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Figure C20: UV spectrum of MDL-OL.
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Figure C21: LC-DAD trace of DNG photolysis mixture (Aget 250 nm).
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Figure C22: HR-ESI-TOFMS of suspected enedione intermediate.
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Figure C23: PR dose-response curve, expressed as concentration (log M) vs.
luminescence.
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Figure C24: AR dose-response curve, expressed as concentration (log M) vs.

luminescence.
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Figure C25: Repeat AR dose-response curve, expressed as concentration (log M) vs.

luminescence.
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Figure C26: ER dose-response curve, expressed as concentration (log M) vs.

luminescence.
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APPENDIX D

CHAPTER 5 SUPPLEMENTARY INFORMATION
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Figure D1: Semi-log plot of normalized 17a-TBOH concentration versus time for (A)
pH 5, (B) pH 7 and (C) pH 9. Linear trend line fits are shown as dashed lines for
replicate (n = 2) trials.
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Figure D2: Semi-log plot of normalized 17a-TBOH concentration versus time with 1
mM sodium azide for (A) pH 5, (B) pH 7 and (C) pH 9. Linear trend line fits are shown
as dashed lines for replicate (n = 2) trials.
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Figure D3: Semi-log plot of normalized 17a-TBOH concentration versus time with 1
mM sodium thiosulfate for (A) pH 5, (B) pH 7 and (C) pH 9. Linear trend line fits are
shown as dashed lines for replicate (n = 2) trials.
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Figure D4: Semi-log plot of normalized 17B-TBOH concentration versus time for (A)
pHS, (B) pH 7 and (C) pH 9. Linear trend line fits are shown as dashed lines for
replicate (n = 2) trials.
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Figure D5: Semi-log plot of normalized 17B-TBOH concentration versus time with 1
mM sodium azide for (A) pH 5, (B) pH 7 and (C) pH 9. Linear trend line fits are shown
as dashed lines for replicate (n = 2) trials.
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Figure D6: Semi-log plot of normalized 17B-TBOH concentration versus time with 1
mM sodium thiosulfate for (A) pH 5, (B) pH 7 and (C) pH 9. Linear trend line fits are
shown as dashed lines for replicate (n = 2) trials.
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Figure D7: Semi-log plot of normalized TBO concentration versus time at pH 7 (A)
without nucleophile, and (B) with 20 mM sodium azide. Linear trend line fits are shown
as dashed lines for replicate (n = 3) trials.
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Figure D8: LC-DAD trace of (A) a photoproduct mixture generated at pH 9 after
irradiation of 17B-TBOH in the presence of | mM ammonium hydroxide for 90 min (Adet
250 nm), and (B) a photoproduct mixture generated at pH 5 after irradiation of 17f-
TBOH in the presence of 1 mM hydroxylamine for 90 min (Adget 250 nm).
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Figure D9: Normalized azide addition product peak area versus time during photolysis of

TBO at pH 7 in the presence of 0-20 mM sodium azide.
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CHAPTER 6 SUPPLEMENTARY INFORMATION
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Figure E1: HR-ESI-TOFMS of 170-TBOH standard.
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Figure E2: HR-ESI-TOFMS of 4-chloro-17a-TBOH.
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Figure E3: HR-ESI-TOFMS of 17B3-TBOH standard.
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Figure E4: HR-ESI-TOFMS of 4-chloro-173-TBOH.
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Figure ES: '"H NMR spectrum of 4-chloro-17B-TBOH in CD;OD (600 MHz).
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Figure E6: HMBC spectrum of 4-chloro-173-TBOH in CD30OD (600 MHz).
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Figure E7: HR-ESI-TOFMS of methyltrenbolone standard.
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Figure E8: HR-ESI-TOFMS of 4-chloro-methyltrenbolone.
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Figure E9: HR-ESI-TOFMS of gestrinone standard.
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Figure E10: HR-ESI-TOFMS of 4-chloro-gestrinone.
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Figure E11: HR-ESI-TOFMS of dienogest standard.
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Figure E12: HR-ESI-TOFMS of 9,10-epoxy-dienogest.
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Figure E13: "H NMR spectrum of 9,10-epoxy-dienogest in CDCl3 (600 MHz).
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Figure E14: HSQC spectrum of 9,10-epoxy-dienogest in CDCl3 (600 MHz).
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Figure E15: HMBC spectrum of 9,10-epoxy-dienogest in CDCI3 (600 MHz).
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Figure E16: HR-ESI-TOFMS of dienedione standard.
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Figure E17: HR-ESI-TOFMS of 9,10-epoxy-dienedione.
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Figure E18: HR-ESI-TOFMS of methyldienolone standard.
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Figure E19: HR-ESI-TOFMS of 9,10-epoxy-methyldienolone.
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