I think I have 'followed the dots' to understand the scientific reason why cayenne results in decreased anxiety!!!!  Here we go...
The burning sensation of hot peppers is a reaction of the central nervous system to capsaicin; unlike horseradish, wasabi, garlic, ginger, and mustard, capsaicin only causes the sensation of damage, not real damage to tissues. This sensation of pain, however, depletes a chemical called substance P, and when substance P is used up, the ongoing tissue damage of arthritis, shingles, cluster headaches, fibromyalgia, or lower back injury does not result in pain.
Eating hot peppers can also deplete pain chemicals in the stomach. Peppers do not actually cause heartburn or ulcers. They merely cause the sensation of pain, depleting substance P, so other conditions cannot cause pain. Eating foods seasoned with cayenne or chile may even protect the stomach against damage by aspirin, ibuprofen, or other NSAID pain relief medications.
Capsaicin creams can also reduce itching in psoriasis.
Reference: http://www.mountainroseherbs.com/learn/cayenne.html
 
Functions of Substance P:
In the central nervous system, substance P has been associated in the regulation of mood disorders, anxiety, stress, reinforcement, neurogenesis, respiratory rhythm, neurotoxicity, nausea/emesis, pain and nociception.
Reference: http://en.wikipedia.org/wiki/Substance_P
 
The role of substance P in stress and anxiety responses:
Summary.  Substance P (SP) is one of the most abundant peptides in the central nervous system and has been implicated in a variety of physiological and pathophysiological processes including stress regulation, as well as affective and anxiety-related behaviour. Consistent with these functions, SP and its preferred neurokinin 1 (NK1) receptor has been found within brain areas known to be involved in the regulation of stress and anxiety responses. Aversive and stressful stimuli have been shown repeatedly to change SP brain tissue content, as well as NK1 receptor binding. More recently it has been demonstrated that emotional stressors increase SP efflux in specific limbic structures such as amygdala and septum and that the magnitude of this effect depends on the severity of the stressor. Depending on the brain area, an increase in intracerebral SP concentration (mimicked by SP microinjection) produces mainly anxiogenic-like responses in various behavioural tasks. Based on findings that SP transmission is stimulated under stressful or anxiety-provoking situations it was hypothesised that blockade of NK1 receptors may attenuate stress responses and exert anxiolytic-like effects. Preclinical and clinical studies have found evidence in favour of such an assumption. The status of this research is reviewed here. 
  anxiogenic: anxiety-causing
	anxiolytic: A drug used to treat acute or chronic anxiety


Reference: http://www.springerlink.com/content/076rt71k383j7413/
So there is evidence that blocking NK1 receptors result in reducing anxiety.  It makes a lot of sense to me that reducing substance P concentration (with cayenne) would also reduce anxiety.  And we certainly have some of our own clinical evidence of that!!
