par
Mumber of items: 0

Chemical Mame Filename
[Mone]

Impaort... | Export... | Ifateh. | Eemoye | Edit... I

The top portion of the window provides some basic information on
the database, including its name and location, and the number of
patterns stored in it. Initially, of course, it is empty.

The central portion of the window will list the patterns included in it.
It will be described in more detail on page 70.

The lower region consists of 5 buttons, used to access the main
functions of the program. The buttons all have corresponding entries
in the program menus.

3.1.2 Opening an Existing Database

To open a pre-existing database, select Open... from the File menu. A
standard Windows file browser will appear. Locate the database, and
either double-click on it, or click once to select it, and then click the
Open button.
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A database window will open, and the patterns loaded. Depending on
the number of patterns in the database, this may take some time.

Progress is indicated via a progress bar at the top of the window:

2% C:\unique_par

[ [0 x]

-~ Databasze [nformation

Mame: C:\unique. par

Mumber of iterms: 43

Chemical Mame Filename
Graphite upd3-100.cif
Talc-2k4 upd3-099. cif
Tremalite upd3-098. cif
Anthophyllite upd3-097 . cif
Cummingtonite upd3-096. cif
Grunerite upd3-095. cif
Antigorite-1hd upd3-094. cif
Beryl upd3-093. cif
Crocidolite upd3-092.cif

Impaort... Export... Ifateh. Eemoye | Edit... I

=l

3.1.3 Default Databases

If you commonly open the same database each time you launch the
program, this process can be speeded up by defining the path of your
database as the program’s default. This can then be opened directly
by use of the Open Default option in the File menu, or by the

keyboard short-cut Option-D.

The default default database is C./processed.par. This can be
changed in the Program Options dialog, accessed through the Edit

menu’s Options... entry.

3.1.4 Recent Databases

[l PolySNAP

File| Edit Tools (Grapt Eatter Window Help

b anual &n

Exit Ctrl+Q)

e

Saye Copyof Watabase,.

MNew Database... Crl+t

Open Databaze. .. Chil+0

Open Default Chil+D

[Eloseiatatiase [EfrlHin
|mportEatierms:.,

Saye Hesults. [Etrl#5

Hefresh
Recent Databases

The four most recently opened databases are stored in the Recent
Databases submenu for easy access. Selecting one of the entries

automatically causes that particular database to be re-opened.

Note that if you have moved the file since it was last opened you will

have to open it manually.
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3.1.5 Importing Files into a New Database

Once a new, empty database has been created and opened, the next
stage is to import some patterns into it. This is achieved by clicking
on the Import... button at the bottom of the database window (or
using the Alt-1 short-cut, or choosing Import Patterns... from the File
menu).

A standard Windows file selection dialog will appear, and either
single or multiple pattern files can be selected for import. Multiple
files of different types can be easily selected using the shift or option
keys, or by dragging the mouse across the names to select them.

Click Open to begin the data importation process.

This version of the program can import pattern files in one of 4
formats:

3.1.6 Text files (filename.txt) (filename.prn)

These should be standard ASCII text files. The angle should be the x
data, and the corresponding intensities the y data. The x-y data must
be in the format:

x1 yl
x2 y2

etc.

The fields must be tab-delimited.

If the first line in the file begins with either a '#' or the string 'ID: ', the
rest of that line is used as the 'Pattern Name' for the pattern.

Any subsequent lines beginning with the '#' character are ignored.

3.1.7 Comma-separated value files (filename.csv)
These should be standard ASCII CSV files, containing the x-y data in
the format:

x1,yl
x2,y2

oy

.9e

etc.
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If the first line in the file begins with either a '#' or the string 'ID: ', the
rest of that line is used as the 'Chemical Name' for the pattern.

Any subsequent lines beginning with the '# character are ignored.

3.1.8 CIF (Crystallographic Information Format) files
(filename.cif)

The program contains a CIF-format translator that reads standard
version 2.0 Powder CIF files. Although the only data necessary for
SNAP is the x-y intensity data, the rest of the CIF information - such
as chemical names and formulae, author names and addresses efc. are
also retained in the database for reference purposes, and may be
viewed from the Pattern Editor window (see Section 3.3.1).
Additionally, unit cell dimensions and contents are read in if present
for use in Quantitative Analysis mode.

For more information on CIF format files, see the IUCr website at:

http.://www.iucr.org/iucr-top/cif/pd/index.html

3.1.9 Bruker Raw Format files

The program can import data from Bruker RAW format. This is a
binary file-format, so cannot be edited or viewed in a conventional
text editor. There are several different types of RAW format; PolyS-
NAP M should be able to import all versions up to Version 4.

Although the only data necessary for PolySNAP M is the x-y inten-
sity data, much of the rest of the information stored in the file - such
as chemical names and formulae, author names and addresses etc. are
also retained in the database for reference purposes, and may be
viewed from the Pattern Editor window (see Section 3.3.1).

3.1.10 PolySNAP M Pattern files (filename.pat)

Patterns in PolySNAP M databases can be individually exported in
the program’s own .pat format. This format contains the original x-y
raw data, any processed data - e.g. the profile after noise removal,
marked peak positions and any other data fields present. Once saved
as separate files, they can then be re-imported to the same or a
different database at a later date.
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3.1.11 Processing

Once files have been selected for import, a dialog box will then
appear, informing you how many patterns will be imported, and
offering several data processing options:

Processing Options

“Y'ou are about to process 1 pattern,
Fleaze zelect any processing options required:

Options
¥ Momalise intensities [required for matching)

¥ Subtract Background
¥ Srmooth
¥ Find Peaks

Cancel | ?

Normally, the default settings at this stage are to perform all three
options:

+ Background subtraction

* Smoothing and noise removal

* Peak finding.

All of the processing choices are optional, although in order to

perform basic matching operations, at least the main 'Normalise
intensities (required for matching)' checkbox should be selected.

Selecting OK will begin the import process.

A progress bar indicates progress through the processing:

2% C:\processed.par M= 3
" D atabase Information

Mame: C:h\proceszed.par
Mumber of items: 0

Flease wait while the items are loaded...

Import... | Export... | Ifateh. | Eemoye | Edit... I

If any selected patterns cannot be loaded - for example if they are not
in the correct format, or a file is corrupted, a warning will be shown:

SNAP-1D <]

Sy, that file [C:\notapattern. k] could nat be opened.
Flease check it is in one of the formats that SNAP understands.




Database and File Handling

In such a case, the rest of the selected patterns should still load
correctly.

Once the import procedure is completed, the list of patterns
contained in the database will appear in the centre of the database
window:

. SNAP-1D - Systematic Non-parametric Analysiz of Patterns
File Edit Toolz Graph  Pattern ‘Window Help

2% C:\processed.par [_ (O] x|

-~ Databasze [nformation
Mame: C:h\proceszed.par
Mumber of itemns: 98

Chemical Mame [Fil |
Grapite upd3-100.cif [ |
Talc-2k4 upd3-099. cif

Tremalite upd3-098. cif

Anthophyllite upd3-097 . cif

Cummingtonite

Grunerite upd3-095. cif

Antigorite-1hd upd3-094. cif

Beryl upd3-093. cif

Crocidolite upd3-092.cif LI

Impaort... | Export... | Match | Bemove | Edit I

Each entry in this list corresponds to one imported pattern. The left-
most column contains the pattern name or ID associated with that
pattern, if one is known. (This is either read from the CIF data field if
present, or can be entered manually in the pattern editor - see Section
3.3.3) If no name is known, this column shows the filename.

The rightmost column lists the filename from which each pattern was
loaded.

3.1.12 Sorting Database Entries

Initially, this list of patterns is shown in the order that patterns were
added to the database. It is often more useful to see the list of patterns
sorted in order of either chemical name/ID, or individual filenames.
This is done by clicking once on the relevant column header.
Clicking again on the same header will reverse the order of the
sorting, e.g. from ascending to descending, or vice versa.

3.1.13 Exporting patterns

Individual patterns contained within a PolySNAP M database can be
exported to either text or pattern format files, for easy viewing or
editing in other programs, or for transferring to other PolySNAP M
databases. This means PolySNAP M can be used as a general
purpose pre-processing tool for patterns that are to be used in other
programs.
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Click once on the pattern you wish to export. It should become
highlighted in the list:

. SNAP-1D - Systematic Non-parametric Analysiz of Patterns
File Edit Toolz Graph  Pattern ‘Window Help

2% C:\processed.par [_ (O] x|

-~ Databasze [nformation
Mame: C:h\proceszed.par
Mumber of itemns: 98

Chemical Mame [Fil |
Grapite upd3-100.cif [ |
Talc-2k4 upd3-099. cif
Tremalite upd3-098. cif

Anthophyllite
Cummingtonite

Grunerite

Antigorite-1hd upd3-094. cif

Beryl upd3-093. cif

Crocidolite upd3-092.cif LI

Impaort... | Export... | Match | Bemove | Edit I

Then click once on the Export... button (or use the Export... option
under the Pattern menu). A standard file saving dialog box appears:

Save As 21

sosn [ © 1 5l @
11 “mngzetup.t [Z1 Ddwin2 [ M athtype [ Proail
|- Acrobat3 CaDell 2 mawk G Program |
"1 acs G Drrawing Files 1 Mause [Z1 Psfants
|1 Adobeapp D dvd (] Multimedia Files (3 SHVCD
|0 i G Graphicorkshop Ga Muppet G 3Upa
-1 Backup G gstools @ My Documents G Supa-bac
I_1 Cdrom [} Hagw I Mbu [} temp

|1 Corel C1Macas Cdneu (21 tewmt

0| | i
File name: | Iﬂl
Save as bpe (RTINS Cancel |

Select the desired location for the file, and edit the filename if
required. The default format for export is a .pat pattern file, but a .zxt
text file format option can also be selected from the Save as type
drop-down menu at the bottom of the dialog box.

Click Save, and the file will be saved to the chosen location.

Note: This process saves a copy of the selected pattern to a separate
file, it does not remove the original pattern entry in the database.

This option saves the processed version of the pattern (i.e. the
version with smoothing, background subtraction ezc. applied) if one
is present, so if the raw pattern is required, remove any processing
using the Edit window before exporting.
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3.1.14 Removing Patterns

Select the pattern or patterns you wish to delete from a database.
They should become selected in the list:

. SNAP-1D - Systematic Non-parametric Analysiz of Patterns
File Edit Toolz Graph  Pattern ‘Window Help

2% C:\processed.par [_ (O] x|

-~ Databasze [nformation
Mame: C:h\proceszed.par
Mumber of itemns: 98

Chemical Mame Fil |
Grapite upd3-100.cif [ |
Talc-2k4 upd3-099. cif
Tremalite upd3-098. cif

Anthophyllite
Cummingtonite

Grunerite

Antigorite-1hd upd3-094. cif

Beryl upd3-093. cif

Crocidolite upd3-092.cif LI

Impaort... | Export... | Match | Bemove | Edit I

Then click once on the Remove button (or select Remove from the
Pattern menu, or press the Delete key on the keyboard). A warning
appears:

SNAP-1D <]

Are you sure you want to remove the selected pattern|z]?

If you change your mind, select No. Selecting Yes removes the
selected pattern(s) from the database permanently. To retrieve them,
you would then have to re-import the pattern from the original data
file. (The original data files are not affected in any way by the
Remove command.)
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3.1.15 Viewing and Editing Patterns

Click once on the pattern you wish to examine. It should become
selected in the list:

. SNAP-1D - Systematic Non-parametric Analysiz of Patterns
File Edit Toolz Graph  Pattern ‘Window Help

2% C:\processed.par [_ (O] x|

-~ Databasze [nformation
Mame: C:h\proceszed.par
Mumber of itemns: 98

Chemical Mame [Fil |
Grapite upd3-100.cif [ |
Talc-2k4 upd3-099. cif

Tremalite upd3-098. cif

Anthophyllite upd3-097 . cif

Cummingtonite

Grunerite upd3-095. cif

Antigorite-1hd upd3-094. cif

Beryl upd3-093. cif

Crocidolite upd3-092.cif LI

Impaort... | Export... | Match | Bemove | Edit I

Then click once on the Edit button (or select Edit Pattern from the
Pattern menu).

The Pattern Editor window should appear. This is described in detail
in section 3.3.1 on page 76.

3.2 Matching and Analysing Patterns

If you have a new, unknown pattern you wish to analyse or compare
to entries in an existing database, the first step is to import the new
pattern to the existing database.

Having done this, select it in the list of patterns, and click Match (or
select Open in Match Window from the Pattern menu).

The matching window is described in detail in Section 3.4, Pattern
Matching and Analysis.

3.2.1 Refresh Database

This feature is accessed through the menu item Refresh found in the
Manual Analysis section of the File menu. This option updates the
local copy of the database in memory by reloading all pattern
information from the copy on disc.

3.2.2 Save Copy of Database

This feature, accessed through the Save Copy of Database... Menu
item located in the Manual Analysis section of the File menu, brings
up a standard Windows Save 4s file dialog. The process asks for a
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new database name, and copies the pattern contents of the existing
database into the new one. Note that you cannot use the existing
database name as that file remains open during the process.

Once completed, the resulting database will be saved with the name
selected and can then be opened by PolySNAP M in the usual
manner.

3.2.3 Apply Processing to Database

This feature is accessed through the 7ools menu item Apply
Processing...

If you wish to change the way in which all of the patterns are
processed at once, it is possible to do so without having to change
them individually, or having to re-import them from the original files.

Select Process, then select the new required processing options as
required from the resulting dialog:

Processing Options

“Y'ou are about to process 1 pattern,
Fleaze zelect any processing options required:

Options
¥ Momalise intensities [required for matching)
¥ Subtract Background

¥ Srmooth
¥ Find Peaks

Cancel |

The selected processing will then be applied, which for a large
database may take some time.

3.2.4 Mask Regions

This option, accessed under the 700ls menu, is used to mask a
particular region of the diffraction pattern to zero for every pattern in
a database. (For more information on masking regions, section 3.3.10
on page 86)

Selecting this option brings up a window which asks for the start and
end angles of the region to be masked:

. Apply Match Ranges to entire dak >_ ll

lgnore data in all patterns in this databasze between the range of:
I 0 dedrees and:l 100 dedrees.

Reset Al | Cancel |
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Enter the values, and click Apply. The region selected will be set to
zero for all of the patterns in the current database. Depending on the
size of the database, this may take some time.

Multiple regions can be masked by repeating this process.

Note that applying any additional processing to a pattern after this
point will remove any masked regions. Masking can be re-applied or
changed for an individual pattern in the Pattern Editor (see Chapter
3).

To remove all masking from all patterns for a particular database,
select the Mask Regions menu option, and click the Reset A/l button.
Again, this may take some time.

3.3 Pattern Editing and Processing

3.3.1 The Pattern Editor

After selecting a pattern in the database, and selecting the Edit
option, the Pattern Editor window will appear:

a Pattern Editor: Alrefit.bxt in G\ processed.par i | Ellll
File Edit Tools Graph Pattern ‘Window Help
— Pattem Infarmation

Basic | Advanced I

Peak List. 9 peaks marked

Pattern Mame/D: |!ALF|EFLT 2
Formula: |[Unkn0wn]
Imported from file: .. \Data\BrukersBruker TutorialsAlreflt bt
2-theta range: 5 -70.
[rata points - Raw: 2607 [0.025°%] Frocessed: 3251 [0.02%)
Moize [ndicatar: 018416
‘Wwiavelength uzed: IEu Kal 'l: 154056 [Default value)

Processzing Option: Peak Threshald:

¥ Subtract Background ¥ Smoothing: = .I

i i P[DCESS | L T O T O S R T B |
Iv[iRindifeaks il i it J ......... Current Setting:  0.05
Current getting: 1
Remove Peak |

1.00
0.0

060

0.40

020 ’ ! I
o0 L . LJ ] J_JUL

1000 1500 2000 2500 30.00 3500 4000 4500 5000 5500 60.00 6500 70.00
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Pattern Editing and Processing

Note that while the editor window is open, no other changes can be
made to the open database.

The File menu option, Close Window, closes the editor and returns to
the main database window. (The same result is achieved by clicking
the close box on the titlebar of the window.) If any changes to the
pattern have been made, a dialog box will appear asking if those
changes should be retained or not:

Pattern Editor [ %]

Do you want to save your changes?

Mo | Cancel |

Selecting Yes saves the changes and returns to the database listing
window, No discards any changes made and Cancel returns to the
Pattern Editor.

One of the other File menu option available, Export..., performs the
same function for the pattern currently being edited as the Export...
button in the main database window. Selecting it causes a standard
file saving dialog box to appear:

Save As 21

soein[= © R
] “mngzetup.t 1 Ddwin2 %] M athtype 1 Proail

1 Acrobat3 ClDel 1 mawk 1 Pragram |
1 acs | Drrawing Files T Mause 1 Psfants
1 Adobeapp Cdvd 1 Multimedia Files (1 SthvCD
1t | Graphicorkshop 5 Muppet 2 supa

| Backup | gstools ﬁ My Documents | Supa-bac
1 Cdrom ] Hagw CIMbu ] temp

1 Corel £ Macss T neu ] texmt

o | Bl
File name: | Save I
EETCELIUT P ttern Files [ Cancel |

4

Select the desired location for the file, and edit the filename if
required. The default format for export is a .pat pattern file, but a .zxt
text file format option can also be selected from the pop-up menu at
the bottom of the dialog box.

Click Save, and the file will be saved to the chosen location.

Note: This process saves a copy of the selected pattern to a separate
file, it does not remove the original pattern entry in the database.

This option saves the processed version of the pattern (i.e. the
version with smoothing, background subtraction etc. applied) if one
is present, so if the raw pattern is required, remove any processing by
turning off all processing options and clicking Process before
exporting.
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Finally, the option Export Peak List brings up a save dialog box,
allowing the peak list for the current pattern to be saved to an ASCII
text file for use in other programs.

3.3.2 Graph Pane

The lower part of the window, where the pattern is displayed, is
called the graph pane:

1.00

080

0.0

0.40 !

0.20 \ \
S . N | P

20.00 40.00 50.00 60.00 70.00 a0.00

The x-axis is normally displayed as a 20 range and the y-axis an
intensity. For positive data, all values are normally scaled to between
0.0 and 1.0 for use in PolySNAP M, unless no processing has been
performed at all upon the data.

Individual peaks in the graph pane are marked by peak markers,
which are seen as a single large dot at the top of the peak. (For more
information on peak markers, See “Find Peaks” on page 84.)

Clicking and dragging to draw a rectangular box on the graph pane
using the left mouse button causes the graph to zoom in into the
selected region, for example:

I
I )
I AN

26.00 28.00 30.00 32.00 34.00 36.00

1073

0.o0

It is possible to zoom in repeatedly using this method. Clicking on
the graph with the right mouse button causes a pop-up menu to
appear:

Reset View

Hemove Feak
Add Peak

Set Peak Threshold

Options in this menu are:

* Reset View - selecting this after the graph scale has been changed
returns to the default zoom level.
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Pattern Editing and Processing

* Remove Peak - if the click was in the vicinity of a marked peak,
the marker will be removed.

* Add Peak - the nearest maxima to the click location is marked as a
peak on the graph.

* Set Peak Threshold - sets the y-value of the current mouse posi-
tion to the minimum allowed peak height.

The same options are also available from either the Graph or
Pattern menus respectively. The central region of the Pattern Editor
contains the pattern information controls in two tabs: Basic and
Advanced.

3.3.3 Basic Pattern Information

— Pattern Information

B asic | Ad\-’ancedl Peak List: 12 peaks marked
Angl Intensity  «
Pattern Mamed|D: |Znox‘l R A e
Formula: |[|_| ko) 25.061 0214
32542 1.000
Imported from file: |:AData\Bruker TutarialsM ot importing Enox] . Rk 36502 0104
2-theta range: 10 - 70.025. 38.662 0128
Data points - Raw: 2407 [0.0257) Processed: 3002 [0.027] 42823 0108
Maise Indicatar: 0.18240 4E.623 0165
‘wavelength used: ICustom... LI :I'I 5406 51.423 0.033
Extra Diata Field 53.744 0.579
stra Data Fields:
62124 0116
|Date: 0621793 =l oesis || s 168 0ns e
Processing Options Peak Threshold:
¥ Subtract Background v Smoathing: n J
; | Process | ...........
o e S Current Setting:  0.05
Current setting: 220
Remove Peak |

At the top left corner is the pattern name/ID text box. If no name has
been read in for the pattern from the data file, this will normally read
"(Unknown)". This name can be edited by clicking in the text box,
and deleting or adding text as required. It is recommended that
pattern names do not exceed 256 characters. Standard text-editing
commands, such as Cut, Copy and Paste are all available from the
Edit menu. This field is used by default to identify different patterns
in the database and match windows.

Below this is the Formula field, which is also an editable text field. If
formula information is present in the datafile, it will be read in and
displayed automatically. Otherwise, it would need to be entered
manually. This field is not required for operation of the program, but
may be useful for reference.

Below that is a text field displaying the path and filename of the
original data file the pattern was obtained from. If this path is longer
than 100 characters, it will be truncated, and only the right-most 100
characters will be displayed. To see the entire path, leave the mouse
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cursor hovering over the text for a few seconds to see a 'tool tip'
containing the full path.

Next is the range the current pattern spans on the x-axis (normally in
degrees.)

Following this is the number of raw data points in the pattern: this
corresponds to the number of data points read from the original data
file.

The number in brackets after this is the resolution of the raw data
calculated using:

(End angle - Start angle)

No. of raw data points

This corresponds to the magnitude of the x-difference of the
difference between two adjacent data points.

Next to this is a similar indicator for the processed data. The
processing referred to is the basic processing undergone by every
pattern imported into a PolySNAP M database. This involves scaling
the intensity data between 0.0 and 1.0, and interpolating the data
(using 5th order polynomials) so that all of the patterns in the
database are the same standard data resolution. This is normally 0.02
degrees per datapoint, or 50 data points per degree.

Below this is noise indicator for the pattern calculated in the wavelet
domain, using the MAD estimator (see section 3.3.8, References). A
larger number corresponds to a more "noisy" pattern.

The wavelength field reads in a value for the wavelength at which the
data was recorded, either from a CIF or RAW data file. If another
import format was used, or the information was not present in the
file, the default value is used. In this situation, the legend 'Default
Used' appears next to the wavelength value to warn the user that it
may require to be changed manually.

4

Cukal Vl :|1.54058

Cukal
Cu Kalave)
Crkal

Fe Kal

This can be done by either selecting a standard value from the
scrolling list, or by choosing the 'Custom' option at the bottom of the
list of choices, and entering a numerical value in the adjacent text
box. The pattern display is updated for a new standard wavelength
immediately, and for a custom one after the changes to the pattern
have been saved.
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The final pattern information display only appears when the pattern
is being edited was originally imported from a CIF or RAW data file.

Extra Data Fields:
|Pd meas datetime initisted : 19911271 =l

Any other data fields that were imported with the data are able to be
examined via the list obtained by clicking on the small disclosure
triangle:

Extra Data Fields:

Pd meas datetime initiated : 19914124 j

Only the first line of each data field is displayed in the list; if viewing
of a multiple line field is required (for example, an author’s address),
select it from the list. A button will be enabled beside the pop-up
region, labelled Details:

Extra Data Fields:
IF'd meas info author address Chemistry DepartmentliU niversity of Gj Dietailz |

Clicking this produces a dialog box containing the full text of the
field:

Pd meas info author address B

University of Glazgow
Chemistry Department
University Avenue
Glazgow G12 300

The final region of the of this pane contains the pattern processing
options:

Frocesszing Option:

[¥ Subtract Background ¥ Smoothing:
Process |
¥ Find Peaks .I

Current gefting: 1

Although patterns will normally have been processed automatically
upon import, it is easy to override those general processing options
for an individual pattern using these controls.
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The operation of these controls maybe most easily illustrated upon a
pattern that had no processing performed upon import. Such data
would look something like the diagram below:

1.00

ol
]
|

0.40

" A T

22.00 24.00 26.00 28.00 30.00 3200 34.00 36.00 38.00 40

A raw data plot is generally shown in green on the graph pane when
processing has been applied. Blue represents the processed profile. It
is this processed profile that is used throughout the rest of the
program for matching and analysis.

3.3.4 Background Subtraction

Checking the Subtract Background option under Processing Options,
followed by clicking the Process button, causes a second pattern to
appear on the graph pane, generally in blue:

1.00

0.a0

0.60

0.40

0.20 2

| - N A

2200 24.00 26.00 28.00 30.00 32.00 34.00 36.00 38.00 40.00

This is the same pattern as the raw data one, but with any unwanted
background removed. This process is achieved by best-fitting several
linked polynomials to the base of the raw data pattern, and then
subtracting them from it.

If results from this are unsatisfactory, this processing option can be
switched off by simply unchecking the box, and clicking the Process
button again.

If the actual curve that has been subtracted is required to be
examined, select the Show Background Curve option in the Pattern
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menu. A new window opens, and the calculated background region is
then outlined in blue above the green raw pattern data.
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The same pattern with background subtracted:

1.00

0.a0

0.60

0.40
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22.00 24.00 26.00 28.00 30.00 32.00 34.00 36.00 38.00 40.00

3.3.5 Smoothing

Selecting the Smooth option, and clicking Process causes the pattern
to be smoothed using a wavelet-based SURE thresholding procedure
(see section 3.3.8, References). This allows obvious noise to be
removed without the loss of small or fine peaks.

For example, a detail is shown below of the same region of the same
pattern, before and after smoothing has taken place.

L, LA
S I e e A N U

e
| —

The upper green line is the original unsmoothed profile, and the
lower blue is the same after smoothing has been performed.

To alter the amount of smoothing applied to the individual pattern
being examined, move the slider to the right to increase, or to the left
to decrease it. The display is updated automatically.
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The amount of smoothing performed by default can be controlled by
changing the 'Smoothing Factor' value in the program Options
dialog.

3.3.6 Find Peaks

Finally, selecting the Find Peaks option, followed by clicking the
Process button tells the program to use a simple first-derivative peak
search algorithm to locate the main peak maxima in the pattern.
These are then marked with coloured circles on the graph pane.

For example:

1.00

.80 n

0.60

0.40

e

n.20

0.007 [t M*-A"w’\v

= 1non 1E N an nn A8 AN annn

In order to stop small, unwanted peaks being marked, a peak
threshold level can be set, via the slider on the right hand side of the
window:

Peak Threshold:

Current Setting:  0.05

The default value is 0.05, meaning that no peaks will be marked
below 5% of the maximum peak height. A global default value for
the peak threshold can be set in the Options dialog (see Chapter 4.6,
Matching Options). This value is used when processing multiple
patterns automatically on import. Changes made to the threshold
level in the pattern editor override the global value for the individual
pattern in question.

For example, note the differences in the number of marked peaks for
the same pattern as above, but with the peak threshold level set to
Zero:
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Individual peak markers can be removed by clicking on them once to
select them (a differently coloured border will appear round the spot
on the graph pane), followed by either clicking the Remove Peak
button, or by selecting the Remove Peak option from the Pattern
menu. After a peak is removed, the peak immediately to the right of it
becomes automatically selected.

It is also possible to remove a peak by clicking on its entry in the
Peak List box to select it, and then clicking the Remove Peak button.

The number of peaks field reports how many points in the pattern
have been marked as peaks. These are shown by round dots on the
profile displayed on the graph pane.

A scrolling list of all the marked peaks showing their x-position and
corresponding y-value is displayed on the right-hand side of the
pattern editor window:

Angle Intensity

30175 1.000
31.313 0152
34.965 0.234
50.247 0622
53.773 0370
62733 0.071
73.952 0.062

Clicking on a particular peak in this list causes it to become selected,
and the corresponding peak marker to be highlighted on the pattern
itself to aid in identification.

3.3.7 Notes on processing

Although the processing options (such as subtracting the
background) can be made on a pattern by pattern basis, best results
are obtained in the matching and analysis sections of the program
with databases whose constituent patterns are all processed in a
consistent manner. For example, two otherwise identical patterns
may appear very different if one has been smoothed and background-
subtracted, and the other has not. Consistency in how patterns are
processed generally leads to the best matching and analysis results.

3.3.8 References
Wavelet SURE thresholding is discussed in:

Donoho, D.L.; Johnstone, I.M.; (1994). Adapting to Unknown
Smoothness via Wavelet Shrinkage. Technical Report, Department of
Statistics, Stanford University.
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3.3.9 Advanced Pattern Information

The advanced tab has two main regions: one allowing the ability to
mask sub-regions of the pattern, and the other to enter additional
information and thus calculate various constants for the pattern.

3.3.10 Masking

The upper section in the advanced pane contains the controls to mask
selected regions of a pattern.

Basic i

Mask the region of the pattern between: Eeset Al | ‘

|5 and |?5 to & value of: IU_U Apply |

If a pattern contains a spurious peak or unwanted standard, or for
some reason the user wishes to only compare a certain region from
the pattern, this option allows a chosen sub-range to be set to a
particular value. (This is generally zero, although non-zero values
may be useful when a high background signal is present.)

To use this option, first decide on the angle range to be masked. Enter
the start and end angles in the relevant boxes. The value in the
magnitude box sets the signal to that value over that range.

Masked regions can also be applied in one step to every pattern in a
database using the Mask Regions... option. This can be found under
the Tools menu, when the database window is frontmost. See Section
3.2.4, Mask Regions.

In the example below, the user wishes to mask the central of the three
main peaks:

i

25.00 30.00 35.00 40.00

As it is at approximately 35° 26, the start angle could be 34°, and the
end angle 36°. There is no noticeable background, so the mask value
can remain as zero.
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Clicking the Apply button results in the following:

J

25.00 30.00 35.00 40.00

Notice that the peak is still visible in green. This shows that the
original data - the unprocessed pattern - has not been modified.
However, there is no peak visible in blue - it has been removed from
the processed pattern. It will not appear in the Match window or
other regions of the program which only make use of the processed
pattern profile.

Multiple regions in the same pattern can be masked by repeated
application of the same technique.

To reset all masking, and make the processed profile available again,
click the Reset Allbutton. The same effect is obtained by re-
processing the pattern using any of the standard controls in the Basic
tab.

3.3.11 Additional Pattern Information

Flease enter additional known information:

Unit cell contents: I[Unknown] a |1 b |1 o3 |1
i |1 alpha: ISU beta: {90  gamma: ISU

Using the abowve infarmation, the following have been calculated:
Unit cell volume: <Mot enough infarmation:
Formula Mass: <Mot enough infarmation: Update |
Denzity [g cm3): <Mot enough infarmation:
Linear &bz, Coeff. [em-1]:  <Mat enough information: Enter manually |

Mazz bz, Coeff. [cm2/g):  <Mot enough information:

This section of the pattern editor contains fields for entering other
information that is known about the sample.

This information is used to calculate various useful constants and
numbers about the pattern. The information calculated here is
required if you wish quantitative analysis to return results as a weight
fraction.

The first time the Advanced tab is used for a pattern, the Unit Cell
Contents field is taken to be the same as the Formula field from the
Basic tab. However, they are saved separately in the pattern, and
changes to one do not affect the other. The Formula field is
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completely free format, whereas the Unit Cell Contents field has a
fairly strict format, as described below.

The unit cell contents should be entered in the form:
<Atom Symbol><No. of that atom><Space or comma><Next atom symbol ... etc.

For example, the following entries would be valid:

C3 H8 02
C3,H8,02
AlO3 H
c3 H8 02

Non-integer values are permitted.

The following entries would not be valid, for the reasons described:
C3H802

-has spaces between the element types and the number.
C3H802

-has no spaces at all between each separate entry!
AI(OH)3

-Contains brackets.

Any invalid entries should result in an error:

SNAP-1D <]

Fleaze enzure the Unit cell contents are of the type Atom Symbol Mumber ete.
For example, C3 HE 0, C3.HE,0 would be valid entries.
Flease do not use brackets within the formula.

Note however that it is possible to enter a string that does not
generate an error message, but that does not produce correct results.
For this reason, entries in this field should be checked carefully. Also
please note that entries are not checked for chemical sense during
calculation.

The field Z represents the number of formula units per unit cell. It
should be a numerical value greater than zero. It can be non-integer.

The fields for unit cell dimensions ( a, b, ¢, a, B, y ) all expect
numerical non-zero entries. The angles should be in degrees, and the
lengths in angstroms (A).
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Once all known information is entered, click the Update button.
Depending on what information was provided, some or all of the text
fields at the bottom of the pane will update with new values.

For example, with the following information entered:

Flease enter additional known information:

Unit cell contents: |AI2 [iE] a |4_?53 b: |4_?53 = |12_93
i |1 alpha: ISU beta: ISU gamma: ISU

Clicking Update results in the following results:

Using the abowve infarmation, the following have been calculated:
Unit cell valume: 2593.85

Formula Mass: 101.98 Update |
Denzity [g cm3): 058
Linear Abs. Coeff. [cm-1): 18.21 Enter manually |

Mazz Abz. Coeff. [cm2/g):  31.4

As in this case all of the fields have been successfully calculated, this
pattern could potentially be used as part of a quantitative analysis
resulting in a weight fraction being calculated.

3.3.12 Additional Calculation Information

For reference, the items above are calculated as follows:

*  Unit Cell Volume:
Given unit cell lengths a, b and c in A, the volume ¥ is then:

* Density:
Given the molecular weight MW in atomic mass units, the num-
ber of formula units per unit cell Z, and cell volume ¥ in cubic
angstroms, the density p may be calculated by:

MW x Z x1.66
V

p:

* Linear Absorption Coefficient:
Given the cell volume V., and the total photon interaction cross-
section O; in barns/atom for each atom in the unit cell, the linear
absorption coefficient / is calculated by:

n

_1
_VCZUi

i=1

* Mass Absorption Coefficient:
This is calculated by dividing the linear absorption coefficient U
by the density, p:

ey p
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* The database of atomic information is contained in the file
SNAPdb.dat, which should be located inside the folder containing
the SNAP.exe program itself. The format is discussed below:

3.3.13 Atom Info Database Format
There are 11 lines per entry:

Line I: Format(a3,i4,2x,al2)
Element symbol, charge or oxidation state, full element name

Line 2,3: Format(6f12.6/6f12.6)

X-ray atomic scattering factors in parameterised form:
al a2 a3 a4 a5 c
bl b2 b3 b4 b5 0

Sources:

- Fit parameters of all atoms/ions (with the exception of O1-)
from publication "New Analytical Scattering Factor Functions
for Free Atoms and lons", D. Waasmaier & A. Kirfel, Acta Cryst.
1995, AS51, 416-431)

- Fit for O1- based on the tabulated values of Table 2 (D.Rez, P.
Rez & 1. Grant, Acta Cryst. (1994), A50, 481-497).

- Fits for all other atoms/ions based on the tabulated values of
Table 6.1.1.1 (atoms) and Table 6.1.1.3 (ions) (International
Tables for Crystallography, Vol. C, 1992)]

flatom)=a(l)exp[b(1)] +a(2)exp[b(2)]+a(3)exp[b(3)]+a(4)exp[b(4)]+a(5)exp
[b(5)]+c]

Line 4: Format(f12.6)
Neutron scattering cross section.

Line 5: Format(i6)

Flag for the source of the electron scattering factor.

[In some cases, values for atoms have been 'filled in' for ions. In
this case the key is the same except the flag is negative (e.g. flag
is -1 if have used scattering factors for a neutral atom from Smith
& Burge for an ion).]

Line 6,7: Format(5f12.6/4f12.6)
Electron scattering factors in parameterised form:
al bla2b2a3b3adbdc

flatom)=a(l)exp[b(1)]+a(2)exp[b(2)]+a(3)exp[b(3)] +a(4)exp[b(4)]+c
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Line 8: Format(7¢12.4)
M ( for the following radiations:
Ti,Cr,Fe,Co,Cu,Mo,Ag
All ions have the same [ value as the neutral element. U values
are taken from International Tables Volume C 193-199

Line 9: Format(7f12.6)
df' for the following radiations:
Ti,Cr,Fe,Co,Cu,Mo,Ag

Line 10: Format(7f12.6)
df" for the following radiations:
Ti,Cr,Fe,Co,Cu,Mo,Ag
All ions have the same df' and df' as the neutral element. df' and
df" are taken from International Tables Volume C 219-221.

Line 11: Format(2f12.6)
Covalent radius, van der Waals radius.

Note: Many Covalent radii and most van der Walls radii are
approximate. The ions are given the same van der Walls radii as
the neutral atoms. For heavy atoms there is very little knowledge
of these parameters

In addition to the items specified above, information is taken
from the following sources:

1. “New Analytical Scattering Factor Functions for Free Atoms
and Ions”, D. Waasmaier & A. Kirfel, (1995) Acta Cryst. A51,
416-431.

2. Rez, D, Rez, P. & Grant, I, (1994) Acta Cryst. A50, 481-497.
3. Smith, GH. & Burge, R.E. (1962) Acta Cryst. 15, 182-186.
4. Doyle, P.A. & Turner, P.S. (1968) Acta Cryst. A24, 390-397.

5. Jiang, J.S. & Fang-Hua, L. (1984) Acta Physica Sinica 33,
845-849

6. A Bondi, (1963) J. Phys. Chem., 68, 441-51.

Note: The 'Format' described above refers to Fortran-style fixed
format numbers. For example if the format is (314,2F8.2), the
program expects to find 3 integers, each of 4 characters, followed
by 2 floating point numbers, each of which total width 8 charac-
ters (including the decimal point, with 2 places after it).
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3.4 Pattern Matching and Analysis

3.4.1 The Match Window

After selecting a pattern, and clicking the Match option, the Pattern
Matching window appears:

2% -Match Pattern: Aluminas (ALUMINIUM PECHINEY) - |EI|1|
Pattern Matching | Quantitative Analysis I - Infarmation——————
IPetlEms Edt... | Close |
Fiank ‘Weightings: .
Match | Spearman: 050 KolSmir  0.00 o, Alrninas (ALUMINILIN
Parametiic: 050  ParaPks 000 —— IFECHIE)

et | - . . Save Hesultsl
[~ Refine lineardnon-inear shift [slow) Current D atabase:
C:\processed. par

Match Peak... | [~ Limit #-axis range to between I‘ID and |83 " i Print... |

|F| ezultz [larger Ranks are better]: |

Mame/|D Rank Parametric Spearman K.ol-5 mir Para Peaks
1 Aluminas [ALUMINI | 10000
2 MIORE 0.1715 01178 0.2251 0.0816 0.4300
3 ASPIRIN - PRIMAR 0.1449 -0.0375 0.3273 0.3930 0.4276
4 ASPIRIN - NO PRIF 0.1280 -0.0496 0.3057 0.2501 0.4653
B W1 0.1230 0.0075 0.2384 013597 0.2600
E POLYMER DATA  0.1103 0.0871 01334 0.2224 0.3057 LI
1.00
0.80
0.60 ﬁ
- ” ﬂ j i ﬁ “ A
020 n ]1, L} NA ll‘».l
0o b A\ JUk JJ\ 2 J : L'\J'\ H Lwﬁ N L
16.00 2000 25.00 30.00 3500 4000 4500 50.00 55.00 60.00 E5.00 70.00 75.00 80.00

The two main active modes of the program are accessed from this
central window.

3.4.2 Graph Pane

The pattern being matched appears in red the graph pane in the lower
part of the window. It can be zoomed in and out in the same manner
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as in the Pattern Editor, by using the mouse to drag a rectangle over
the relevant area:

1.00 -

080 &

060 —

0.40 A

|

0.20

0.00 [ _thl._. L_ JL JLIA Jljk,. .ﬂ_ i h A J\,ﬂ_
0

20.00 £ 60.00 a0.00 100.00

1073
500.00
400.00 ‘
300.00 H }11
200.00 } I \ [ \
100.00 k J k

0.o0 -j

25.00 30.00 35.00

3.4.3 Results Pane

The central part of the window is a scrolling list where any matching
results are displayed. This results pane contains, from left to right,
the following fields:

Mame/|D Rank Parametric Spearman K.ol-5 mir Para Peaks -
1 ASPIRIM - MO PRI 2.0000 1.0000
2 ASPIRIN - PRIMAF 1.8248 0.9217 0.9030 0302 0.9258
3 SaMPLE H 0.3602 0.o8z2 0.2780 0.2615 0.2506
4 ALREFHT 0.3449 0.2667 0.0783 0.0080 0.4468
B Aluminas [GLUMINI 02890 00267 0.3157 01729 0.3824
E SaMPLE EB 0.2068 00137 0.2205 0.0733 0.4255 LI

The first field contains the number of the pattern, where No. 1 is at
the top of the list. Clicking once in this leftmost column for a
particular pattern entry results in a coloured dot appearing, and the
corresponding pattern being shown in the graph pane, superimposed
upon the matched pattern. The spot is the colour the pattern is
displayed on the graph pane.

Clicking the same column again removes the pattern from the graph
pane.

The next field is the Name/ID field. This normally shows the
chemical name, but if this is "(Unknown)", it shows the short-
filename of the pattern instead.
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Next is the Rank value calculated for each pattern. This is obtained
by summing the results from the four different matching tests, in a
user-defined manner. By default the two are combined in a one to one
ratio - see Section 3.4.8.2, Rank Weightings.

The Parametric field displays the result of the parametric correlation
coefficient.

The Spearman field displays the result of the Spearman non-
parametric correlation coefficient.

The Kol-Smir field displays the result of the Kolmogorov-Smirnov
non-parametric statistics test.

The Para Peaks field displays the result of the parametric correlation
coefficient, applied to marked peak regions only.

These individual tests are described in detail later.

The first two tests are applied to the entire full profile (i.e. every
single datapoint) of each entry in the database. Consequently, they do
not require any peak markers to have been located in the individual
patterns. The last two tests are performed only upon individual
marked peaks that coincide between the sample and database
patterns.

3.4.4 Status Bar

Above the results field is the Status Bar display:

[Fieady. |

The left side of this displays any status messages or errors. The right
hand side consists of a progress bar. This indicates how far through
the matching process the program is at any one time.

3.4.5 Mode-independant Controls

The upper-right portion of the window contains the matching
controls. These are common to all of the operational modes:

 Information

Selected : |
Pattarm Edit... Cloze

[Unknown)]

Save Results |
Current D atabaze:

C:hamall. par
Frint...

Information display:
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The top section contains the chemical name for the selected pattern
(if known). The Edit button allows direct access to the Pattern Editor
for the current pattern. This means that, for example, peaks could be
added or removed at this stage.

The bottom section shows the name and location of the database the
user is matching the unknown pattern against.

If either of these are too long to be displayed in the space, then the
details are truncated, but the full information can be accessed by
resting the mouse cursor over the appropriate region for a few
seconds to reveal a 'tool tip' containing the full details.

On the far right hand side are the window controls:

Close - closes the window and returns to the database display. If any
matching has been done, and results from it have not been saved,
then the program will check if the user wishes to save them to a file.

Save Results - once a matching calculation has taken place, this
option allows the tabled results to be exported to a either an ASCII
text or Microsoft Excel compatible file. Enter the filename and select
the filetype from the list in the standard File Save dialog box. This
option is also available from the File menu. (N.B. only the results
from the most recent matching run will be saved by this method,
hence separate saves would be required to keep results from multiple
runs.)

Print - brings up a standard Windows Print dialog, and causes the
current contents of the graph pane to be sent to your selected printer.
This option is also available under the Graph menu.

Note that printing to a postscript printer may be very slow as every
single datapoint (usually several thousand) is sent to the printer.
Much faster results can be obtained with a non-postscript printer, for
example an inkjet.

The remaining controls in the window are the mode-dependant
controls.

The user can switch between the two matching modes by means of
the tabs in the top left of the window:

Pattern Matching | Quantitative Analysis I
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3.4.6 Pattern Matching

The first tab represents the Pattern matching program mode:
Pattern Matching | Quantitative Analysisl

Match

Match Al |
[~ Refine inear/non-linear shift [zlow]
Match Peak... | [~ Limit #-axiz range to bebween I‘ID and |83

Fiank ‘Weightings:
Spearman: 050 FK.ol-5mir: 0.00 Gt
B tic: 050  ParaPks: 000 —

This process involves the repeated comparison of pairs of datasets,
the sample and the database patterns.

The sample pattern is the pattern that is being compared to the rest of
the patterns in the database. For each pattern, a comparison is made
as follows:

1. The full profiles of the patterns are compared on a point by point
basis using the non-parametric Spearman rank-order coefficient test.
The result from this appears in the results column headed
‘Spearman’. A score of 1.0 represents a perfect match, 0.0 the worst
possible match, and -1.0 a negative correlation (see Section 3.6,
References).

2. A parametric Pearson equivalent of the Spearman test is then
applied, both to the full intersecting profile (results shown in column
Parametric), and to individual corresponding peaks (results shown in
column Para Peaks).

3. If any peaks have been marked in the sample and database
patterns, the probability of correlation between the two is also
calculated using the Kolmogorov-Smirnov test (see Section 3.6,
References).

4. The range of each peak to be tested is taken to be the intersection
of the two peaks ranges, calculated by tracing their shoulders until
either the intensity falls below a set threshold, or the intensity starts
to increase again.

5. The pattern with the greater number of peaks is taken as a
reference, (its number of peaks = m).

The Kolmogorov-Smirnov test is then performed on each of these
peaks, and a probability value p returned for each one. This is 1.0
where peaks are identical and zero when a peak is matched against no
peak.

Then K-S value for the overall pattern is:
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(P1tpatpst.. . Apm)/m

which returns a value between 0 and 1.0. Note that the test results for
each individual peak can also be examined in the Single Peak Viewer
- see Section 3.4.8.6, Match Peak.

6. Results are reported in the Ko/-Smir column, where a result of 1.0
corresponds to a perfect match. This is also true of the Para Peaks
result, which is calculated in a similar manner.

7. Finally, a Rank value is calculated for each database sample after
comparison, comprised of a weighted mean of each of the available
statistics. These weights are user-definable - see Section 3.4.8.2,
Rank Weightings.

3.4.7 Non-quantitative Peak Matching:

Click the Match button (or press F1). Matching will commence.
Progress is indicated by the progress bar and status bar:

[Matching...

Once matching has completed, the results will be displayed in the
results pane:

|F| ezultz [larger Ranks are better]: |

Mame/|D Rank Parametric Spearman K.ol-5 mir Para Peaks -
1 ASPIRIN - PRIMAF 2.l]l]l]5
2 ASPIRIN - NO PRIE 1.8248 0.9217 0.9030 0.1485 0.9247
3 ALREFHT 0.4619 0.4137 0.0482 0.0083 0.4843
4 SaMPLE H 0.3401 0117 0.2230 01766 0.3885
B Boldenone undecyl| 03182 01953 01229 00115 0.3295
E SaMPLE EB 0.1502 -0.0095 01597 01984 0.473 LI

The best overall match is shown at the top of the list, which is sorted
by default in descending order of Rank. The best match is always the
pattern you are matching against. This provides a useful check that
everything is operating correctly, since the unknown pattern matched
against itself should give a perfect match in all four tests.

i.e. it should have a

Spearman of 1.0
Parametric of 1.0
Kol-Smir of 1.0
Para Peaks of 1.0

and a rank (calculated from 0.5xSpearman + 0.5xParametric) of 1.0
(assuming default weightings).
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To view a pattern overlayed on the matched pattern, click once in the
leftmost column of that pattern (the third row in the example below):

[Mame/D [Rank [ Parametiic [Speaman [ Kal-Smir [ParaPeaks =
1 upd3-045. cif 2.0000 1.0000 1.0000 1.0000 1.0000
2 0.7860 06737 0.0791 0.7146
4 upd3-004. cif 1.3153 0.5507 0.7246 055929 05437
5 Misture 50% Boehr | 1.2896 0.7006 0.5830 01770 0.5570
[ Misture 80% Boehr| 0.4972 01021 0.3951 0.0591 0.55962 LI

1.00
080

0.0

o] L‘ Ll Lk

20.00 40.00 60.00 a0.00 100.00 12000 140.00

Clicking once in this column for a particular pattern results in a
coloured dot appearing, and the corresponding pattern being shown
in the graph pane, superimposed upon the matched pattern using the
colour of the spot.

Clicking the same column again removes the pattern from the graph
pane. Up to seven different patterns can be displayed at once in this
manner. To remove multiple displayed graphs in one step, a Remove
Overlaid Graphs option is available from the Graph menu, or the
pop-up menu obtained by right-clicking on the graph region.

The sort-order in which the results are displayed can be changed by
clicking the header of the column on which you wish the results
sorted. Clicking the same header again causes the results to be sorted
in that same column, but in the opposite order i.e. repeatedly clicking
on one header causes the sort order to switch between ascending and
descending.

If the top few patterns appear to be a really bad match, the chances
are that the list has been sorted in descending order. Click again to re-
sort.
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3.4.8 Advanced Options

Pattern Matching | Quantitative Analysis

Fiank ‘Weightings:
Match Spearman: 050 KobSmir  0.00 g,

ic: 050 ParaPks:  0.00
Match Al |
[~ Refine inear/non-linear shift [zlow]
Match Peak... | [~ Limit #-axiz range to bebween I‘ID and |83

3.4.8.1 Refine linear/non-linear offset

Selecting the Refine linear/non-linear offset checkbox causes an 20-
axis offset to be computed when comparing patterns.

For example, if two patterns are very similar, except that one is offset
by +0.3 degrees along the 20-axis from the other, selecting this
option should reveal this.

The maximum amount by which patterns are allowed to be offset can
be changed from the default of 0.4 degrees by changing the values in
the Advanced pane of the program Options dialog box. The program
attempts to maximise the correlation between patterns by varying the
values a( and a; in the equation A20 = a; + a; sin 6, although cos 0 or
sin 20 may optionally be used instead.

After turning the option on, click Match to begin the matching. This
process will be much slower than the default matching, as many
more calculations are being performed for each pattern.

Once complete, the results are displayed as before, with one
difference. There is now an additional column on the far right - Offset
used:

Mame Rank Parametric Spearman K.ol-5 mir Para Peaks Offset uged «
1 U - 0.0
2 ASPIRIN - FRIM 02191 0.0143 0.4233 0.3930 0.4276 04,038
3 ASPIRIN -NO P 0.2109 0.0 04117 0.2501 0.4659 04,023
4 MIORE 0.1867 01792 01942 0.0816 0.4300 0.25.0
B FRANEK 0.1399 01703 01083 0.1455 0.2872 04,04
E W1 0.1383 0.0193 0.2574 013597 0.2600 04,038 «

This corresponds to the amount of offset (ay, a;) required to
maximise the correlation coefficients for each pattern.

As a shift of up to about one degree can be possible when dealing
with patterns of the same substance recorded with different
experimental conditions, and this option may be useful to reveal
matches between patterns that at first appear to be different.
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Note that at present the shift only applies to the profile based tests
and that this option can slow down the operation of the program
substantially.

3.4.8.2 Rank Weightings

For patterns of a particular type, it may be the case that one particular
correlation coefficient proves to be more useful than others.

In order to relate this fact to the overall ranking of pattern matches, it
is possible to change the way the overall rank is calculated.

Normally, this is of the form:
Rank = wx(Parametric score) + w,*(Spearman score)
+w;3%(Kol-Smir score) + wyx(Para Pks score)

where w; and w, are the rank weightings, normally both 1.0. By
varying these weightings.

. Aank Weightings H=1E3

Fleaze enter the required weights for
each tesh:

Spearman; I 1.00

Farametric: I 1.00
K.ol-5mir: I 0.00
Fara Peaks: I 0.00
Cancel | ()3 I

It is possible to alter the overall rank order of the matched patterns,
for example:

Fiank ‘wWeightings:
Spearman: 200 K.ol-5mir: 0.00 Gt
Parametric:  1.00 ParaPks:  0.00

Once the weighting have been altered, the Apply button is activated.
Clicking it applies the new rank weightings to the current list of
matched results:

Mame/|D Rank Parametric Spearman K.ol-5 mir Para Peaks
1 Corundum. bt 3
2 upd3-003. cif 2.3966 0.7482 0.8242 01534 09124
3 upd3-004. cif 2.3810 0.7426 0192 01700 0.9047
4 upd3-045. cif 2.2111 0.5541 0.8285 0.0758 0.7421

If rank weightings are changed from the default values before a
match has taken place, the new values are used automatically when
the results are displayed.

100



Pattern Matching and Analysis

3.4.8.3 Limit x-axis range...

[~ Limit #-axis range to between |5 and 120

Turning on the Limit x-axis range checkbox has the effect of limiting
the analysis calculation to a subset of the entire x-axis range of the
unknown pattern. This can be useful if a particular feature of the
pattern is causing problems for the calculation.

The default values in the textboxes are the full range of the unknown
pattern, although these can be changed by either:

1. Typing in the desired start and end angles of the required range
into the textboxes, or:

2. Zooming in to the desired range by clicking and dragging a zoom-
rectangle on the graph pane. The start and end ranges of the 26-range
of the zoomed region of the pattern will be automatically placed in
the textboxes.

To use this feature, turn the checkbox on, enter the desired start- and
end- details, and click the Calculate button.

3.4.8.4 Difference Plots

When comparing two very similar patterns it can be useful to get a
different kind of visual feedback as to their similarity. One such
feedback method is the difference plot, which subtracts the selected
database pattern from the unknown pattern and displays the
remainder. This feature is accessed by first clicking once to select a
database pattern from the list of match results, and then either
selecting Show Difference Plot from the Pattern menu, or clicking
once with the right-hand mouse button to access the results pane pop-
up menu:

[Mame/D [Rank [ Parametric [Speaman [Kal-Smir [Para Peaks
1 Zincite. txt 2.0000 1.0000 1.0000 1.0000 1.0000
2 Cpd-1a.tst 0.4877 0,000 0.4387 0.0246 0.6458

Fluarite. bt 0.2389
4 Corundurn. kst 0.1575

0.0405 0.3254

Overlay on Graph
& 0.0478 0.2903

how Difference Plot

Show Peak Comparizon \

MarkUnmark thiz Pattern az |gnored
MarkUnmark Al Patterns az |gnored |

1.00 Edit selected pattern
| T T T Tl

Matrh anainzt zelected nattern | | | |
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Selecting the Show Difference Plot option brings up the following

window:
. Difference E
r— Difference Spectum of: -
Test Patter: Dickite Erint... | Export Close |

D atabase Patterm:  Montmorillonite-Ca
[shown as 100 % of total pattern]

1.00

0.50 J
0.00 \ [ 3 L
050

5.00 10.00 15.00 20.00 25.00 30.00 35.00 40.00 45.00 50.00

The Print button outputs the graph pane to the local Windows printer.
The Close button returns to the main Match window.

The Export button saves the difference profile to an ASCII text file.

3.4.8.5 Match All

This option is only available for a maximum of 1000 patterns in a
database. It matches every pattern in the database against every other
pattern in one step, and displays a matrix of results.

Please note that with this large number of patterns the matching
process will take some time to complete, and this will be exacerbated
if the allow x-offset option is enabled.

Clicking the Match All button produces a dialog in which to select
the individual tests to be used:

. Match All Dptions E
— batch Option

Fleaze zelect the type of Match you wish to peform:
¥ Spearman - with a weighting of IW
¥ Parametric - with a weighting of IW
I~ Kaol-Smir - with a weighting of IW
I Para Peaks - with a weighting of IW

— Display Option:

Highlight any results better thar: I 05

Cancel |
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Pattern Matching and Analysis

Select the tests of choice, their required weightings and enter the
highlight cut-off value (any results greater than this value will be
highlighted in the results table).

Clicking OK initiates the matching process. This may take some
time, as n>/2-n matching tests are being performed (where n is the
number of patterns in the database). When over 50 patterns are being
matched, a window with a progress bar is displayed. When complete,
the results are displayed as follows:

upd3 -004. ¢ | upd3-005.c| upd3-006.c upd

- -1.958017E 1 0.856992 0631 3E 0. 9251 39 DD‘I 59?9.f 2?085?9E -5.597485E ?D42118E DD‘I E1 234
- -1.340543E 0.856992 1 -1.073085E 0.940968 -1.025334F -1.904620F -7.160435E -6.045203E -56.203728E
- -1.788726E -2.006913E -1.073085E 1 £.384563E -1.180575E -2.063083E -3.256530E -6.849316E -6.128250E
- -1.675135E 0.925139 0.940968 6.354563E 1 -1.396583E -2 443125E -8.601345E -8.519933F -6.433925¢
- -B. 313147 -0.0159797 -1.085394E -1.180575E -1.336583E 1 0.733269 3637835E 3.371770E 0.2762358
- -1.085731E -2.706573E -1.904628E -2 063033E -2.443123E 0.733269 1 01153216 | 8542537 0.548274
- -1.579619E -5.597485E -7.160438E -9.256533E -8.501343E 36873356 01153216 1 01743346 02046806
- 5.26832E-0 7.042118E | -6.845203E -6.843316E -8.519333F 3.371778E 8.542597E 01743346 1 0.548263
- 6.930218E 0.0161234 -5.203728F -6.128268E -6.433923F 02762358 0.548274 02046206 0.548263 1

The results pane is automatically vertically enlarged to show more of
the results. To toggle between this enlarged size, and the standard
size, click on the grey region between the results table and the graph
pane.

Any test scores that are above the cut-off level selected in the
preceding dialog box are highlighted in bold. This procedure may
reveal hitherto unnoticed correlations between different patterns in a
database.

All the matching results obtained against upd3-004 are shown in the
first column, upd3-005 in the second, and so on. By looking at the
intersections between patterns, an idea of the similarities between
any two database patterns may be obtained.

To view a particular correlation of interest graphically, click once on
the grid square containing the result. For example, the patterns upd3-
005 and upd3-008 have a match score of 0.9251 in the above result.
Clicking on the square containing the 0.9251 results in the two
patterns of interest being superimposed on the graph pane below to
allow visual comparison.

If the option to refine pattern shifts was selected, after clicking on a
given correlation, holding the mouse steady for a second brings up a
tooltip containing the calculated best offset for the two patterns, in
the form (a, a;) as discussed above.
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3.4.8.6 Match Peak

Individual corresponding peaks can be easily compared in this mode.
This can be particularly useful to spot very small differences between
otherwise almost identical patterns: click once in the results list to
select the pattern you wish to compare the unknown pattern with.

Then click the Match Peak... button (or select Show Peak
Comparison from the Pattern menu). The window will appear for the
first of the matched peaks:

. Single Peak Yiewer B
Fiesults: Kol-Smir d-walue: 0.314 Fied: Sample
Kol-Smir prob: 0.0710 Elue: Database

Para Peak: 0.949
Cancel |

1.00

080
0.0
0.40
020

0.o0
1170 1180 1180 1200 1230 1220 1230 1240 1260 1260

Clicking Next Peak closes this window and opens another for the
next peak common to both patterns. Cancel returns to the match
window.

Detailed results of the Kol-Smir and Parametric Peaks test results are
shown on an individual peak basis in this window (these individual
values are combined to give the result for the whole pattern displayed
in the main match window results pane).

3.5 Quantitative Analysis

The second tab represents the second of the main program modes:
Quantitative Analysis:
Pattern Matching  Quantitative Analysis |
Calculate | [ Chelude  KokSmi < [020 P Pk.“ [0z0
with: Spearman < IU_2U Parametric < W

I Scale Graphs

[~ Refine inear/non-linear shift [zlow]

Fesidual.. | [~ Limit #-axiz range to bebween I‘ID and |83

This is used with patterns of mixtures to estimate their percentage
composition from pure component patterns contained in the
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Quantitative Analysis

matching database. Note that for the method to work successfully,
patterns corresponding to all pure phases in the mixture must be
present in the current working database.

3.5.1 Standard Quantitative Analysis:

Click the Calculate button (or press F3). Analysis of the selected
unknown pattern will commence. Prior to analysing, a pattern
matching calculation is performed.

The progress and status bars indicate this:

[Matching...

Before showing that analysis is taking place:

|D ecomposing, Please Wait...

Note that this process may take some time, depending on the number
of patterns included in the calculation. The progress bar is not
updated during the calculation of relative proportions, so patience is
required as the calculations are very processor intensive, and may
take several minutes. The screen is not updated or redrawn while this
is happening.

Once analysis has completed, the results will be displayed in the
results pane:

[&malsis Results: |

Parametric Spearman K.ol-5 mir Offset uzed

Gibbsite

Fluarite

Note that the headers have changed. Although the first 6 columns are
the same as before, there are 3 new columns:

1. Offset used:
The offset given to a particular pattern that gave the best match;
see section 4.4.2.1

2. Scale % or Weight %:

Displays what proportion of the mixture is accounted for by an
individual database pattern. This is normally displayed as a scale
percentage i.e. what percentage of the mixture pattern does each
individual phase constitute?

105



If all the required advanced pattern information has been entered
(see Section 3.3.11, Additional Pattern Information), the program
converts this scale percentage to an actual percentage of the mix-
ture by weight. In this case, the column heading is changed to
Weight %.

Note that this information must have been entered for ALL phases
in the mixture to be able to calculate a weight fraction.

3. Std Dev.

The standard deviation of the percentage composition calculation
reported for each pattern.

By default, the maximum number of patterns that will be reported as
included in a mixture is 6, although this is easily changed. (see
section 4.6, Matching Options)

As before, patterns can be displayed over the unknown pattern by
clicking once in the leftmost column:

UPOS-ULSCE | 2065 ubsds Ui 143 urale Uy 6.0 L) .
2 upd3-004.cif | 2.0338 0.5907 0.7246 0.5923 0.0000 421 E5
4 Misture 50% B | 1.8786 0.7006 0.5230 01770 0.0000 0.5 1.0
b Misture 80% B | 0.8323 01021 0.3351 0.0591 0.0000 0.3 07
3 NH4WO3 -70 0.1100 0.0000 0.0550 0.0936 0.0000 0.0 0o LI

1.00
080
0.0
0.40
020 l l

0.o0 L ] L

20.00 40.00 60.00 a0.00 100.00 12000 140.00

This can provide valuable visual feedback for the user to check if the
suggested constituents of the unknown mixture are indeed correct.

To view a phase pattern on top of the mixture pattern scaled to the
percentage result suggested, check the Scale Graphs checkbox, and
then click on the pattern to display it in the usual way. If the Scale
Graphs option is checked, and the Show Difference Graph option is
selected, the individual phase pattern will be subtracted from the
mixture pattern scaled to the relevant %. The amount of scaling
performed is shown in the difference graph window:

Difference Spectum of:
Test Pattern: [Unknown)]
Database Pattern:  HALLOWSITE-724

[shown as 11.6 % of total pattemn]
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Quantitative Analysis

Additional feedback on the results is given by the calculated error on
the suggested percentage, and by how good the matching results of
the Spearman, Parametric and Kol-Smir tests were for each phase.

Occasionally if an incorrect pattern has been suggested by the
program, this may be shown by extremely low values of the
Spearman, Parametric and Kol-Smir tests, and such patterns can be
marked to be ignored during subsequent runs - see 3.5.2.2, Exclude
patterns...).

3.5.1.1 Automatic Missing Phase Detection

The program examines the results from the analysis, and based on the
calculated error and residual trace can suggest if the result does not
account sufficiently for all of the unknown pattern intensity:

SNAP-1D [ <]

Posszible missing phases detected; recalculate to include them?

This would occur in a case where not all of the phases present in a
mixture pattern were in the database being used.

Selecting Yes in the above dialog causes the program to simulate a
pattern corresponding to the intensity unaccounted for by the current
results. (This simulated pattern is equivalent to the pattern obtained
by saving the positive intensity trace from the Residual window; see
Section 3.5.2.6, Residual Window for more details.)

The calculation is then re-run to include this simulated missing
phase, and results re-calculated:

Mame Rank Parametric Spearman K.ol-5 mir Offset uged | Scale % Std Dew.
1 Mixture. TT | 2.0000 1.0000 1.0000
2 Phase 2TAT | 1.1987 0.9619 0.2368 (0.6EES 0.0000 443 0.8
3 Simulated Mis: 0.8548 0.2642 0.5905 0.2242 0.0000 53.8 30
4 Phasze 1.TAT | 0.0000 0.0000 0.0000 0.0866 0.0000 1.3 05

Note that results cannot be calculated in terms of weight fraction
when simulated missing phases are included.

After doing an analysis, and choosing to include a missing phase,
when the user closes the match window, the program checks to see if
the simulated phase should be retained in the current database or
discarded.

If the pattern is retained, it shows up in the database window with a
name of 'Simulated Missing Phase', although this can of course be
altered in the Edit window later.
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The settings used by the program to determine if a missing phase
may be present can be controlled by the user; see section 4.3.10 on
page 118.

3.5.2 Advanced Analysis

3.5.2.1 Refine linear/non-linear shift

This option works as described in Section 3.4.8.1, Refine linear/non-
linear offset.

3.5.2.2 Exclude patterns...
Exclude  Kol-Smir < W Para Pks < W

I~ pattems

with: Spearman < IU_2U Parametric < Ig_zg

Selecting the Exclude Patterns checkbox can be extremely useful to
narrow down the number of patterns to be considered as components
of the unknown pattern. It does this by excluding patterns that are
below user-set thresholds on any of the matching tests to be included
in the quantitative calculation.

The default values may be easily altered by changing the relevant
values in the text boxes. The best values to use can change depending
on the type of data being considered.

Generally, the best approach is to perform a standard analysis with
defaults to begin with, and see if any poorly matching patterns have
been included. The results from this will then give a feel for what
values the cut-offs should be set at. This option also has the side
benefit of speeding up the process as less patterns are used.

To use this option, turn on the checkbox, enter the desired values, and
click the Calculate button as normal.

3.5.2.3 Limit x-axis range...

[~ Limit #-axis range to between |5 and 120

Turning on the Limit x-axis range checkbox has the effect of limiting
the analysis calculation to a subset of the entire x-axis range of the
unknown pattern. This can be useful if a particular feature of the
pattern is causing problems for the calculation.

The default values in the textboxes are the full range of the unknown
pattern, although these can be changed by either:

1. Typing in the desired start and end angles of the required range
into the textboxes, or:
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Quantitative Analysis

2. Zooming in to the desired range by clicking and dragging a zoom-
rectangle on the graph pane. The start and end ranges of the x-range
of the zoomed pattern will automatically be placed in the textboxes.

To use this feature, turn the checkbox on, enter the desired start- and
end- details, and click the Calculate button.

3.5.2.4 Ignore selected pattern

[Mame/D [Rank [ Parametric [Speaman [Kal-Smir [Para Peaks
1 Zincite. txt 2.0000 1.0000 1.0000 1.0000 1.0000
2 Cpd-1a.tst 0.4877 0,000 0.4387 0.0246 0.6458
3 Fluorite. st 0.2389 -0.0034 0.2423 0.0405 0.3254

Corundurm. kst 0.1575 -0.0042 niriz nna7a n2903
Overlay on Graph
Show Difference Plat
Show Peak Comparizon

MarkUnmark thiz Pattern az |gnored
MarkUnmark Al Patterns az |gnored

1.00
| | | | I | | | | | F it zrlrrted nattam

If a particular pattern included in the list of suggested results is
known to be incorrect, it can be excluded from the calculation, by
clicking once on it in the results pane to select it, and then by either
right-clicking to bring up the results-pane pop-up menu, using the
Mark/Unmark Pattern as Ignored option in the Pattern menu.

Select Mark/Unmark this Pattern as Ignored. A large, bold X will
appear next to the pattern name in the first column, to indicate it is
being ignored for the purposes of the calculation.

Once a pattern has been selected as ignored, click the Calculate
button again to re-run the calculation, which will be performed
without any the ‘Ignored’ patterns.

If the pattern was incorrectly marked as ignored, it may be unmarked,
by simply repeating the above procedure, and selecting Mark/
Unmark this Pattern as Ignored once more. The large X will
disappear.

It is possible to mark multiple patterns to be ignored by repeating this
process with different selected patterns.
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3.5.2.5 Ignore All patterns except.

[Mame/D [Rank [ Parametric [Speaman [Kal-Smir [ Para Peaks
X | Zincite. tat 2.0000 1.0000 1.0000 1.0000 1.0000
X | Cpd-latst 0.4877 -0.0010 0.4887 0.0246 0.6458
X | Fluorite.txt 0.2389 -0.0034 0.2423 0.0405 0.3254
Corundum. st 0.1575 -0.0042 01617  paliiss fonen

Overlay on Graph
Show Difference Plat
Show Peak Comparizon

MarkUnmark thiz Pattern az |gnored

MarkUnmark All Patterns az |gnored

1.00
‘ ‘ ‘ ‘ I‘ ‘ ‘ ‘ ‘ ‘ ‘ Edit selected pattern

In situations where the particular constituent patterns of an unknown
mixture are known, but only the relative percentages of each are
unknown, it is useful to be able to only include the correct
components in the calculation. This not only speeds up the process
but can generally improve the accuracy of the results.

The simplest way to achieve this is to first mark all of the patterns in
the database to be ignored, and then un-mark the individual patterns
that are known to be present in the mixture.

To achieve this, right-click on the results pane to bring up the pop-up
menu, or use the Pattern menu: select Mark/Unmark all Patterns as
Ignored from the options presented. A black bold X will appear in
the first column of the results pane next to every pattern shown. (N.B.
if any patterns have previously been marked as ignored, these will be
un-marked by this process).

Next, individually unmark the patterns that are to be included by
selecting them singly, and selecting Mark/Unmark this Pattern as
Ignored from the pop-up menu. Then select Calculate as normal.

To unmark all of the marked patterns simultaneously, select Mark/
Unmark all Patterns as Ignored again from the pop-up menu. All
patterns that were marked as ignored will become unmarked, and
vice-versa.

N.B. If the patterns that have been marked and unmarked become
confused, it is possible to reset all of the patterns in the database to
the default state of all being included in a calculation, by closing the
match window and then re-opening it.

3.5.2.6 Residual Window

To see if the suggested results are correct, or if they include a pattern
not present in the mixture, or if they miss out a pattern that should be
there, the residual window constructs a calculated pattern made up
from the various individual patterns suggested as mixture
components, in the proportions calculated.
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Clicking the Residual button brings up the following window:
. Residual =1 E3

Simulated Pattern and Cloze |

Test pattern overlayed:

1.00

080

0.0

0.40

020

o I A1 00 01 U5 O T WY

10.00 20.00 30.00 40.00 50.00 £0.00 70.00 80.00
[DTE:{?%?;S:&?F Export ... | Addto Databasel
1.00
0.50
0.00 T e J[ JU Inl iy N -
10.00 20.00 30.00 40.00 50.00 £0.00 70.00 80.00

The upper window overlays the original mixture pattern (in blue)
with the calculated one using the suggested results (in red/brown).

The difference between the two profiles is shown in the bottom
window. Large negative peaks in this correspond to incorrect peaks,
and would suggest one or more of the suggested constituent phases
are incorrect. Positive peaks here would represent peaks in the
original pattern not accounted for in the suggested results.

The simulated mixture pattern can be saved to an ASCII text file
using the Export Simulated button. The difference plot can be saved
to an ASCII file using the Export Difference button.

In the latter option, two different formats are available from the pop-
up list at the bottom of the Windows Save dialog. The first (Full
residual) saves the difference profile as it is shown in the window,
with some peaks negative and some positive. The second (Positive
residual) ignores any negative peaks and saves only positive ones in
order to make a pattern comprising only intensity not accounted for
by the current pure phases.
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Exported difference profiles can be re-imported and treated as new
patterns, and further quantitative analysis can be performed using
them if required. This can be done manually or by using the 4dd to
Database option.

3.5.3 Other Options
Edit this pattern

Having performed a match or analysis procedure, it may be that one
pattern listed in the results table is of particular interest. It is possible
to view the Pattern Editor window for such a pattern directly, by first
clicking once on the pattern of interest in the list, and either selecting
Edit from the Pattern menu, or Edit this Pattern from the pop-up
menu.

Either option brings up the editor dialog allowing detailed
information about a pattern to be viewed or edited.

Match against this pattern

Having performed a match or analysis procedure, it may be that one
pattern listed in the results table is of particular interest, and the user
my wish to perform an additional match or analysis with that pattern.

It is possible to open another Match window for such a pattern
directly, by first clicking once on the pattern of interest in the list, and
either selecting Match from the Pattern menu, or Match against this
Pattern from the pop-up menu.

Either option brings up a new Match window. The original Match
window is still open and may be viewed as desired. As many Match
windows as required may be open at the same time.

3.6 References

1. Spearman, C. (1904). 'The proof and measurement of association
between two things'. American Journal of Psychology, 15, 72-101.

2. Smirnov, N.V. (1939). 'Estimate of deviation between empirical
distribution functions in two independant samples.' Bulletin Moscow
University, 2(2) 3-16.

3.Press, W.H., Teukolsky, S.A., Vetterling, W.T., Flannery, B.P.
Numerical Recipes in C: The Art of Scientific Computing, Second
Edition, Cambridge University Press, 1992.
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CHAPTER 4 Program Options and Defaults

4.1 Accessing Options

The options menu can be accessed at any point from the Edit menu.

File | Edit Tools Graph  Batberm
Lrida Chrl+-Z

Cuf: Chrl-
Copy Chrl+E

Baste Chrl

Options. ..

The Options window is comprised of three tab sections which can be
selected from the top of the window.

Manual: General |Advanced| Automatic: Generall

These are each described in turn below.

Note that that ‘Manual’ settings do not affect Automatic Analysis
runs and vice versa.

113



4.2 Manual Analysis: General Options

When the Options window first opens it displays the Manual
Analysis section first by default.

o oo -0l

Advanced I Automatic: General I

Double-clicking database list entry launches:
" Match Windaw
+ Pattern Editar

Graph Drawing:
* Slower, Better quality
= Faster, Poorer quality

Graph Digplay Options:
[~ FlipYertical [~ Use Bold grid lines
[ Flip Horizontal

|dentify patterns in Match window results table by:
¢ Chemical Mame/ID field
" Filename field

— Default Processing Option:

¥ Subtract Background

¥ Srmooth Smoathing Factor:l 1
¥ Find Peaks

Default Peak Threshald: 0.05
Drefault 'Wavelength:

I
jcukat =] | 154058 N o

r— Default Pattern Database Location

C:hprocessed.par Change: |

HesetAII...l Cancel | ok |

This first tab is split a general section and a processing section.

4.2.1 General Section
Double-clicking Database Lists

The first option controls whether double-clicking a pattern entry in
an open database window brings up the match window or the pattern
editor window. By default this is set to being the Pattern Editor.

Graph Drawing

Decides whether the patterns are displayed in a high-quality, but slow
to draw mode, or a faster but lesser quality mode. The slower option
is the default.

Use Bold Grid Lines checkbox controls if a black grid shown behind
patterns on the graph, or if light-grey lines are used. The latter is the
default.

The two Data Display checkboxes control whether the patterns are
displayed as read in from their original data files, or flipped in either
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Manual Analysis: General Options

the x or y axes. These options may be useful when examining
different types of non-powder diffraction x-y data.

4.2.1.1 Results Display

This section contains a toggle to switch between displaying the
Chemical name/ID or the Filename of patterns in the Match window
and other results lists.

5.1.1.3 Processing Options

The next section controls which of the three main processing options
are turned on by default in the window which appears when patterns
are being imported. A default wavelength can be selected - either one
of the standard ones from the pop-up list, or a custom value entered
into the text box. The default value is CuKa.

5.1.1.4 Smoothing Factor

Varying the number in this box controls the amount of noise removal
performed by the wavelet smoothing. The larger the number, the
smoother the resulting pattern. Be careful of oversmoothing and
losing valuable information. 1 is a good default value in most cases.

5.1.1.5 Default Peak Threshold

The next control changes the default peak threshold. Only peaks
whose maximum intensity are above this cut-off value will be
marked as such. The default value of 0.05 can be changed by
dragging the slider left or right. The corresponding numerical value
for the threshold is shown to the right of the slider.

4.2.1.2 Default Pattern Database Location

The final region lets the default database be located and selected.
This is the database that is opened when the Open Default option is
selected from the File menu.

To change, click the Change... button. A Windows file selection
dialog box will appear. Locate and select the database required, and
click Open.

The file and location selected should be displayed in the window. In
the example shown above, the default is processed.par which is
located at C:\.
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4.3 Manual Analysis: Advanced Options
[mopions -loix

Manual: General Automatic: General I
r— Default katch Option:
Fiank ‘Weightings:
Spearman: 0.50 Kol-Smir: 0,00
Parametric: 0.50 Para Pks:  0.00 Set...

r— Default katch All Option
Fleaze zelect the type of Match you wish to peform:

¥ Spearman weighting I 050 I Kol-Smir - weighting I 0.00
[V Parametric - weighting [ 050 [ Para Peaks -weightingl 0.00

Highlight ary results  better than: I na

—&nalyziz / Match Option:
Optimise =-zhifts using:

al| g4 +al I 04 Isin theta 'l
Report a maximum Dfl £ components. |gnore pattern below: I oo

b4 atrix talerance: ID.DDDD‘I Refinement loops: I 3

[ Hide zero % components when displaying results.
[¥ Calculate “eight Fractions if all required information is present.
[~ Automatically recalculate phases % if missing phases are suspected.
Suszpect mizzing phazes when Scale % emor » m peak.
or when residual intensities have mare than |—1

HesetAII...l Cancel | ok |

The second tab, Advanced, contains the more in depth matching and
quantitative analysis controls.

4.3.1 Default Match Options

This section controls the default values for the Rank Weightings in
the Match Window.

The default values are: Spearman 0.5, Parametric 0.5, Kol-Smir 0.0,
Para Pks 0.0.

4.3.2 Default Match All Options

This section controls which matching tests and what corresponding
weightings come up by default in the Match All settings window.
Initial values are to use the Spearman and Parametric tests, each with
a weighting of 0.5.

Note that it is recommended that the sum of any weights used is 1.0.

4.3.3 Optimise x-shifts

This section controls how patterns will be shifted in an attempt to
maximise the correlations between them. By default the program
attempts to maximise the correlation between patterns by varying the
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Manual Analysis: Advanced Options

values a( and a, in the equation A20 = a; + a; sin 6, although cos 0 or
sin 20 may optionally be used instead by selecting the relevant item
from the drop-down menu.

The values of a; and a; that may be entered here represent the
maximum values that will be allowed by the program during the
refinement.

4.3.4 Report a maximum of » components

Fiepart a masimum oflg components.

The maximum number of patterns that PolySNAP M suggests as
being constituents of an unknown mixture can be easily changed by
the user. By default, it reports a maximum of 6 components. This
default can be changed to any integer between 1 and 15. Note that
this must be done before a match window is opened in order for any
changes to take effect.

4.3.5 Matrix tolerance

The second controls what proportion of the patterns that do not
contribute significantly to the overall pattern are ignored. This should
be a number between 1 and 0. The default is 1x10™.

4.3.6 No. of refinement loops

The Refinement loops field controls how many loops of refinement
the program performs. This should be an integer between 1 and 3. If
it is 1, all patterns are included. If it is 2, all patterns are used, then
only the top 15 are included the second time around. If it is 3, then all
patterns, then the top 15, then the top N, where N is the number of
components selected above, are included.

4.3.7 Ignore pattern below...

This (default is 0.001) controls how much of each database pattern is
treated as background upon inclusion in the calculation. This is done
to simplify the problem and reduce the effect of background noise.

4.3.8 Hide zero % components in results

¥ Hide zero % components when displaying results.

With a database containing a large number of patterns, performing an
analysis usually results in a few patterns contributing towards a
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mixture, with the rest being ranked at 0.0%. This option hides any
patterns that are not considered contributors to the mixture.

4.3.9 Calculate Weight Fractions if possible

¥ Calculate “eight Fractions if all required information is present.

This checkbox allows the program to automatically display analysis
results as a weight fraction rather than proportional to scattering
power, if all the necessary pattern information is available.

With it turned off, a scale percent is reported even if all pattern
information is present. (See section3.3.11 on page87 for
information on what details are required to calculate a weight
fraction).

4.3.10 Suspect Missing Phases...

I~ Automatically recalculate phases % if missing phases are suspected.
Suszpect mizzing phazes when Scale % emor » I 15 %
or when residual intensities have mare than I 1 peak.

These controls set the values beyond which the program considers
that missing phases may be present in a mixture (see section 3.5.1.1
on page 107 for more information).

The two criteria used are the size of the largest calculated error on the
quantitative results, and if the residual intensity trace has any peaks
above the default minimum peak height.

In addition, if the Automatically Recalculate for Missing
Phases option is checked, the program will recalculate to include
missing phases automatically, without consulting the user first. The
default value for this is to consult the user.
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Automatic Analysis: General Options

|

Manual: General I Advanced

4.4 Automatic Analysis: General Options

=10l x|

— Default File Location
Input directory containing data files:
C:Apolysnap_tutorial\PS_simple_txth

Browse... |

Input Directory containing known phaze files:
<Mone:

Browse... |

Diirectory to store PolpSMAP output files:
C:hkemph

Browse... |

r— Other Setting:
[~ Warn befare deleting any output files

¥ Allow logfile to be deleted rather than appended to
[~ Show graphics toolbars when available

FiesStack Dizplay: Showl - pies per row.

(+ Label pat
= wxx_Label pat
" wxx_Labell_Label2 pat

Minimum Peak Intensity
Thisshold oy | 20

[~ Smooth Data Smaothing Factor
[0-10:

For Powder xR0 Data:

[¥ Extract label from filename in the pattern in the: form:

[~ Subtract Background
[~ | Stiict subtraction

Quantitative Options... |

Reset &ll... |

Cancel | ()8 |

4.4.1 Default File Locations

4.4.1.1 Default Directories

If no working input directory has been specified via a command-line

argument or other input method, the program uses the directories

specified here as its default. To alter any of them, click on the Browse
button to bring up a directory selection window:

. Select a folder location: ]

=10l x|

Select Drive: | = c: [Local Disk]

Select a folder on this drive:

=

S0
| = utorial

Mew Falder...

Cancel

0K
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Selection of a new working directory is carried out by first selecting
the correct drive letter from the pop-up menu at the top, and then
navigating to the desired folder via the lower navigation box. To open
a folder to see what other sub-directories it contains, double-click on
it. When the desired folder has been located, double click on it to
ensure it is selected, and click OK.

Ensure these settings are correct, as problems here may prevent the
program from running correctly in automatic mode. Note that setting
the input and output directories to the same location is not permitted,
and will generate an error.

4.4.2 Other settings

4.4.2.1 Warn before deleting any output files

With this option selected, the user is always warned when selecting
an output folder that already contains files from a previous program
run. The older files will be deleted if the user continues. If the related
option, Allow logfile to be deleted, is off then logfiles and errorlogs
are merely appended to on subsequent runs, rather than started
afresh.

4.4.2.2 Show graphics toolbars when available

In the results display window, several of the graphics panes have
toolbars to allow quick access to commonly used functions. This
option sets if they are displayed by default or not.

4.4.2.3 Cell/Stack display: Show [ | pies per row

For a display puposes the number of pies in a row can be altered to
suit the users needs. e.g. for a run of 12 samples the number entered
may be 6, which would create 2 rows of 6. The minimum value is 2
and the maximum value is 199. If the value is set to -1, the program
makes its own judgement as to the best number to display for a given
run to fit in the display window, and this behaviour is the default.

4.4.2.4 Extract label from filename in the pattern in the form

With this option on, sample ID information contained be parsed and
used to identify the pattern on the Cell Display and Dendrogram
Display. With the first option, Label.pat, the entire unique part of the
filename is used (though only the final 7 characters are displayed; the
full label can be seen in a tooltip by hovering the mouse over a
sample). With the second option, xxx Label.pat, only that portion of
the filename after the final underscore character is used as a sample
label. The third option, xxx Labell Label2.pat uses the information
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Automatic Analysis: General Options

after the final two underscores as the label, and ignores any previous
part of the filename.

4.4.2.5 Minimum Peak Intensity Threshold

This control changes the default peak threshold. Only peaks whose
maximum intensity are above this cut-off value will be marked as
peaks, and therefore included for comparison in the peak-based tests.
The number of peaks marked can also be used as an indicator of
crystallinity of a sample. The default value is 0.05; the acceptable
range is from 0 to 1.0.

4.4.2.6 Smooth Data and Smoothing Factor

Varying the number in this box controls the amount of noise removal
performed by the wavelet smoothing routines. The larger the number,
the smoother the resulting pattern. Be careful of oversmoothing and
either losing valuable information, or introducing artifacts into the
signal. The default value is 1.

4.4.2.7 Powder Data: Background Subtraction

Selecting the first checkbox performs the standard powder
background subtraction as used in Manual Analysis. The second
checkbox, Strict subtraction, applies an additional pass that is
intended for use when there is a large amorphous contribution to the
patterns that is required to be removed. It should be used with caution
as the possibility of removing more pattern than is required is more
likely.

4.4.2.8 Quantitative Options

Clicking on the Quantitative button opens the Quantitative Options
window.

. Quantitative Options

Fun quantitative analysiz on patterns that are not
zimilar to any known phazes provided.

Limit number of pozsible phases in a mikture to: I [

lgnore any results below I B pErcent,

or where the ermor on the
largest result is greater than I 100 percent,

R ok |

Run quantitative analysis on patterns that are not similar to any
known phases provided - This option can be activated or deactivated
by clicking on the check box, and controls whether or not the
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program performs quantitative analysis on samples it considers to be
possible mixtures.

It is possible to limit the maximum number of phases the program
will suggest as possible components in a mixture with the option:

Limit number of possible phases in a mixture to [ |

This can have any integer value between 1 and 15. The default value
is 6; if the initial number of results returned is greater than the value
set here, only the top x results are reported (where x is the value
entered here). The results which are reported can be further filtered
by means of the following two options:

Ignore any results below [ | percent - can have any value between 0
and 100. The default value is 5%. This sets the smallest percentage
value which will be returned as significant; anything below this
cutoff level will be ignored.

or where the error on the largest result is greater than [ | percent -
can have any value between 0 and 1000. The default value is 100.
This sets the level for the error value calculated for each phase. If the
error on a particular phase exceeds the amount entered here, it is not
considered as a possible phase in the mixture pattern.

4.5 Reset All
Reset All... |

There is a Reset All... button located at the bottom of the options
window. Clicking this button resets all of the program options to their
default settings. This option cannot be undone.
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CHAPTER 5

PolySNAP M Tutorial

5.1 Introduction

This tutorial has been designed to guide the user through a few
examples using PolySNAP M with typical data that might be
encountered in general use. It is not intended as a replacement for the
full program manual, but as a basic introduction to actually using the
program. It should therefore be read in conjunction with the manual
itself for a more detailed explanation where necessary.

The tutorial requires the user to have already installed PolySNAP M,
and be familiar with Windows-based interfaces. The data files used in
the tutorial are installed along with the software, and can usually be
found in the tutorial folder in C:\Program Files\PolySNAP M.

5.1.1 Simple Automatic Pattern Matching

To gain experience with PolySNAP M, a simple run using 21 X-ray
powder diffraction patterns is performed. The example assumes the
program defaults are used, and any more advanced options are
unnecessary.

To begin, launch the PolySNAP M program from either the icon on
Windows desktop or via the shortcut in the Windows Start menu.

5.1.2 Selecting Input and Output Folders

Once PolySNAP M has been launched the user is presented with an
empty window that contains only a menu bar. From this, the first step
is to define the input folder containing the necessary patterns and the
output folder where the results are to be placed.
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From the File menu, select Automatic Analysis and the Run on...
option. The following dialog box should appear.

— Select folder containing Sample data files:

C:htutarialhsimple_tsth Folder.. |

— [ ilse folder containing Known/Reference data files:

<Mone> Falder...

— Select folder to save output files:

C:hkemph Falder...

—&dvanced Option:
[~ Subtract Background [ Allow =-shift refinement [zin theta)
[~ Denoise Patterns [V Check for amorphous samples

[ wait far I 95 data files to load before starting analyzis.

[~ Mask selected pattern regions ...

[~ Only Match within the rangel 0 to I 1480

Cancel | ()8 |

To define the input folder containing the sample data files, click
the Folder button in the top section of the dialog box. A folder-
selection dialog box will appear.

. Select a folder location: 10l =|
Select Drive: IQ f: j

Select a folder on this drive:
b
= utorial

- & simple b

Mew Folder...l Cancel | ()8 |

Select the drive containing the tutorial data from the pop-up
menu at the top. In this case, select D..

Navigate to the folder C:\Program Files\PolySNAP M\tuto-
rial\simple txt\. Ensure that the last folder of the desired path (i.e.
simple_txt) is selected by double clicking it (the folder icon
should appear 'open").

Click OK. The selected path should be displayed in the upper
portion of the dialog box. Check it is correct; if it is not, repeat
the previous step.

In the Run PolySNAP M on... dialog box again, ensure that the
central section of the dialog box has no defined folder, indicated
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8.

by the word '<None>'". If this is not the case, uncheck the check-
box labelled Use Folder containing Known/Reference data files.
The use of this setting will be explained later.

The output folder where the result files are to be placed must be
defined. Click the third Folder button in the next section of the
dialog box. A folder selection dialog box will appear as before.
Select the local hard disk on your machine, which in this case is
C:. (Alternatively any other drive you wish to use for the output
data may be selected.)

Navigate to the folder you wish to place the output files. e.g.
C:\output|. If required use the New Folder button to create a new
folder. Ensure that the last folder of the path is selected by double
clicking it (the folder icon should appear 'open'). Note that you
cannot use the same directory for both input and output.

9. Click OK, and check that the desired path is displayed correctly.

10.

Leave the Advanced Options settings to their default values (all
should be off except for Check for amorphous samples).

11. Finally, in the Run PolySNAP M on... dialog box click OK.

The pattern files from the specified input folder will now be loaded
into PolySNAP M.

5.1.3 Pattern Matching the Different Powder Patterns

PolySNAP M is now in automatic mode, and proceeds by reading the
sample files from the specified input folder, and loading these into a
database located in the output folder.

=
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Each pattern is loaded in turn, with the first pattern profile shown on
the top right and the most recently loaded profile below it. When all

21

patterns have been loaded the process will stop.
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The program now examines the input files, checking for amorphous
samples, matches the data files against one another, and then
performs cluster analysis. When complete the results window will
appear.

5.1.4 Viewing the Results in the Cell Display

There are now a number of ways to view and examine the PolySNAP
M results. The first of these, and default view displayed is the Cel/
Display, which visually represents the contents of each sample cell.

B re [ Took Diplay Patem o ek x|

B o vt | ] Coraognares | (B 20 Pt s = | [ 20 P P | [ P ot | [ i Lol |

Each cell (shown as a disc) represents a different pattern from the
input folder, with colour being used to denote the suggested grouping
of compounds. In other words, similar samples are given the same
colour. In the lower part of the window the sample information and
pattern display of the selected cell is available. The first sample cell
is selected automatically when the window is first opened.

1. In the Cell Display click on cell FORMDI. The associated full
pattern profile of pattern D1 is now displayed in the lower region
of the window beside the sample information. In this particular
case the information available is limited, so many of the fields are
blank.

2. Hold down the shift key and click on cell FORMD4. The cells
from DI to D4 are now selected, and the sample information
pane now disappears, leaving only an extended view of the pro-
files of patterns D1, D3 and D4 overlaid to allow a visual com-
parison. From this view they are all obviously the same
compound.

3. From the Display menu select Offset Overlaid Pattern Profiles
and click on y-axis. This will now display the multiple patterns
with an offset along the y-axis of the plot, when any further cells
are selected.
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4. Hold down the control key and click on cell MIXT 2. The display
now includes this new fourth pattern, and to allow an easy com-
parison are displayed overlaid with an offset along the y-axis.

Skt Sarghe.

5. Zoom into the area between around 15° and 20° by holding down
the left mouse button and dragging a box over the desired area.
When the mouse button is released, the graph region is redrawn
to show just the selected area. Zooming in and out smoothly can
also be accomplished by clicking in the display and then holding
down the control key while moving the scroll wheel of the mouse
(if available).

6. To move around the area and position the view more accurately,
hold down the A/t key and left mouse button simultaneously
while dragging with the mouse - the display updates in real time.

These zoom and movement functions are the same for all graphical
displays within the PolySNAP M program.

To check which of the plotted profiles correspond to which sample,
'hover' the mouse over part of the plotted line; a tooltip appears with
the sample filename in it.

This closer view of the overlaid patterns makes it easier to see that
the top pattern (MIXT 2) is noticeably different from the other
patterns - note the extra peak around 14° for example - and may not
actually belong to this group of compounds.

7. Reset the view with a right click of the mouse in the graph pane
and selecting Reset View from the pop-up menu.

5.1.5 Viewing the Results by Dendrogram

In the PolySNAP M window there are a series of tabs just below the
menu bar, each of which display a different view of the data. Select
the tab labelled Dendrogram.
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The partitioning of the data into groups that were displayed in the
coloured cells is carried out by the cluster analysis of the sample
data. In PolySNAP M there are five different methods of clustering
available, each of which tend to give slightly different results. The
program computes the best, in the sense of the most internally
consistent, dendrogram method and displays the results from that
(although the user can choose to view the results from the other
methods and overrule the selected one if required).

A dendrogram provides a visual display of the results from the
hierarchical method of data classification using cluster analysis. The
dendrogram itself takes the form of a tree-diagram in which each
terminal branch (coloured box) is representative of a single pattern
sample.

The higher up the similarity scale two samples are connected by a
horizontal line, the less similar they are. Hence samples FORMA 1
and A3, with a similarity value of around 0.9 are very similar,
whereas samples FORMA1 and FORMCI, which are only joined
much further up the tree by a horizontal line with a similarity value of
around 0.4, are quite different.

In this dendrogram there are 6 separate clusters, each distinguished
by its own colour. These are the same colours displayed earlier in the
cell display and throughout most of the other PolySNAP M displays.
The number of clusters are defined by the yellow cut-line which in
this case was initially set to 0.744. The calculation of this level is via
a number of statistics. The confidence levels on this choice of cut
position are shown by the yellow dotted lines either side. Selecting a
cut-line for a dendrogram is a difficult procedure, and the results
must be treated with caution. The program-calculated level therefore
should always be carefully examined by the user to see if looks
sensible.
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Adjusting the cut level upwards creates fewer separate clusters, and
effectively reduces the discrimination between differences; adjusting
the cut-level downwards creates more separate clusters.

1. Inthe dendrogram click on the yellow square cell FORMDI. The
pattern profile of the sample is displayed.

2. Using the control key, also select cell MIXT 2. These are the two
patterns that appeared different from one another when they were
overlaid in the cell display.

Looking at the position of the cut-line it is seen to be only very
slightly above the similarity line between cell MIXT 2 and the other
yellow cells. It can also be seen that another group (the dark blue and
light blue samples) has only just been split by it. With the confidence
levels indicated by the yellow lines being between 4 and 7 clusters, it
is possible that the present level is not ideal.

3. To manually adjust the cut-line, either click in the Dendrogram
area and use the scroll wheel or hold down control and the /left
mouse button while dragging up or down. Move the cut-line
down slightly so that it is still above the lower confidence line but
so there are now 7 different clusters. Notice that the assigned
colours change, and that cell 20 is now in a cluster of its own.

4. In the dendrogram area click the right mouse button and select
Save Modified Trees...., to ensure that the changes are retained.
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5. From the Tools menu select List Pattern Cluster Members.... A
dialog box will appear containing a list of the clusters.

The current clusters at cut-level 0.774:

Group A
Sample #
Sample #
Sample #
Sample #

FORM AL Ext,
FORM A3, Ext,
FORM AZ.Ext,
FORM A, Ext,

EN g

Group Bt

Sample # 13 FORM D1, Ext,
Sample # 14 FORM D3, Ext,
Sample # 15: FORM D4, Ext,

Group C
Sample # 21: MIXT2, Ext,

Group D

Sample # 16: FORMEL Ext,
Sample # 18 FORM E3.Ext,
Sample # 19 FORM E4.Ext,
Sample # 17 FORMEZ.Ext,

Group E:
Sample #
Sample #
Sample #
Sample #

FORME1.Ext,
FORM B2.Ext.
FORM Be.Ext.
FORM B3.Ext.

Group Fi
Sample # 20 MIXT1 . Ext,

Group G

Sample # 9 FORM C1.Ext,
Sample # 10 FORM C2.Ext,
Sample # 11: FORM C3.Ext,
Sample # 12 FORM C4.Ext,

This dialog box displays the different clusters with their sample
numbers and actual file names. From the file names used in this
demonstration example it can be seen that the samples are now all
properly grouped, with the two mixtures separate from the rest.
Notice in the dendrogram display that these two mixture patterns are
quite dissimilar to anything else, having a low similarity connection
value to their neighbours.

5.1.6 Viewing the Results by 3-D Plot

The samples can also be viewed by making use of the distances
between objects derived from the correlation matrix to give a
representation of the data in three dimensions. There are two
methods used for calculating the resulting 3-D plots: these are Metric
Multi-Dimensional Scaling (MMDS) and Principle Component
Analysis (PCA). They both give different views of the samples
because of the differences in calculation and will therefore give
slightly different results. The control of each plot is the same so only
the MMDS will be described here in detail.
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Select the tab 3D Plot (MMDS) (or PCA if you wish).

The initial view shows only the x and y axis, while the z axis lies in
projection. Each point represents a sample. The position on the plot is
taken from the MMDS calculation. The colour of each sample is
taken from the dendrogram display to allow easy comparison of the
results from these different methods. Allowing the mouse to hover
over a sample displays the sample label in a tooltip popup.

Samples that are similar are plotted close to one another, so are seen
to clump together in groups. Note that different coloured samples can
also be close, this shows that they also have similarities. This can be
seen by the yellow group being very close to the green sample, which
is pattern MIXT 2 and, when comparing to the dendrogram display,
is only separated from the yellow group by the current level of the
cut-line.

Also notice the number plotted at the top-left of the display, in this
case, 0.96. This is a correlation coefficient measuring the quality of
the 3D representation to the original data. The closer to 1.0 it is, the
greater the reliability of the results. This value tends to decrease
when larger data sets are used.

Use the following methods for exploring the 3-D plot.

Action Control

Rotate the 3-D plot Drag while holding shift key
and left mouse button

Move plot laterally Drag while holding alt key and
left mouse button
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Alter size of spheres Drag up or down while holding
control key and left mouse but-
ton

Zoom on centre Click in area, hold shift key and
use mouse scroll wheel

Zoom on area Hold left mouse button and
draw box over area

Select a sample Click on sphere

Select multiple cells Hold control key and select
additional cell

Alter rendering quality | Press F2 and adjust scale

(lower values are better for
slower graphics cards)

Centre view Right click mouse and select
Centre Selection

Reset view Right click mouse and select
Reset View

The 3D plot is useful to spot patterns that are quite different from the
others, as they tend to stand out on their own and are not easily
grouped. Also, cases where the colours (from the dendrogram) and
the positions (from the MMDS) of the samples appear to contradict
each other are the samples that should be looked at manually in more
detail.

To end this session select Close Window from the File menu.
Automatic Quantitative Pattern Matching using Known Phases

A more sophisticated pattern match might include a database of
known phases for comparison purposes. These are patterns that have
been previously identified and can be used to decide whether the
sample is a previously known substance, a mixture of known
materials, or something completely different.

5.1.7 Selecting the Input, Output and Known Phase Folders

To begin, the user should start with the empty PolySNAP M window
containing the menu bar, as in the previous example.
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From the File menu, select Automatic Analysis and the Run on...
option. The following dialog box will appear.

— Select folder containing 5ample data files:

f:Abutarialhsimple_tath Folder.. |

— ¥ Use folder containing Known/Reference data files:
F:Mbutorialhzimple_tstsknown

— Select folder to save output files:

C:hkemph Falder... |

—&dvanced Option:
[~ Subtract Background [ Allow s-shift refinement (it theta)
[~ Denoise Patterns ¥ Check for amorphous samples

[ wait far I 95 data files to load before starting analyzis.

[~ Mask selected pattern regions ...

[~ Only Match within the rangel 0 to I 1480

Cancel ()3

Set the input, output and known phase folders as before, except this
time we will additionally select a folder containing some known
phases prepared earlier.

1.

To define the input folder containing the sample data files, click
the Folder button in the top section of the dialog box. A folder-
selection dialog box will appear.

Select the drive containing the tutorial data from the pop-up
menu at the top. In this case, select D:.

Navigate to the folder C:\Program Files\PolySNAP M\tuto-
rial\simple txt\. Ensure that the last folder of the path
(simple_txt) is selected by double clicking it (the folder icon
should appear 'open').

Click OK. The selected path should be displayed in the upper
portion of the dialog box. Check it is correct; if it is not, repeat
the previous step.

The known phase folder containing the known sample data files
must be defined. Turn on the checkbox labelled Use Folder or
Database containing Known/Reference data files. Click the
Folder button in the that section of the dialog box.

Select the drive containing the tutorial data, in this case D..
Navigate to the folder C:\Program Files\PolySNAP M\tuto-
rial\simple txt\known\. Ensure that the last folder of the path (i.e.
known) is selected by double clicking it (the folder icon should
appear 'open'), and click OK. This folder contains an example
pattern of each of Form A, B, C etc.
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8. The output folder where the result files are to be placed must be
defined. Click the third Folder button in the bottom section of the
dialog box. A folder selection dialog box will appear as before.

9. Select the local hard disk on your machine, which in this case is
C:. (Alternatively any other drive you wish to place the output
data may be selected.)

10. Navigate to the folder you wish to place the output files. e.g.
C:\output\. If required use the New Folder button to create new
folders. Ensure that the last folder of the path is selected by dou-
ble clicking it (the folder icon should appear 'open').

11. Click OK, and check that the desired path is displayed correctly.

12. Finally, in the Run PolySNAP M on... dialog box click OK.

The pattern files in the specified input folder are now loaded into
PolySNAP M, which proceeds to the matching and analysis phase
automatically after loading the 21 datafiles.

When complete the results window will appear, with an initial view
of the Cell Display as before.

5.1.8 Viewing the Results

The input files are now displayed in the Cell Display as in the first
tutorial example. However, it now looks a little different with cells
MIXT 1 and MIXT 2 being shown as pie charts.

Bree B ook Dupley Patten Wrde Wb ST

B el Dt | BB Dverchorns | [ 20 Pt s = | [ 0 P Pty | T Wi Rt | [ views Lt |

Unlike the previous run, the colours here are not taken from the
dendrogram plot, but from comparing each sample in turn to the
provided known phases. Samples such as MIXT 1 and 2 that do not
give high matching correlation coefficients to any of the known
reference patterns are tested to see if they are mixtures, and if so,
quantitative analysis is performed. The results from this are
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displayed in pie-chart form, the colours of each slice corresponding
to the pure phases listed in the key on the left hand side.

Another change to the view is the sample key - it now shows the
known phases FORM A to FORM E. By clicking on the colours of
the key all the samples matching the designated phase are selected.
For example, clicking on the red box labelled FORMA, cells A1 to
A4, as well as MIXT 2 are selected, as they are all of the samples
thought to either be, or contain, Form A. The key titles are taken
from the reference phase filenames.

Select the tab labelled Dendrogram. This view is exactly the same as
in the first example, including cell 20 being contained within the
yellow group.

The reason for this difference between views is that the cluster
analysis does not take the known phases into account. Only the
results shown in the Cell Display are directly affected by them.
Because of the way they work, the dendrograms and other methods
merely show the similarity between samples without taking account
of the known phase information.

With the quality of data available for this sample the predicted
mixture composition is not very good, and the quantitative results
should therefore be taken as a very approximate measure, certainly
not accurate to any more than around 10% at best. This approximate
value could however be useful as a starting point for a more rigorous
analysis later.

5.2 Identification of Amorphous Samples

The first two tutorial examples of this tutorial have covered simple
PolySNAP M procedures. This part will cover some of the more
advanced options available that include pattern matching while
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allowing for a 20-shift, and automatic identification of non-
crystalline samples.

To begin, the user should start as before with only the empty
PolySNAP M window containing only the menu bar as before.

From the File menu, select Automatic Analysis and the Run on...
option. The following dialog box will appear.

7.
8.

— Select folder containing 5ample data files:

f:Atutarialhadvanced' Folder.. |

— [ ilsze folder containing Known/Reference data files:
<Mone: Falder...

— Select folder to save output files:

C:hkemph Falder...

—&dvanced Option:
[~ Subtract Background [ Allow x-shift refinement [zin theta)
[~ Denoise Patterns [¥ Check for amorphous samples

[ “wait far I 95 data files to load before starting analyzis.

[ Mask selected pattern regions ...

[~ Only Match within the rangel 0o I 180

Cancel | ()3 |

To define the input database containing the sample data, click the
Folder button.

Select the drive containing the tutorial data, in this case D..
Navigate to the folderC:\Program Files\PolySNAP M\tuto-
rial\advanced\

Ensure that no known phases are used by making sure the rele-
vant checkbox is turned off.

Define the output folder where the result files are to be placed.
Click the third Folder button in the bottom section of the dialog
box. A dialog box will appear.

Navigate to the folder you wish to place the output files. e.g.
C:\output\. If required, use the New Folder button to create new
folders, ensuring that the last folder of the path is selected by
double-clicking on it (indicated by the folder icon being in an
open position). Click OK.

Leave the Advanced Options settings at their default values.

In the Run PolySNAP M on... dialog box click OK.

The pattern files in the specified database are now loaded into
PolySNAP M, where it checks for amorphous samples, matches the
patterns with one another, and performs a cluster analysis. This may
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take a little time to complete, but once finished the results window
will appear with an initial view of the Cell Display.

5.2.1 Analysis of the Results

The 35 samples contained within the database are now presented in
the Cell Display.

B Fle Edt Took Depley Pamen Window Heb x|

B ot Cinpt | ] Comciograres | B 20 Pt vzt = | (BB 50 ¥t s | D shormmicd ot | [ View Logie |
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The program is using the last few digits of the filename of each
sample to label them. Selecting pattern number 25505, the pattern
information display shows that it has been labelled as a non-
crystalline sample, which seems reasonable given its profile.

Aegha Flarge: 2005502 .0

Dutaorts- P 251 (1) s 2352 021
t s bex 0.80 r .
S Count
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The other two patterns, 25506 and 26702 are similarly labelled for
the same reason. Identification of such amorphous samples is done
on the basis of checking to see if any signal (corresponding to peaks)
would be left after subtraction of the entire amorphous hump. The
method tends to err on the side of caution.
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Looking at the Dendrogram tab:.

It is seen that three non-crystalline labelled patterns are placed on the
far right of the diagram with a zero similarity to the rest. This is
deliberate, in order to remove them from the main clusters. There
also appears to be one main grouping of the data - within which some
patterns seem much more closely grouped than others. Compare this
to the 3D (MMDS) plot:

Again, the three non-crystalline samples are quite separate from the
rest of the patterns. Both the dendrogram and 3D plots suggest a
loose grouping of the rest of the patterns, suggesting there may be
some differences between them.

Using the control key, click two patterns which are on opposite sides
of the main (yellow) group from each other, for example patterns
9401 and 69403. Examining their profiles, it appears that in addition
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Identification of Amorphous Samples

to some preferred orientation issues, there seems to be a noticable 26-
shift between the otherwise relatively similar profiles:
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This completes the initial analysis of the data, but the 20-shift in
some of the samples could be examined in more detail. From the File
menu select Close Window.

5.2.2 Reprocessing the Data allowing for an x-shift

When collecting powder diffraction data from a diffractometer the
sample or instrument alignment can result in linear or non-linear
shifts along the x-axis of the resulting pattern. This can especially be
a problem with the Bruker GADDS systems if the sample height
varies from sample to sample. This can give rise to systematic errors
in the pattern matching unless it is accounted for. However, to allow
for this is a time consuming process and should therefore not be used
unless such a shift is suspected - it is switched off by default.

A general expression for the shift is:
A(26) = ay+a,sinB (5.1

where the a; coefficient corresponds to a linear (zero-point) shift
described earlier, and the a; coefficient a non-linear component
[Zevin & Kimmel, 1995]. The requirement then is to find values of a
and a; that results in a maximum matching correlation result between
two patterns. The default maximal allowed values for ay and a; are
0.4.

The same data as in the previous run will now be examined again.
Unlike the last time, the program will vary the x-offset parameters to
attempt to maximise the match result.

Define the input database, known phases and output folder as before:

1. From the File menu, select Automatic Analysis and the Run on...
option. Define the same input folder as used before in the previ-
ous run of PolySNAP M. D:\tutorial\advanced|

2. Select None for the known phases directory.

3. Ensure that an appropriate output folder is selected. e.g. C:\out-
put)\.

4. In the Advanced Options area, turn on the Allow x-shift calcula-
tion (sin theta) checkbox.
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5. Inthe Run PolySNAP M on... dialog box click OK.

The same data as before is now run allowing x-shifts on the patterns.
The time required to process this will take much longer than a normal
run of PolySNAP M. For this data the calculation will take
approximately ten times longer than before - so prepare to be patient!

When finished, the initial output should look similar to the previous

run:

3401 aanz

3405

9406

407 408 1 17400

17406 10406 2406

IXXXXXXY

JlE Ba401 [T

17404

26405

B0405

17

26406

Now, with the option to calculate the best-offset value for each

pattern turned on, it looks like this:

The three non-crystalline patterns are still quite separate, but the rest
of the patterns have condensed together as a result of allowing for the
20-shift, showing that a large part of the differences between the
pattern profiles was due to variation in sample heights during data
collection. The program still separates them out within this grouping

due to the preferred orientation problems.
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Manual Matching: Working with Databases

Similarly with the dendrogram display, the similarity values between
the patterns are much improved. The remaining differences appear to
arise from preferred orientation effects, which are quite noticable in
some cases. For example, overlay the profiles of samples 401 and
69403:
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5.3 Manual Matching: Working with Databases

The rest of the examples in this tutorial demonstrate the manual
analysis section of PolySNAP M. This mode can be accessed from
the Manual Analysis section of the File menu.

’ﬁ Edit Tools Graph  Pattern Window  Help
Automatic Analysis 3
Manual Analysis Mew Database. .. Chrl+M

Open Database. .. Chrl+O

Open Default Chrl+D

Close Databiase Chr|

Chrl+Q

Irnpark Patberns., ..
Save Results,.. Chrl4-S
Save Copy of Database, .,

Refresti
Recent Databases

The first thing to do is to create a new database of patterns with
which to work.

We first need to create a new database, which will initially be empty
We will then load some powder patterns into it, and work with them.

Choose New Database from the Manual Analysis section of the File
menu. A standard Windows file dialog box appears, and you are
invited to choose a name and location for the new database.

Save As 21
saveine [ S (C) H i
11 ~mazetup.t Cd Corel [ Hagw L
|1 scrobat3 ] Debwin2 [0 Macas [
21 acs CaDel @& M athtype [
|_1 &dabeapp (21 Drawing Files (2 mawk [
4t [ dvd 1 Mouze [
-1 Backup G Graphicorkshop 21 Multimedia Files [
|_1 Cdrom G gstools G Muppet [
4] | |
File name: .pa Save I
Save as tpe: | Archive Files [*.par) j Cancel |
i |
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Enter tutoriall as the database name, select a location (C./ for
example), and click Save. The dialog box disappears, and a new
window opens inside the PolySNAP M workspace.

This is our new empty database; its filename is displayed in the
window title bar. Like any other window, it can be moved around the
screen by clicking and dragging on the title bar, and can be re-sized
by dragging at the edges of the window.

&% Cohbutorial 1.par I. _ ol x|

" D atabase Information

Mame: C:Abutoriall. par
Mumber of items: 0

Pattern M ame/|D Filename
[Mone]

Impaort... | Export... | Iatch | Eemove | Edit I

The filename and your selected location appear in the Database
Information section of this new window.

The number of patterns in this database is also displayed - as
expected, it is currently zero.

Several buttons are arranged along the bottom of this window. Most
of these are unavailable as there are no data files in the database. The
only one that is available for use is the Import button.

We now need to bring some pattern data files into the database.

Click the Import button. We need to navigate to where the data is
stored - C:\Program Files\PolySNAP M\. The folder manual should
be found within the 'futorial' folder.

Once in the correct location, a list of different files in the folder that
the program recognises is listed.
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Manual Matching: Working with Databases

We want to open all of the files in this particular folder, so hit
control-A on the keyboard to select them all, and then click Open. A

new window appears with the pattern processing options.

Processing Options

“Y'ou are about to process 1 pattern,

Fleaze zelect any processing options required:

Options

¥ Momalise intensities [required for matching)

¥ Subtract Background
¥ Srmooth
¥ Find Peaks

Cancel |

These will be discussed in more detail later, so leave them with their
default values for the moment and click OK. A progress bar appears
at the top of the database window to allow progress to be monitored.
As there are only a few patterns in the folder, this process should only

take a couple of seconds.

&% C:\tutoriall.par

=Iofx]

Mame; C:Abutoriall. par

D atabase Information
’7Number of itemns: 13

Flease wait while the items are loaded...

Import... | Exzport... | Iatch | Eemove | Edit I

Once importing has finished, the patterns will be listed in the main

part of the database window:

&% C:\tutoriall.par

=Iofx]

— Databasze [nfarmation
Mame: C:Abutoriall. par
Mumber of items: 31

2-theta display mode

18P100 e tut

Alurninas [SLUMINIUM PECHINEY] 3.kt

Impaort... Ezport... Iatch

3 PHASE MIXTURE PIGMEMNT_3.txt
ALREFHT Alrefht bat
ALREFLT 2 Alreflt bat

ASPIRIN - NO PRIMARY SOLLER SLI Asnosoll bt
ASPIRIN - PRIMARY SOLLER SLITS | Assoller bxt
A+RD-0U4000L10C0R20CAL30 Aa_3bet

Eemove | Edit I
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If the window is too small to see all of the patterns, the scroll bar on
the right hand side can be used to view the rest, or you can drag the
window border to enlarge the window.

Each entry in the list represents one pattern file that has been
imported.

Initially, the patterns are listed in the order they were imported. The
list can be sorted by either Pattern Name/ID, or Filename, by
clicking on the headers at the top of the list.

If some of the chemical names here look very similar to filenames
this is because the ASCII files we have imported do not contain any
chemical name information, so the filename is used instead. The
actual chemical name, if known, can be added manually later.

You can select a particular pattern in the list by clicking once on it.
When you do so, the other buttons along the bottom of the window
become activated.

The Import button has already been used. The Export button lets you
make a copy of a particular database entry to a separate file, in either
ASCII text or PolySNAP M pattern format.

Remove deletes the selected pattern or patterns from the database.

Experiment with these options by exporting a pattern to a separate
ASCII text file under the name exporttest.txt. Make sure to note
where you saved it! Then try importing the file you have just saved.
Finally, select the exporttest.txt pattern in the list and delete it from
the database using the Remove option.

Removing patterns from the database does not in any way affect the
original data files which are left intact and unchanged throughout all
operations performed using PolySNAP M - the program works on a
copy of the data only.

The Match and Edit options will be dealt with in following sections,
so leave them be for the moment.

Now quit the program by choosing Exit from the File menu. All
windows will close. Note that any changes made to a database are
automatically saved, so there is no need to manually save any
changes before closing.

Relaunch the program again in the same manner as before. We want
to return to the database we have just been working with. You could
select Open Database from the Manual Analysis section of the File
menu, navigate to where the database was saved, select it and click
Open, but there is a much easier way.
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Manual Matching: Working with Databases

The program keeps a record of the last four databases used in the
Recent Databases submenu of the Manual Analysis section of the
File menu. Open this now; one of the entries should be the

Automatic Analysis 3

Manual Analysis Mew Database. .. Chrl+M
Open Database. .. Chrl+0
Open Default Chrl+D
Close Databiase Chrl

Chrl+Q

Irnpork Patberns., ..
Save Results, . CErlHS
Save Copy of Database. .,

fresh

Diisnap_tutorialiguant, par

tutoriall par database we were using earlier. Select it from the menu,
and it should start to open automatically.

Next, we want to examine some of the patterns we have just imported
in more detail.
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5.4 Editing Patterns

Select the pattern nh4no3.txt from the list in the database by clicking
once on it. Click the Edit button, and the Pattern Editor window
appears.

aPattern Editor: nh4no3.txt in C:processed.par = |EI|1|

File Edit Tools Graph Pattern  Window  Help

— Pattem Infarmation

Basic |Advanced| Peak List: 21 peaks marked
_F'osition
Pattern Name/ID: [NH4NO3 70 to 143°C Courtesy of Fraunhofer ICT 18,041 3
Farmnula: |[Unkn0wn] 22.261 0.434
28.841 1.000
Imported from file: C:hshap_tutorialsnhdno3. kst 1702 0.557
['ata Range: 10 -99.957. 33682 0,798
Drata points - Raw: 4784 [0.015%] Frocessed: 4500 [0.02°) 35,562 0.239
Maise Indicatar: 0.47247 30.442 0.234
Wavelength used: IEu Kal 'l 154056 [Default valug) 40.002 0.541
43.483 0.064
44.863 0.209
50.703 0126 LI
Frocesszing Option: Peak Threshald:

[¥ Subtract Background ¥ Smoothing: - .I
i — Apply |
[V Find Peaks . J— Current Setting:  0.05

Current gefting: 1

Remove Peak |

1.00
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Several useful pieces of information about the pattern you have
selected are displayed in this window, and a plot of the pattern itself
is shown at the bottom.

The chemical name or pattern ID can be changed here by editing the
current name ("NH4NO3 -70 to 149°C Courtesy of Fraunhofer ICT")
in the white text box.

Details such as the pattern filename, its start and end angles, and the
number of data points are also displayed.
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Editing Patterns

There are three check boxes labelled Processing Options just above
the region where the pattern is displayed. To begin with, click once in
each of the checkboxes, so that they are all turned off:

Frocesszing Option:
[~ Subtract Background
[~ Find Peaks

Current gefting: 1

Then click Apply. The graphing region should now look like this:

1.00
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As you can see, the data has been scaled along the y-axis to run from
0.0 to 1.0. This operation is performed for all data being imported
into PolySNAP M in order to allow for suitable scaling between
different data sets.

The raw data has also been interpolated from its original resolution,
to the PolySNAP M standard 0.02 degrees. Again, this is for
consistency between patterns.

You can zoom into the pattern display, by clicking and dragging a
rectangle on the region you wish to see more closely:

1.00

0.80

0.0

0.40 ! ||
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20.00 30.00 40.00 —1'50.00 £0.00 70.00 a0.00 90.00
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The view will then change to just the selected region:

£00.00
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To return to original view, right-click anywhere on the pattern
display, and select Reset View from the resulting pop-up menu.
Multiple zooms are possible by repeating the process.

Now click the Subtract Background checkbox, and then click Apply.
The pattern display should change:

1.00
0.80
0.60
0.40
0.20 R :

0.00 : " ol

20.00 30.00 40.00 50.00 60.00 70.00 a0.00 90.00

The green line represents the raw pattern data. The blue line shows
the same pattern after the background level has been subtracted. To
see what the program considered to be background before
subtractions, select Show Background Curve from the Pattern menu.
A new window will open showing the subtracted background curve
where the blue line now represents what is subtracted as background.
Once you are finished looking, click Close to close this window and
return to the standard view.

Now click the Smoothing checkbox, so both it and the Background
Subtraction boxes are checked, and click Apply again.

The graph pane will be updated, and any noise in the pattern will be
smoothed out (shown here zoomed in).

JW
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Editing Patterns

Finally, check the Find Peaks option, and click Apply.

The pattern display will update, and several small blue circles should
appear on the top of the larger peaks:
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These mark the location of what the program considers peaks. There
is a minimum peak height below which any peaks are ignored. This
is set as a default to 0.05, which is why the smallest peaks are
unmarked.

A list of the peaks the program has found is shown in the upper right
corner of the pattern editor:

Peak List: 20 peaks marked

037z M
22,261 0.473
28,841 1.000
31.702 0.554
33682 0.734
562 0.2%7
38422 0.284
40022 0536
43,463 0.064
44,853 0.205
50,703 a1z

This lists the peaks found in order of increasing Bragg angle, and
displays the corresponding intensity for each.

If the program has missed a peak you believe should be included, it is
easy to add manually. Note that peak locations are added to the blue,
processed pattern line, not the green, raw data line on the graph
profile.
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For example, if we wish to add the small peak that is located at
around 54°, just right-click once at the point on the graph where you
judge the peak maximum to be:

Al LIRLA )

Reset View

Hemove Feak

Set Peak Threshold

Then select Add Peak from the resulting pop-up menu. A round blue
peak marker should appear at the top of the peak, and an entry for it
should be added to the peak list:

w.ry

th\ﬂy

£2.00 70.00

If this does not appear, try clicking as close as possible to the top of
the peak. It may help to zoom in to the area of interest.

It 1s also possible to remove peaks you believe to be incorrect. For
example, say we wish to delete the marker from the peak around 18°:
I I

1

Reset View E
Sd Beak ! L

Set Peak Threshold
100 5200 54.00 56.00 58.0C

Right click as close to the peak marker as possible, and select
Remove Peak from the pop-up menu that should appear. The peak
marker, and its corresponding entry in the peak list, should vanish.

1600 17.00 1800 1300 2000
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Editing Patterns

If the Remove Peak option is unavailable from the pop-up menu, you
have not clicked close enough to the marker. Zoom in to make this
easier, and try again.

Finally, it is possible to adjust the minimum peak height threshold to
include less of the smaller peaks. Look at the slider just below the
peak list - it should be set to 0.05.

Peak Threshold:

Current Setting:  0.05

Drag the handle on the slider until it is set to about 0.25.

Several additional peaks that were marked before should now show
up without peak markers, as they are now below the new minimum
threshold of intensity.
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Finally, return the slider to 0.05. The peaks that previously became
unmarked should show up again.

Now click on the Advanced tab in the top-left of the window.

Basic Advanced |

Mazk the region of the pattern between: Feset Al |
|1 il and [99.987 o avalue of: ID_D Apply |

The top section revealed allows us to mask selected regions of the
pattern to be ignored during matching or analysis processes. This
may be useful where a particular peak is negatively affecting results.
Say we wish to mask the peaks in the region of the pattern between
15° and 25°. Enter the start and end angles of the region to be masked
in the relevant text boxes.
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Examine the blue processed pattern in this region to determine its
average background level — in this case, a value of zero should
suffice, so enter 0.0 in the level text box, and click Apply.

0 1800 1300 2000 2100 2200 2300

The change in the pattern should be quite noticeable — while the
green line of the raw data is untouched, the blue processed data line
no longer has any peaks or features between the ranges we have
entered:
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Now repeat the process and mask the peak at approximately 90°
using the same method.

Once finished, return the pattern to its initial state by clicking Reset
All.

The rest of the Advanced tab options will be discussed in the
Analysing Mixtures section later in this tutorial.

Choose Close Window from the File menu to dismiss the editor
window. The program will check if you wish to retain any of the
changes made in the editor. At present you do not want to keep any
changes, so click No. You are returned to the main database window.

Feel free to look at some of the other patterns in the database in the
editor window, and investigate the various processing options.
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Matching Patterns

5.5 Matching Patterns

Assume that you have just obtained a new, unknown, powder pattern.

You want to find out what pattern in your existing database it is most
similar to - and hence possibly identify what substance it may
represent.

First, close any currently open database or editor windows.

Now, go to the Manual Analysis section of the File menu, and select
Open...

Open the pattern database you created earlier, c: \tutoriall.par.

A new database window will open, and the pattern data will be
loaded into it.

&% Cohbutorial L.par I =] ]
— Databasze [nfarmation
Mame: C:Abutoriall. par
Mumber of itemz: 31 2-theta display mode
Pattern M ame/|D Filename &
MHAMO3 -70 to 149°C Courtesy of Frai| nhdno3. bt
18P100 2.tk
3 PHASE MIXTURE PIGMEMNT_3.txt
ALREFHT Alrefht tat
ALREFLT 2 Alreflt bat

Alurninas [SLUMINIUM PECHINEY] 3.kt

ASPIRIN - NO PRIMARY SOLLER SLI Asnosoll bt

ASPIRIN - PRIMARY SOLLER SLITS | Assoller bxt
A+RD-0U4000L10C0R20CAL30 Aa_3bet =l

Impaort... | Ezport... | Iatch | Eemove | Edit I

The first step would normally be to import the unknown pattern into
this existing database in order to examine it. In our case however, it is
already loaded in the database.
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Locate the pattern Unknown.txt in the scrolling list of patterns in the
database, click once to select it, and then click on the Match button.
The main program match window will appear.

=il
Pattern Matching | Quantitative Analysisl - Information
- Patterm: Edi. | Claose |
Frank Weightings:
: Match Speamar: 050 KolSmir 000 ¢ [Unknown]
- P. tic: 050  ParaPks:  0.00 —
LiichE _ - . Save Hesultsl
[~ Refine linear/non-linear shift (slow) Current D atabaze:
| Chprocessed par
Match Beak.. [~ Limit #-axiz range ta between |5 and |35 & P Print... |

|Fieady. |

Parametric Fara Peaks
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Our unknown pattern is displayed in the graph pane in the bottom
half of the window. Note that the pattern name and the database we
are using are listed at the top right. On the top left of the window are
the matching and analysis controls contained within two tabs —
Pattern Matching and Quantitative Analysis. The default tab is
Pattern Matching, which is what we wish to do first.

Click on the Match button. A progress bar appears as the program
runs through various tests in order to compare our selected pattern to
every other pattern in the database. Once matching is complete, the

[Matching...

centre section of the window fills with the numerical results, sorted
by the column in bold type, Rank.

|F| ezultz [larger Ranks are better]: |

Mame/|D Rank Parametric Spearman K.ol-5 mir Para Peaks
1 Unknown. bt
2 ASPIRIN - NO PRIF 0.9887 1.0000 0.9774 0.9997 1.0000
3 ASPIRIN - PRIMAR 0.9067 0.9383 0.8745 01204 0.9423
4 ALREFHT 0.2931 0.4734 01123 0.0753 0.5193
B SaMPLE H 0.2378 0.2336 0.2419 0.4701 0.2791
E GQUARTZ 01737 01652 01821 01187 01381 LI
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Matching Patterns

To sort the results by a different column, click once on that column’s
header. To change the sort order, e.g. to sort a column ascending
instead of descending, or vice versa, click the header again. For the
moment, click on the Rank header to re-sort by this column, and
ensure the largest value (normally 1.0) is at the top of the list.

Look at the pattern associated with this value. This is what the
program considers the ‘best match’ to our unknown. If it looks
familiar, that is because it is — it is the Unknown.txt pattern itself.
Because it is in the database, it is compared to itself. If this does not
result in perfect match scores, there is a problem somewhere, so this
is a useful check.

More interesting is the next entry down in the list. The next best
match has a rank value of above 0.9, quite close to the perfect score
of 1.0. The individual test scores reading along the row reflect this:
all close to 1.0. The rank value is calculated by default by summing
the Spearman and Parametric test scores and dividing by 2.0.

To see these scores reflected visually, we can overlay the best-match
pattern with the unknown pattern. Click once in the left-most column
of the pattern you wish to overlay (the one with ‘2’ in it in this case).

|F| ezultz [larger Ranks are better]: |

| [ Mame/ID |Rank | Parametric | Speaman [ Kal-Smir |Para Peaks |
1 Lnknovn. st 1.0000 1.0000 1.0000 1.0000 1.0000
h ASPIRIN - NO PRIk
3 ASPIRIM - PRIMAR 0.9067 09383 0.8745 01204 0.9429
4 ALREFHT 0.2931 0.4734 01129 0.0753 05193
5 SAMPLE H 0.2378 0.2336 02419 0.470 0.279
[ QUARTZ 0.1737 01652 01821 01187 01381 |
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The ‘2’ is replaced by a coloured dot, and a pattern in this colour
appears in the graph pane. It is obvious the two patterns are very
similar. Click on the coloured dot in the left-hand column once again
to remove the extra graph.

This suggests our unknown sample is aspirin.

Experiment with overlaying different graphs on the unknown; this
helps to get a feel for how the pattern scores correlate to similarity
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between patterns. Several patterns can all be overlaid at once on the
graph; to clear them all in one go select Clear Overlaid Graphs from
the Graph menu.

5.6 Analysing Mixtures Manually

Using PolySNAP M, open the database file quant.par in the tutorial
data folder. (Normally found on the PolySNAP M CD-ROM in the
'tutorial files', e.g. tutorial -> manual data).

It contains four patterns — one mixture, and the three pure component
phases.

2% C:\quant.par H=E3
D atabase Information
Mame: C:hquant. par
Mumber of items: 4 2-theta display mode
Pattern M ame/|D Filename

bimturel bimture. bt
Phasel Phasel.tat
Phase2.tut Phase2.tut
Phased.tut Phased.tut

Import... | Export... | Match | Bemove | Edit I

We will use the program to quantify the amounts of each phase in the
mixture. Select the mixture from the list of patterns, and click Match
to bring up the match window.

Go to the Quantitative Analysis tab, and click calculate. After a few
seconds when a progress bar is displayed, the program should display
its answers.

Pattern Matching  Quantitative Analysis |
Calculate | [ Chelude  KokSmi < [0:207| ParaPks< [ozn
with,  Spearman < |D.2D Parametric < W

I Scale Graphs

[~ Refine inear/non-linear shift [zlow]

Fesidual.. | [~ Limit #-axiz range to bebween |4 and ISU
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Analysing Mixtures Manually

These are in a similar form as before, except that there are two
additional columns — Scale % and Std Dev — the amount of each

phase in the mixture, and the error on the calculation.

l&malyzis Results: |

Parametric Spearman K.ol-5 mir Offset uzed Std Dev
Phas: T | 0.7133 03939 5 1.2
Phase 3.TAT | 0.1540 01774 20.0 1.4
Phase 1.TAT | 0.0000 0.0000 0.0000 0.08g2 0.7 07

1.0000

Misture. Te<T 1.0000

There are various ways available to see if the programs suggested
percentages are sensible. First, check the Scale Graphs box on the

upper left.
Pattem Matching  Huantitative Analysis |

Exclude  Kol-Smir
Calculate I~ patterns
with: Spearman

I~ Scale Graphs

Then click on the left-most column of the results table for one of the

phases.

l&malyzis Results: |

|Speaman  [KolSmi |Offsetused [ Scale % | 5td Dev.
0.4662 0.3939 79.3 1.2

| [Mame [ Rank | Parametric

3 01233 Joteed | 200 14|
Phase 1.TXT 0.0000 0.0000 0.0882 0.7 07
Misture, TXT 1.0000 1.0000 1.0000 0.0 00

0.80

0.60

0.40

AN

000 . ﬂ l ]. ool A JL, Al .nj\.
10.00 20.00 30.00 40.00 50.00 £0.00 70.00 80.00

As before, this overlays the selected pattern over the mixture, but is
now scaled to the percentage intensity suggested by the programs

analysis. The pattern should hopefully look sensible.
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Another option is to click the Residual button, which brings up a
window with two graph panes.

. Residual 19 =] B
Simulated Pattern and | &
Test pattern overlayed: L& Ll
1.00
0.80
0.60
0.40 +
0.20 l L | |
0.00 el ._L_A tad ..JI.\ JL . R A LI\_
10.00 20.00 30.00 40.00 50.00 £0.00 70.00 80.00
Difference Pattern
(Test - Simulated) Export ... | Addto Databasel
1.00
0.50
0.00 . e JU | Yy e -
10.00 20.00 30.00 40.00 50.00 £0.00 70.00 80.00

The upper one superimposes a simulated mixture pattern, made up of
combining the pure phases in the amounts suggested by the program,
on top of the original mixture. The bottom panel is then the
difference between the two. This difference plot helps show up either
missing phases or extra intensity which is not part of the mixture. If
required, it can be output to a file to be imported as a new pattern at a
later date. In this case, the small amount of residual intensity suggests
the calculated answer is quite good.

Click Close to dismiss the window.

So far, we have quantified the mixture in terms of how much of each
of the pure phase patterns are required to make it up. A more useful
number in the real world would be in terms of the weight of each
phase used in the mixture.
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Analysing Mixtures Manually

In order to calculate this, we need to add some additional information
to each of the pure phase patterns. To do this, first select the database
quant.par from the list of open windows in the Window menu.

A | windaw Help

L . X v 2 Match Pattern: Misturel
m Tile Horizontally

Tile Wertically
Lascade
Armange lcong

uahtitative |

woffset upta (1.0 degrees
Calculate

This brings it to the front. Now select the first pure phase pattern:
Phase 1. Click Edit to bring up the pattern editor window, and click
on the Advanced tab.

Flease enter additional known information:

Unit cell contents: [412 03 afarsaz [ bfa27sa2 | e12992
z Is alpha: ISU beta: {90  gamma: |1 20
Using the abowve infarmation, the following have been calculated:
Unit cell volume: 228.97 =
Faormula Mass: 101.96
Denzity (g cm3): 4.44
Linear Abs. Cosff. [cm1): 23,37 Enter manualy |

Mazz bz, Coeff. [cm2/g):  5.26

We need to enter information into the lower region of this window, in
particular the chemical formula of the phase, its unit cell dimensions,
and the number of formula units per unit cell.

Phase Formula a b c a [3 Y Z
Phase 1 Al2 03 47592 47592 12992 90 90 120 6
Phase2 CaF2 54649 54649 54649 90 90 90 4
Phase3 ZnO 3.2501 3.2501 5.2071 90 90 120 2

Using the information in the table, enter the relevant details for this
phase, and click Update. The fields showing molecular weight and
absorption coefficients and so on for this phase should update. If not,
be sure to enter the formula in the form

<Atomic Symbol><No. of atoms> <AtomicSymbol><No. of atoms> etc.

(The allowed formats for formula entry are discussed in more detail
in section 3.3.11, Additional Pattern Information in the main program
manual).

Repeat for the other two phases.
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Once all sets of information have been entered and updated, go to the
program Options dialog box in the Edit menu.

[woptions ~=lol x|

Automatic: General I

r— Default katch Option:
Fiank ‘Weightings:
Spearman: 0.50 Kol-Smir: 0,00
Parametric: 0.50 Para Pks:  0.00 Set...

r— Default katch All Option
Fleaze zelect the type of Match you wish to peform:

¥ Spearman weighting I 050 I Kol-Smir - weighting I 0.00
[V Parametric - weighting [ 050 [ Para Peaks -weightingl 0.00

Highlight ary results  better than: I na

—&nalyziz / Match Option:
Optimise =-zhifts using:

al| g4 +al I 04 Isin theta 'l
Report a maximum Dfl £ components. |gnore pattern below: I oo

b4 atrix talerance: ID.DDDD‘I Refinement loops: I 3

[ Hide zero % components when displaying results.
[¥ Calculate “eight Fractions if all required information is present.
[~ Automatically recalculate phases % if missing phases are suspected.
Suszpect mizzing phazes when Scale % emor » m peak.
or when residual intensities have mare than |—1

HesetAII...l Cancel | ok |

Go to the Advanced tab, and make sure that the Calculate Weight
Fractions when all information is present option is checked. Then
close the Options dialog by clicking OK.

Click on the mixture pattern database entry to select it, before
clicking the Match button to bring it up in the main match window.

Return to Match window, and in the Quantitative Analysis tab, click
Calculate again.

This time, the results table should be slightly different — the results
should be headed Weight % rather than Scale %. If not, go back and
check that all of the three pure phases has had the extra information
added successfully.

l&malyzis Results: |

Parametric Offset used

Spearman Weight %

Fhase 2TXT [0.7133
Phase 2TXT | 0.1540 0.1774
Phase 1.TXT |0.0000 0.0000 0.0000 0.0882 31 72.43

Misture. T 1.0000 1.0000

If successful, the weight fractions should be close to:
Phase 1 — 3%
Phase 2 — 78%
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Conclusion

Phase 3 — 19%

which are the correct answers.

5.7 Conclusion

This completes the basic tutorial. There are many other features and
options in the program that should allow much more complex
problems to be examined. Each of these are described in the full
program manual, which should be consulted for more information.
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CHAPTER 6

PolySNAP M Release Notes

PolySNAP M Version 2.0.1

Fixed an issue in countries using the comma as a decimal point
where shifted patterns were not being displayed correctly in the
Numerical Results pane.

A new program splash screen and window background are dis-
played.

The program version number is now displayed in program title bar.

The program, documentation and website now use the new Bruker
logo.

A new option has been added to force quantitative analysis to be
attempted on all input samples regardless of how similar they are
to the reference phases. This can be selected via the 'Perform anal-
ysis on all samples regardless of similarity’ checkbox in the
Options: Automatic: Advanced / Quantitative options dialog box.

PolySNAP M Version 2.0.0

The installer now adds a copy of the tutorial files to a folder
named tutorial in the SNAP Program Files folder.

The copy-protection system has been updated, and the License
menu item removed as it is no longer used.

PolySNAP M incorporates a limited subset of the PolySNAP style
graphical analysis and cluster analysis tools, for datasets of up to
96 patterns.

The program manual and other documentation has been compre-
hensively reorganised.
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